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CoLumBus, OctoBEerR, 1920 A 


The meeting of the Institute of Metals ‘Division of the A. I. M. E. : 
with the American Foundrymen’s Association In Columbus, Ohio, during | 
the week of Oct. 4, 1920, was in every way satisfactory. The American 
Foundrymen’s Association gave most cordial coéperation and assistance | 
and the members of the Institute of Metals Division who were responsible 
for the arrangements of the meeting felt very appreciative of this help. 
There was a total registration of 73 members and guests. 

The Executive Committee of the Institute of Metals Division met at 
dinner on Tuesday evening, Oct. 5. At this meeting the Messrs. Clamer, 
Jones, and Patch were appointed as a Nominating Committee. On 
Thursday, Oct. 7, this Committee announced the following nominations 
for officers of the Institute of Metals Division for next year: chairman, 
W. H. Bassett; secretary, W. M. Corse; executive committee, W. B. 
Price, H. J. Roast, P. D. Merica, C. H. Bierbaum, George K. Elliott, 
W. K. Frank, P. E. McKinney, C. H. Mathewson, W. A. Cowan, F. L. 
Wolf. 

The Foundrymen’s Exhibit was exceedingly interesting, and larger 
than in former years, there being between two and three hundred firms 
represented, covering a wide range of materials and subjects. 

The Institute of Metals Division held three technical sessions, two 
of which were joint sessions with the A. F. A., as follows: 


Turspay, Oct. 5 
Joint Session with American Foundrymen’s Association 
Investigation of Brass-foundry Fluxes. By C. W. Hill, T. P. Thomas and W. B. 
Vietz. Presented by Mr. Thomas. 


Laboratory Testing of Sands, Cores and Core-binders. By F. L. Wolf and A. A. 
Grubb. Presented by Mr. Grubb. 


Reclamation of Metal from Brass-foundry Refuse. By F. L. Wolf and G. E. ) 
Alderson. Presented by Mr. Alderson. | 


New Process for Making Fifteen Per Cent. Phosphor-copper. By P. E. Demmler. 
Presented by the author. 


Recent Developments in Die-castings. By Chas. Pack. 
_ The Solubility of Hydrogen in Molten Copper and Copper Alloys. By C. W. 
Hill, T. P. Thomas and G. P. Luckey. Presented by Mr. Thomas. 


WEDNESDAY, Oct. 6 


Joint Session with American Foundrymen’s Association 


Problems of the Brass Foundryman. By Russell R. Clarke. 
Casting Losses in the Aluminum Foundry. By R. J. Anderson. 


Coke and Byproducts as Fuels for Metals Melting. By F S 
sented by Doctor Merica. ; oF ye Seer ee 


New Electric Furnace for Melting Brass. By C. H. Booth. 

Status of the Electric Furnace in Non-ferrous Industries. By E. F. Cone. 
Tuurspay, Oct. 7 

Charpy Impact Test as Applied to Aluminum Alloys. 


sented by the author. Oe 
ee endel tate in Metals and Alloys. By Jerome Alexander. Presented by 


Transition Phenomena in Amalgams By A. W } 
: : AMalgams. WoRAAS 5 Gray. 
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Nickel-chromium Alloys. By Leon O. H ; 
Copper Crusher Cylinders. By A. I. Kignihyen eee ae ee ee 
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PAPERS 


4 : CONSTITUTION AND METALLOGRAPHY OF ALUMINUM 


considering the effect of these compounds or elements upon the physical : : 
properties of aluminum-rich alloys. Whether the compound, CuAl:, — 
is dissolved in the aluminum in an aluminum-rich alloy or is in the form of 
a hard and brittle constituent distributed throughout the mass must 
be a question of primary importance in a consideration of the mechanical 
properties of the alloy. 

Reference to the equilibrium diagrams of the binary aluminum alloys, 
-as they are established today, shows that, with a few exceptions, the 
solubilities of these compounds have not been determined with any 
exactness; usually not at all. Only the solubility of zine and of CuAls 
in aluminum have received any attention; the former at two and the lat- 
ter at only one temperature. Reference is made to these determinations 
below. In many other cases an estimate, at best unsatisfactory, has been 
made-from thermal analysis of the position of the end of the eutectic 
horizontal line or arrest. 

The authors have undertaken to determine the solubilities of anumber 
of these compounds at different temperatures and thus to establish the 
missing solubility-temperature curve of these compounds in the equilib- 
rium diagram. This paper deals with the solubility-temperature curves 
of CuAl, and of Mg,Al;, and incidentally with the solubility of FeAl; 
and the condition and solubility of silicon in aluminum; determinations 
will be reported later on the curves for MnAl; and NiAls. ~ 


CONSTITUTION OF COMMERCIAL ALUMINUM 


Commercial ingot aluminum contains from 0.2 to 0.5 per cent. each 
of iron and silicon as impurities, which are at least partly visible under the 
microscope. Figs. 1 and 2 show the microstructures of two composi- 
tions of aluminum ingot at a low magnification; the grains of aluminum 
are partly surrounded by particles of other constituents, the amount of 
which is greater in a composition having higher content of total impurities. 
In Figs. 4 and 5 are shown the microstructures of the same materials 
at higher magnification; in Fig. 3, that of a similar material. 

The microstructure of aluminum and its alloys is best developed 
by careful grinding and polishing followed by etching with a dilute 
solution of sodium hydroxide; the authors prefer one of 0.1 per cent., 
with the addition of approximately 10 per cent. alcohol. Such a solution 
does not etch deeply enough to develop the grain boundaries but it does 
bring out quite well the various other constituents found in aluminum 
and its light alloys, which are often in such fine distribution that they 
are obliterated by heavier etching with more concentrated solutions of 
sodium hydroxide or of hydrofluoric acid, which are more commonly 
used. As much care must be used in the grinding and polishing of the 
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m etal as in its etching in order to secure the best results. The grind- 
ing with the finer grades of emery paper must be done with the aid of 


Fie. 1. 
Fig. 1.—Pure atumrnum (AL-5) CONTAINING FE, 0.24 PER CENT., Str, 0.14 PER CENT. 
ErcHep wIiTH 0.1 per cent. NaOH. X 100. 
Fic. 2.—CoMMERCIAL INGOT ALUMINUM (AL-2) CONTAINING Fr, 0.5 PER CENT., 
Sr, 0.2 ppr cent. ErcHep wits 0.1 PER CENT. NaOH. X 100. 


some lubricant, such as paraffin, oil, or simply alcohol, and best results 
are obtained by polishing with alumina on suitable cloth moistened with 


ides oh 


ONTAINING Fp, 0.15 PER CENT., S1, 0.12 PER CENT., 
SHOWING FINE PARTICLES PROBABLY OF CONSTITUENT ome LOO! 2 
Fic. 4.—CoMMERCIAL ALUMINUM (At-2) SHOWING BUTECTICS OF FEAL; AND OF CON- 
STITUENT X. X 1000. 


Fig. 3.—PuURE ALUMINUM INGOT C 


alcohol. The subject of the preparation of aluminum for microscopic 
examination is discussed in two papers by R. J. Anderson.’? r 
3 Jnl. Franklin Inst. (1919) 187, 1. 


2Chem. & Met. Engng. (1918) 18, 172. 


tree Tre pe tS , a 


6 CONSTITUTION AND METALLOGRAPHY OF ‘ALUMINUM 


The constitution of the binary alloys of iron with aluminum has been 
investigated by Gwyer.t The compound FeAl; forms a eutectic with 
aluminum at 649° C.; its composition is unknown but lies undoubtedly at 
a very low percentage of iron, from 1 to 2 per cent. Gwyer did not de- 
termine the solubility of FeAl; in aluminum but noted that it was very 
slight. The most complete investigations of the equilibrium of binary 
alloys of silicon and aluminum have been made by Fraenkel,® and by 
Roberts;’ the latter investigation confirms the first in practically 
all respects. According to these investigations, no compound is formed 
in this series; the two elements form a eutectic at about 15 per cent. 
silicon and 576° C.; the solubility of silicon in aluminum is given as less 
than 0.5 per cent. 


a + a > 
Inices, 59, Fre. 6 
Fig. 5.—CoMMERCIAL ALUMINUM (AL-2) SHOWING EUTECTICS oF FEAL; AND OF 
1 CONSTITUENT X. XX 1000. 
Fig. 6.—ALLOY CONTAINING 2 PER CENT. EACH OF IRON AND SILICON. THE TWO 
CONSTITUENTS, SI (DARK) AND FrAL; (LIGHT) ARE READILY DISTINGUISHED. X 1000. 


It was necessary for the authors’ work on the solubility of CuAl, and 
Mg, Al; that they first be able to identify the various constituents that 
are present in alloys of aluminum with these metals. On comparing 
the microstructures, therefore, of several different compositions of 
aluminum in the light of the investigations of the equilibrium between 
aluminum and iron and aluminum and silicon, it was possible to identify 
a light bluish constituent occurring in all compositions as FeAl;; this is 
shown in Fig. 4. In compositions having less than about 0.2 per cent. 
of silicon, no other constituent was noticed in the eutectic islands: in 
those having this amount or more of silicon a second constituent, afanars 


4 Zeit. Anorg. Chem. (1908) 57, 118. 5 Zeit. Anorg. Chem. (1908) 58, 154. 
6 Trans. Chem. Soc. (1914) 105, 1383. 
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darker than the FeAl; was noticed. This is shown together with the 
FeAl; in Fig. 5. In order to be more certain of the identity of these 
two constituents of the eutectic islands, samples were prepared from a 
relatively pure aluminum (called Al-1) containing 0.15 per cent. iron, 
0.12 per cent. silicon, and 0.02 per cent. copper, with the addition of 
more silicon and of more iron. Microscopic examination of these 
samples showed that as the silicon was increaged the darker constituent 
increased, whereas as the iron was increased, the lighter constituent 
increased. 

Fig. 6 shows the two constituents in 4 sample containing 2 per cent. 
each of iron and silicon. It was at first assumed that this darker con- 
stituent was crystallized silicon, in accordance with the equilibrium 
diagram. The results of thermal analyses made on 30-gm. samples of 


——— 


Ay 


Temperature Centigrade 


Al- 
2. Time in Seconds 
lo) 615 5 


Inverse Rate Cooling Curves of Aluminum 
with Differing Amounts of Silicon 


Fig. 7.—CooLiING CURVES, ALUMINUM OF DIFFERENT COMPOSITIONS, SHOWING 
ALUMINUM-FEAL; BUTECTIC ARREST (649° C.) AND THAT OF ALUMINUM—X CON- 
STITUENT (610° C.). Azt-1-S1, 0.12 PER CENT., Fe, 0.15 per cent.; At-2-SI, 0.20 
PER CENT., FE, 0.50 PER CENT.; Az-10-S1, 0.24 PER cENT., FE, 0.40 PER CENT.; 
At-6-S1, 0.30 PER CENT., Fx, 0.60 PER CENT. 


different compositions of aluminum did not bear out this conception, 
however. i 
Cooling curves of the inverse-rate type on four different compositions 
of aluminum are shown in Fig. 7. The temperature of the FeAl; alumi- 
num eutectic arrest is indicated clearly on each; it is lower with increasing 
silicon content. The sample Al-1 containing only 0.12 per cent. of sili- 
con showed no other arrest between this temperature and the ordinary 
temperature; this specimen contained only the one eutectic, that with the 
constituent identified as FeAl;. The other compositions of higher sili- 
con content show a lower arrest at 6107.C., quite constant in tempera- 
ture; the intensity of the arrest increases with the increase in silicon con- 
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tent. None of these compositions showed an arrest at 576° C: The 
appearance of the arrest at 610° C. corresponds with the appearance of 
the darker constituent in the eutectic in small amounts. With higher 
amounts of silicon, a thermal arrest is found at about 576° C. cor- 
responding to the silicon-aluminum eutectic, and this was confirmed 
by the authors. 

The evidence seems to point to the fact that the second and darker 
constituent found in the eutectic islands in aluminum is not silicon but a 
compound of unknown composition, either of iron and silicon alone, 
or of these with aluminum; it will henceforth be referred to as X (AlFeSi). 
The ternary liquidus surfaces must have the approximate form shown in 
Fig. 8. Within the area Aluminum-abed, aluminum separates from the 


Aluminum 


Sa VON 7 + 
Fic. 8.—SUGGESTED FORM OF LIQUIDUS SURFACES OF TERNARY SYSTEM ALUMINUM- 
IRON-SILICON NEAR ALUMINUM END. 


liquid; along the line ab, the eutectic of FeAl; and aluminum; along the 
line de, the eutectic of silicon and aluminum; along the line be, the eutectic 
of aluminum and the compound X; } and ¢ are points of invariant 
equilibrium. This view, of course, remains to be confirmed by a 
necessarily much more extensive study of the ternary equilibrium; it 
appears at present, however, to be the only consistent interpretation 
of the facts. 

Another feature of the structure of commercial aluminum is of the 
greatest interest. Figs. 3, 4, and 5 show, besides the grains of aluminum 
and the eutectic islands, a number of quite fine particles of some con- 
stituent scattered throughout the grains of aluminum. These are 
apparently particles of the constituent X and possibly also of FeAl, 
that have separated from the solid solution in aluminum at temperatures 
below the eutectic one. It was noted above that there is a slight solu- 
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bility of the constituent X in aluminum, since it is not found as a part of 
the eutectic when the silicon content is only 0.12 per cent. nor is an 
arrest found at 610° C. At 610°, therefore, approximately 0.12 to 0.20 
per cent. of silicon as X dissolves in aluminum; at lower temperatures, 
its solubility diminishes and it precipitates again in much finer particles. 

Little can be said as yet about the solubility of FeAl; in aluminum, 
as in the purest aluminum yet prepared and examined FeAl; has been 
found in quite appreciable quantities; this sample, Al-1, contained 0.15 
per cent. of iron. Iron, as FeAls, is therefore not completely soluble in 
aluminum in this amount. It may be mentioned, also, that although no 
attempts were made to discover whether by annealing this amount of 
iron could be made to dissolve in commercial aluminum, it was noted in 
the course of the work described below, that in alloys containing besides 
this amount of iron about 0.5 per cent. copper, no solution of the FeAl; 
occurred upon annealing for 20 hr. at 500° C. 

In the course of the examination and investigation of aluminum, 
no evidence has been found of any transformation of silicon from one 
form into another nor of the existence of the so-called graphitoidal 
silicon. The latter term originated with the analyst of aluminum and 
its light alloys, who finds under certain conditions that a residue is 
left from the action of the concentrated acids used in dissolving the sample, 
which is insoluble in hydrofluoric acid. It is suggested that the occur- 
rence of the silicon in the various forms: (1) of eutectic particles of 
constituent X, (2) of eutectic particles of silicon, (3) of segregate par- 
ticles of X, and (4) of a solid solution in aluminum, possibly explains 
the phenomena experienced in the analysis of the metal. Thus the 
silicon existing in solid solution in aluminum would undoubtedly dis- 
solve readily in the concentrated acids to give SiOz, whereas the particles 
of X or of crystallized silicon would be much less soluble. 


SOLUBILITY OF CuAL2 IN ALUMINUM AT DIFFERENT TEMPERATURES 


The equilibrium of copper-aluminum alloys has been investigated 
by Gwyer,* Carpenter and Edwards,’ Curry,® Guillet,’ Campbell and 
Matthews,!° and others. Gwyer finds that 4 per cent. of copper dissolves 
in aluminum as CuAl:. Carpenter and Edwards place the solubility 
at 4 per cent., Curry, at 11 per cent., and Campbell and Matthews, at 
2 per cent. These values hold for the eutectic temperature 540° Gr 

Annealing experiments were undertaken to ascertain the course of 


the solubility-temperature curve. For these determinations 100 gm. 


7 Proc. Inst. Mech. Eng. (Jan., 1907) 57. ° Comptes Rendus (1905) 141, 464. 
8 Jnl. Phys. Chem. (1907) 11, 425. 10 Jnl. Am. Chem. Soc. (1902) 24, 253. 
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melts of different compositions of copper-aluminum alloys, varying from 
0.5 to 5.0 per cent..of copper, were made in a small gas furnace; the purest 


Cu, 0.5 


PER CENT. XX 100. 


Se: os ¥ 


Fra. 10.—ALLoy C-29 as CAST, SHOWING EUTECTIC oF CUAL:.— ALUMINUM. Cou, 5.1 
PER CENT. X 100. 


aluminum available, namely Al-1, was used. The resulting alloys were 
cast in chill molds, 14 in. (12.7 mm.) in diameter. Figs. 9 and 10 show 
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the typical structures of these alloys as chill cast in thisform. Free 
CuAl, was observed even in the cast specimen C-20 containing 0.5 
per cent. copper. The compositions of the cast alloys are given in 
Table 1. ; 

The CuAl, can readily be distinguished from the FeAl; particles by 
the fact that they are much whiter in natural color and that they do not 
turn brown upon etching for several minutes with 0.1 per cent. NaOH, 
as does FeAl. 

Specimens of these alloys were annealed for 20 hr. at 525°, 500°, 

400°, and 300° C., quenched in water from these temperatures, and ex- 
amined microscopically for the presence of free CuAl. The results of 
these examinations are given in Table 1. A series of photomicrographs, 
Figs. 11 to 14, show the microstructures of alloys C24-B to C27-B after 
annealing at 500° C. and quenching. CuAl, is found in C27-B (8.8 per 
cent. Cu) and C26-B (3.6 per cent. Cu) but not in ©25-B (3.1 per cent. 
Cu) and C24-B (2.5 per cent. Cu). 

To observe whether 20 hr. annealing was really sufficient to bring 
about equilibrium within these alloys, specimens of C20 to C25 (and 
marked H) were annealed 10 days at 400° C. and quenched. The results 
of examination showed that C23-H contained a small amount of CuAle 
and ©22-H, none, in exact agreement with observations after 20 hr. 
annealing at the same temperature. 

A curious fact was noticed in the annealing of these alloys. Once 
the CuAl, has dissolved in the aluminum, it precipitates again from super- 


Taste 1.—Microscopic Examination for Presence of Free CuAlz in 
Annealed Chill-cast Copper-aluminum Alloys. All Speci- 
mens Were Quenched in Water After Annealing 


Results of Microscopic Examination to Determine Whether Free 
CuAls was Present after Annealing 


Number of | Per cent. — 5 - — _ ——————— 
Alloy | of Copper |Annealed at 525°C. ewes at | peered at Ae oe 
| Bid Marked B | Marked A | Marked C 
C-20 0.5 | No CuAlz No CuAl: No CuAlz | No CuAl 
C-21 ileal | No CuAlz No CuAlez No CuAle No CuAls 
C-22 16) | No CuAls No CuAle No CuAle | Small amount 
C-23 Qat No CuAl: | No CuAlz | Small amount | Much CuAlz 
C-24 AS | No CuAls | No CuAls Much CuAlz Much CuAl: 
C-25 3.1 | No CuAle No CuAlz | Much CuAlz Much CuAl2 
C-26 3.6 No CuAlz Small amount | Much CuAle | Much CuAlz 
C-27 3.8 | One or two parti- Much CuAl | Much CuAle | Much CuAlz 
cles only 

C-28 4.5 Small amount | Much CuAle Much CuAl: Much CuAlz 
C-29 ‘aye dl Much CuAl, | Much CuAlz | Much CuAl2 | Much CuAl 


saturated solutions only with difficulty, or perhaps more accurately 
stated, it apparently precipitates from such solutions, but in particles 
of very high dispersion or small size, and these particles coalesce into 
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larger ones only with difficulty. Specimens of the C20 to C29-B series, 
which had been anuealed 20 hr. at 500° C. and quenched, were reannealed 
and quenched from lower temperatures as follows: C20 to C29-B-1, 


Fig. 11.—Attoy C27-B. Cu,3.8 PERCENT. ANNEALED AND QUENCHED FROM 500° C. 
x 300. 

Fig. 12.—ALLoy C26-B. Cu,3.6PERCENT. ANNEALED AND QUENCHED FROM 500° C. 
x 300. 


at 320° C. for 45 hr. and C20 to C29-B-2, at 400° C. for 20 hr. Reanneal- 
ing caused apparently no change in the structure of any of the alloys; at 
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Fig. 13.—Auioy C25-B. Cu, 3.1pprcenrt. ANNEALED AND QUENCHED FROM 500° C. 
: x 300. 
Fie. 14.—Auioy C24-B. Cu, 2.5 percent. ANNEALED AND QUENCHED FROM 500° C. 
x 300. 


least, no particles of CuAl, of a size comparable with the original eutectic 
generation reappeared in those samples to correspond with the diminu- 
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tion of solubility at the lower temperatures. Fig. 15 shows the struc- 
ture of C25-B-1, which may be compared with Figs. 11 to 14. 


Fig. 15.—ALLoy C25-B-1, ANNEALED 20 aR. at 500° C., QUENCHED, REANNEALED 
45 HR. aT 320° C., AND QUENCHED. No PARTICLES OF CuAtl: ARE VISIBLE AT THIS 


MAGNIFICATION. Cu, 3.1 PERCENT. X 300. 


Only upon very slow cooling through the temperature range 500° to 
300° C. do segregate or precipitated particles of CuAl, coalesce to such an 


oe 


Fig. 16. 
Fig. 16.—SPECIMEN C25-B. 


ANNEALED AT 500° C., AND QUENCHED. Cu, 3.1 PER 


cent. X 300. A 
5-B ASSHOWNIN Fa. 16, BUT AFTER REHEATING TO 500° C. 


CuAtL: HAS PRECIPITATED AND COALESCED. X 300. 


Fig. 17.—SAME AREA OF Cz 
AND SLOWLY COOLING. 


ed assuch. Specimens of C25-B 


extent that they may readily be identifi 
CG. were reheated to 500° C. 


and of E13-B that had been annealed at 500° 
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and cooled from that temperature very slowly to room temperature. 
The furnace cooled from 500° to 345° C.in15hr. Areas were marked off 
on both specimens before this final treatment and examined before and 
after heating and cooling. As annealed and quenched, no CuAlz, cor- 
responding to the equilibrium solubility, was found in either of the 
specimens; after heating to 500° C. and cooling at this slow rate, CuAls 
particles of fairly large size were found in both specimens in profusion. 
Figs. 16 and 17 show an area of C25-B before and after heating and slow 
cooling respectively. 
Samples of alloys E9 to E11 were annealed for various periods of 


Liquid Solid Solution + Liquid 


Solution 
+ : : 
Liquid = Solid Solution 
of CuAl, 
in Aluminum, 


Solid Solution 
+ 


CuAl, 


aoe No CuAl. Observed 
after Annealing 

x---CuAl 2 Observed 
after Annealing 


Temperature,in Degrees Centigrade 


20 40 2 4 6 
Percentage of Copper by Weight 


Fic. 18.—PoRTION OF THE EQUILIBRIUM DIAGRAM OF THE COPPER-ALUMINUM ALLOY 
SERIES SHOWING THE SOLUBILITY CURVE CUAL: IN ALUMINUM. 


time at 400° C. to determine what period was necessary to produce equi- 
librium between the CuAl, and solid solution. The results of these experi- 
ments are given in Table 2. At 400° C., equilibrium was attained in 
these small chill cast specimens after 30 min.; after that period no 
further change took place. 

In Fig. 18 are shown the results of these solubility determinations. 
There is given the aluminum side of the equilibrium diagram of copper 
and aluminum, of which the portion be has been determined by the above 
experiments; the remainder is taken from the results of previous investi- 
gations. The solubility of CuAl, decreases with decreasing temperature 
from about 4 per cent. at 525° C. to about 1 per cent. at 300° C., and 
is apparently still diminishing at lower temperatures. 


TABLE 2.—Microscopic Examination for Presence of Free CuAlz 
in Samples of Chill-cast Copper-aluminum Alloys 
Annealed at 400° C. and Quenched 


| 
Number of | Percent., | Period of Temperature | Examination for Presence of 
Sample | Copper Annealing of Annealing ree CuAl, 
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E9-A 10 15 min. 400°€. | Small amount of CuAl, 

E10-A pass 15 min. 400° C. Considerable CuAl, 

E9-B 1.0 30 min. 400° C. No CuAl, 

E10-B feb 30min. «© ,400°C.° Very small amount of 
CuAl, 

E11-B Bs 30 min. 400° C. Much CuAl, 

E10-C 125 60 min. 400° C. No CuAl, 

E11-C 1.9 60 min. 400° C. Small amount of CuAl, 

E10-E ERS iors 400° C. No CuAl, 

E11-E 1.9 Beare 400° C. Small amount of CuAl, 


Effect of Magnesium on Solubility of CuAl, in Aluminum.—In seek- 
ing an explanation for the effect of magnesium on the physical proper- 
ties of heat-treated duralumin,'! the question presented itself whether 
the solubility-temperature curve of CuAl, in aluminum was displaced 
by the presence of the usual small amounts of magnesium. Specimens 
were chill cast and contained: 


ot 


Copper, Magnesium, Copper, Magnesium, 


Specimen Per Cent. Per Cent. Specimen Per Cent. Per Cent. 
C30 1 0.5 C34 1 1.0 
C31 2 0.5 C35 2 1.0 
C32 3 0.5 C36 3 1.0 
C33 4 0.5 C37 4 Ua, 


Neen eee ne 


These were examined after annealing 20 hr. at 500° C. followed by 
quenching. Specimens C32-B and C36-B contained, after this anneal- 
ing, no free CuAl,, whereas specimens C33-B and C37-B did. Appa r- 
ently as much as 1 per cent. of magnesium does not affect appreciably 


the temperature-solubility curve of CuAl, in aluminum. 


SoLuBILITY OF MaGsAL; IN ALUMINUM AT DIFFERENT TEMPERATURES 


The equilibrium of magnesium-aluminum alloys has been studied 
by Schirmeister,!2 Wilm,’? and Grube.” Schirmeister finds no eutectic 
arrest for the eutectic of Mg.Al,-aluminum at 1 per cent. magnesium, 


11 See footnote 16. 12 Metall u. Erz. (1914) 2, 522. 
13 Metallurgie (1911) 8, 225. 14 Zeit. Anorg. Chem. (1905) 45, 225. 
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Grube makes no comment on the amount of Mg,Al; that may be soluble 


in aluminum. ; 
For the authors’ determinations, samples of magnesium-aluminum 


Fig. 19.—MAGNESIUM-ALUMINUM ALLOY A388 AS CHILL Cast. MG, 17.8 PER CENT. 
ETcHED WITH 5.0 PER CENT. NAOH. X 300. 

Fig. 20.—MAGNESIUM-ALUMINUM ALLOY, ANNEALED 20 HR. AT 400° C. AND THEN 

QUENCHED. A37-400. Ma, 17.1 PER cenT. ETCHED WITH 5 PER CENT. NAOH. 


x 300. 
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Fie. 22. 
Fie. 21.—MAGNESIUM-ALUMINUM ALLOY, ANNEALED 20 HR. AT 400° C. AND THEN 
Bee caE: A27-400. Ma, 13.2 prr cent. Ercump wits 5 per cent. NaOH. 
Fie. 22.—MaGNESIUM-ALUMINUM ALLOY, ANNEALED 20 HR. AT 400° C, AND THEN 
es A36-400. Ma, 11.7 per cent. Ercuep wita 5 per cent. NaOH. 


alloys were prepared in the same manner as were those for the previous 
series. ‘Table 3 gives the compositions of the alloys so prepared and Fig. 
19 shows the typical duplex structure of one of the chill-cast alloys, A38. 
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Specimens of the alloys were annealed for 20 hr. at 450, 400, and 300°C., 
and then quenched. The microstructure was developed by etching with 
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Fig. 23.—A35-450. Me, 12.2 per cENT. QUENCHED. X 300. 
Fig. 24.—A35-450A. Me, 12.2 pER cENT. SLOWLY COOLED. X 300. 


Magnesium-aluminum alloy A35-450, which contains no Mg;Al; after annealing 
at 450° C. and quenching (Fig. 23), but in which Mg; Al; precipitates upon reheating 
to 420° C. and slowly cooling (Fig. 24). 


5 per cent. NaOH solution and the specimens were examined for the 
presence of free Mg,Al;. Table 3 gives the results of these determina- 


Le wana 


Fic. 25. 
Fie. 25.—A35-300. Ma, 12.2 percent. X 500. 
Fic. 26.—A37-300. Me, 17.1 PERCENT. X 500. 


Magnesium-aluminum alloys annealed at 300° C., showing the deep blue constit- 
uent (dark in photograph). 


tions. Figs. 20 to 22 show typical microstructures for a series annealed 
at 400° C. 
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TasLe 3.—Microscopic Examination for Presence of Free MgsAls in 
Annealed Chill-cast Magnesium-aluminum Alloys. All 
Specimens Were Quenched in Water after Annealing 


| Results of Microscopic Examination Whether Free MgsAls was Present 


Number Per cane After Annealing 
5 ne 


Alloy (Magnesium) Annealed at 450°C., | Annealed at 400° C., | Annealed at 300° C., 
} arked —45 Marked —4 | Marked —3 

A-31 5.9 No Mg, Al; No. Mg. Als Small amount Mg,Al; 
A-32 6.9 No Mg, Al; No. Mg. Al; | Much Mg, Al; 
A-34 9.1 No Mg. Al; No. Mg, Al; ) Much Mg, Al; 
A-36 ial 7 No Mg.Al; No. Mg, Al; Much Mg,Al; 
A-35 POR | No Mg, Al; No. Mg. Al; Much Mg,Al; 
A-27 13.2 (Small amount Mg.Al; Small amount Mg,Al; Much Mg.<Al; 
Depyi || calg/ ath Much Mg,Al; Much Mg,Al; Much Mg,Al; 
A389) 17.8 Much MgiAl; | Much Mg,Als Much Mg,Al; 


The solubility of Mg,Al; in aluminum decreases with lowering of the 
temperature exactly as in the case of CuAls. Specimens of A35-450 
and of A36-450 annealed 20 hr. at 450° C. and quenched were reheated to 
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Fig. 27.—PoRTION OF THE EQUILIBRIUM DIAGRAM OF THE MAGNESIUM-ALUMINUM 
ALLOY SERIES SHOWING THE SOLUBILITY CURVE Mq,AL3 IN ALUMINUM. 


20 


420° C. and allowed to cool very slowly in the furnace. The furnace 
cooled from 420° to 260° in 24 hr. In these specimens previously free 
from Mg,Al;, this second heat treatment caused a copious precipitate of 


this constituent. Figs. 23 and 24 show the structure of A35-450 before 
and after slow cooling respectively. 
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The results of these determinations are shown in Fig. 27, in which is 
reproduced a portion of the equilibrium diagram, as determined by Grube, 
for the magnesium-aluminum alloys and in which is inserted the portion 
be determined by the above experiments. 

qn aluminum-rich alloys of magnesium with commerical aluminum, 
besides the two constituents or phases aluminum solid solution and 
M gAls, another constituent is invariably found, the amount of which seems 
to increase slowly, if at all, with an increase of the magnesium content 
beyond about 1 per cent. It has a deep blue color and is easily distin- 
guished from the other two constituents mentioned and from the FeAl;, 


Fic. 28.—AnLoy N28 conTainine Cu, 4.98 PER cENT., Ma, 2.41 PER CENT., FE, 
0.62 PER CENT., Si, 0.32 PER CENT., AND SHOWING DEEP BLUE CONSTITUENT CHARACTER- 
ISTIC OF ALUMINUM-RICH ALLOYS CONTAINING MAGNESIUM. XX 1000. 


which is also present. It is shown in Figs. 25 and 26. This constituent 
occurs in alloys also containing both copper and magnesium. Fig. 28 
shows an island of CuAl: in such an alloy in which is embedded a particle 
of this blue constituent. 

This is believed to be Mg,Si, although the authors have no direct 
evidence for this belief. Vogel!® found a very marked and definite com- 
pound Mg,Si in his study of the binary series, magnesium-silicon, which 
was of a deep blue color much resembling the constituent described above. 
It is unlikely that this constituent is a compound of iron and magnesium 
since these two metals unite only with much difficulty and probably do 


15 Zeit. Anorg. Chem. (1909) 61, 46. 
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not form a compound. The only other possibility, therefore, is that the 
constituent is a silicate or a ternary or quaternary compound containing 
magnesium, silicon, iron, or aluminum. 

The occurrence of this constituent in light alloys of aluminum con- 
taining magnesium is believed to be of the greatest significance in con- 
nection with the effect of magnesium upon the mechanical and other 
physical properties of these alloys. This question is, however, discussed 
at greater length in another article." 


SoLuBILITY OF METALS AND METAL COMPOUNDS IN ALUMINUM 


A review of the results obtained above and of those obtained by Rosen- 
hain and Archbutt!”? and of Bauer and Vogel'’ on the solubility of zine 
in aluminum shows that a decreasing solubility in aluminum with de- 
creasing temperature of that constituent in immediate equilibrium with 
the aluminum is characteristic of the metal. Thus the solubility of zine 
in aluminum at 443° C. is about 40 per cent., whereas at 256° C. it is only 
about 25 per cent. 

This form of the solubility curve is of course not unusual, yet we find 
in the case of equilibrium of metals many cases in which the solubility 
of a constituent increases with decreasing temperature. Thus, in the 
zinc-copper series, the solubility of the beta constituent in the alpha 
decreases with increasing temperature. In another article!® the signifi- 
cance of the form of solubility curve characteristic of aluminum is 
discussed. 


SUMMARY AND CONCLUSIONS 


The temperature-solubility curves of CuAl, and of Mg,Al; in alumi- 
num were determined by the method of annealing and microscopic exami- 
nation. Aluminum dissolves about 4.2 per cent. of copper as CuAl, 
at 525° C. and about 12.5 per cent. of magnesium as Mg,Al; at 450° C. 
The solubility of both compounds decreases with decreasing tempera- 
ture. At 300° C., aluminum dissolves only 1 per cent. of copper as CuAl, 
and slightly less than 5.9 per cent. of magnesium as Mg,Als. 

The structural identification of the various constituents, FeAl, 
CuAl, Mg,Al;, found in alloys with magnesium and with copper is 
described, and a constituent is noted in all light aluminum alloys contain- 
ing magnesium which is believed to be Mg,Si. 


16 Merica, Waltenberg, and Scott, this volume; also Bulletin Bureau of Stand- 
ards, 1919. 

17 Phil. Trans. Roy. Soc. London (1912) A, 211, 315. 

18 Int. Zeit. Metallographie (1916) 8, 101. 

19 See footnote 16. 
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The solubility of iron, as FeAls, in aluminum is at all temperatures 
less than 0.15 per cent. 

Small amounts of silicon up to from 0.12 to 0.20 per cent. are dissolved 
by aluminum at the eutectic temperature but are reprecipitated upon 
cooling corresponding to the diminished solubility for silicon of aluminum 
at lower temperatures. 

Silicon in the usual commercial amounts is probably present as a 
compound of iron and silicon together with’ some aluminum. The com- 
position of this compound is not known but it solidifies with aluminum 
and FeAl; at an invariant point at 610° C. 


DISCUSSION 


Gro. F. Comstock* anp Austin B. Witson,* Niagara Falls, N. Y. 
(written discussion).—A sample of a light aluminum alloy was recently 
sent to this laboratory for metallographic examination. Attempts were 
made to identify its various hard constituents by the methods given in this 
paper and the conclusions thus reached were checked by the methods of 
Hanson and Archbutt.2° The results obtained were most unexpected. 

The sample was found, by chemical analysis, to contain 94.6 per cent. 
aluminum, 4.4 per cent. copper, 0.63 per cent. manganese, 0.41 per cent. 
iron, 0.43 per cent. magnesium, and 0.06 per cent. silicon. The polished 
section showed numerous irregular hard bright particles standing out 
in relief and a few small rounded bright particles much less conspicuous. 
Etching for several minutes with 0.1 per cent. NaOH was tried, to deter- 
mine whether the prominent hard constituent was CuAl, or FeAl;, and 
as it was not darkened at all, it was assumed to be the former, according 
to the statement on p. 11. The less prominent round spots were 
attacked by this etching, however, and showed very distinct light and 
dark stripes, indicating that they were some eutectic. The dark 
constituent was held to be FeAls, since the paper stated that it was dark- 
ened by this etching, but the paper gave no information concerning the 
constituent forming the bright stripes of this eutectic. Inthedescriptions 
of the eutectics of FeAl; and the silicon constituent called X, no mention 
is made of any etching and it is not stated whether Figs. 3, 4, 5 and 6 show 
etched or unetched sections. If these were etched, X must be darkened 
more by the etching than FeAl,; and if only one of these constituents 1s 
present in an alloy with CuAl:, the methods given in the paper would 
not show which one the darkened constituent really was. Furthermore, 
no hint is given as to any method for distinguishing Mg,Al, from FeAl; 
or CuAl:, so that the conclusion claiming the description of the “struc- 
tural identification” of these constituents seems exaggerated. 


* Physical Testing Laboratory, Titanium Alloy Mfg. Co. 
20 Micrograpby of Aluminum and its Alloys. Jnl. Inst. Met. (1919) 21, 291. 
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It was decided to check the identification of the prominent hard bright 
constituent as CuAl, by using the nitric-acid method of Hanson and 
Archbutt on another polished section of the same sample. A 20 per cent. 


Fig. 29.—ALLOY wit 4 4 PER CENT. COPPER, ETCHED WITH 0.1 PER CENT. NaOH, 
SHOWING FeAl; PARTICLES UNATTACKED, AND ROUND SPOT OF EUTECTIC, ONE OF WHOSE 
COMPONENTS IS DARKENED. ™X 700. 
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Fie. 80.—SAME ALLOY ETCHED WITH 20 PER CENT. H.NO;, showrne FeAl; PARTICLE 
UNATTACKED, AND ROUND SPOT OF EUTECTIC PARTLY DARKENED, 700. 


solution of this acid (by weight) was used for a few seconds at 70° C., 
which procedure is stated to turn CuAl, brown, leaving FeAl, unattacked. 
The prominent hard bright constituent of this alloy was plainly shown 


Se 
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Fig 31— ALLOY WITH 8 PER CENT. COPPER, UNETCHED, SHOWING TWO HARD CONSTITU- 
ENTS, ONE DARKER THAN THE OTHER AND INTHE FORM OF LONG NARROW RODS. X 700 


Fic. 32 —SAME spot As Fic. 31, BTCHED WITH 20 PER CENT. HNO;, sHowinea CuAl, 
DARKENED AND FeAl; NEEDLES UNATTACKED. X 700. 
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by this method to be FeAl,, and the less conspicuous round particles, by 
partly turning brown, were shown to contain CuAl;. Thus these two 
methods gave directly contradictory results, so it became at once amatter 
of interest to find out which was right. 
For this purpose we took a polished section of the standard alumi- 
num alloy with 8 per cent. copper, and etched it by each of these methods 
in turn. This alloy would naturally contain decidedly more CuAl, than 
the one first described, but would probably not have any greater iron 


Via, 33.—Samp spor As Fia. 31, ptcHED wirH 0.1 PER cent. NaOH, sHow1na 
CuAl: SLIGHTLY,DARKENED SO AS TO BE LESS EASILY DISTINGUISHED FROM THE GRAYER 
FeAl; THAN BEFORE ETCHING. X 700. 


content. In the unetched condition, it plainly showed two prominent 
hard constituents, one as white as the soft aluminum ground mass, and 
the other slightly more blue or gray. The latter was very similar to 
the prominent constituent in the 4.4 per cent. copper sample. When 
etched by Hanson and Archbutt’s method, the grayer constituent was 
unattacked, meaning that it was FeAl;, and the whiter hard constituent 
was colored brown, identifying it as CuAl. This agrees perfectly with 
what would be expected from the greater copper content of this sample 
as compared with the alloy first described. When repolished and etched 
with 0.1 per cent. NaOH, as advised by Merica, Waltenberg, and Free- 
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man, however, there was at first hardly any change in these constituents 
from the unetched state, but after 9 min. the whiter constituent, which 
must be CuAl, in this case, became slightly brownish, while the grayer 
FeAl; was not attacked at all, but the outlines of both against the alumi- 
num ground mass became more prominent. 

- Thus the work of Hanson and Archbutt on these constituents 
was checked on every point, with the unavoidable corollary that 
the paper under discussion must be in error in regard to the distinction 


. between CuAl, and FeAl; by etching. The data submitted by the au- 


thors on the solubility of the various compounds in aluminum is doubtless 
of great value, but their descriptions of the constituents and their sugges- 


tions for identifying them leave much to be desired in reliability, to say 


the least. 

P. D. Merica (author’s reply to discussion) —The method of prepara- 
tion and polishing of the sample has much to do with the manner in which 
the constituents of aluminum alloys will etch; this preparation requires 
care and experience with these alloys and probably the method of prepa- 
ration used by Messrs. Comstock and Wilson was not the same as that 
of the authors. Although we have not had occasion to try the method 
of Hanson and Archbutt, which was described some time after the 
authors’ work was completed, we are convinced that it is superior to our 
own; it apparently gives definite clear-cut results and a distinct differ- 
entiation between FeAl; and CuAls, which is very desirable. 

It is apparently impossible to darken Mg.Al; with NaOH of dilute 
concentrations, whereas by prolonged etching with such solutions even 
CuCl. is darkened; it is distinguished from FeAl; by its color in the 
unetched condition, being much whiter than the latter. Reference to 
the data contained in the original article may convince Messrs. Com- 
stock and Wilson that it is rarely necessary to distinguish Mg,Al; from 
CuAl, in commercial alloys, since when copper is present there is rarely 
over 1 per cent. of magnesium added, which is not sufficient for the 
formation of undissolved Mg,Al;, and when the latter compound is pres- 
ent in high percentage magnesium alloys copper is generally absent. 


es ee ae 


26 SIMPLIFICATION OF INVERSE-RATE METHOD FOR THERMAL ANALYSIS 


Simplification of Inverse-rate Method for Thermal Analysis* 


BY PAUL D. MERICA,{ PH. D., BAYONNE, N. J. 
(Philadelphia Meeting, September, 1919) 


Onn of the most useful, and at the same time least commonly used, 
methods of thermal analysis for the determination of transformations 
in metals and alloys consists in the recording of the time intervals re- 
quired for successive increments of temperature change during heating . 
or cooling, the temperature of the furnace containing the specimen being 
altered at a uniform rate. The curve obtained by plotting these time 
intervals as a function of the mean temperature of the specimen durnig 
the interval is called the inverse-rate curve. It is probably due to the 
fact that no simple and convenient method has apparently been available 
for the measurement of the successive time intervals that this method has 
not been so generally used as, for example, the differential method, for 
which several types of automatic or semi-automatic apparatus have 
been designed. 

Whenever this method has been used, the intervals have usually been 
measured with the use of a chronograph; its operation as practised 
at the Bureau of Standards! is as follows: The temperature of the speci- 
men is measured by a thermocouple and a dial potentiometer. The 
operator sets the potentiometer at successive values of the electromotive 
force differing by equal increments, usually 0.02 millivolt, and records 
the exact instant on the chronograph, by pressing a contact key, at 
which the galvanometer coil passes through its null position. Two- 
second intervals are also recorded on the chronograph record, and the 
number of seconds elapsing between successive signals is afterward 
counted from the record and plotted as a function of the electromotive 
force or of the temperature. This is an admirable method and by it 
most minute thermal arrests may be detected, but it requires a good 
chronograph, which is generally difficult to obtain, and the time of one 
operator during the recording and, subsequently, to read the intervals 
from the record; the latter operation often takes from one to two hours. 

There is here suggested a simple, convenient, and, it is believed, equally 
accurate method of recording the successive time intervals, by which the 


* Published also as Bureau of Standards Sci. Paper 336 (1919). 

} Physicist, U. 8. Bureau of Standards. 

‘G. K. Burgess and J. J. Crowe: Critical Ranges, A2 and A;, of Pure Iron. 
Bureau of Standards, Bull. 213 (1914). 
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expense of chronograph and the time of one operator in counting the 
chronograph record may be eliminated. The remainder of the apparatus 
(consisting of furnace, thermocouple, and potentiometer) is used exactly 
as in the former method. Two stop watches are used, which may be 
mounted in a small frame and held in one hand, a finger being placed on 
each stem. During the “run,” the operator sets the potentiometer and 
marks the instant at which the galvanometer is at zero by pressing the 
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Fig. 1.—INVERSE-RATE HEATING AND COOLING CURVES OF PURE IRON TAKEN WITH 
CHRONOGRAPH (C) AND WITH STOP WATCHES (W). Az AND A; ARE SHOWN ON THE 
FIRST SET OF CURVES, ONLY A: ON THE SECOND SET. 


stems of both watches simultaneously, stopping one at the end of the 
interval it has measured and starting the other upon its measurement of 
the next. The interval is read and recorded upon a suitable blank sheet, 
the hand of this watch returned to its zero position and the potentiometer 
set at the next value. The operation is repeated for each successive 
interval. The intervals so recorded are afterwards plotted directly 
as a function of the electromotive force. 

Fig. 1 shows the inverse-rate curves for two complete “runs,” in- 
cluding the heating and the cooling curve, made on pure iron. Both 
A; and A, are indicated on the first set of curves, but only A» on the 
second set. In each case, the intervals were recorded both with the 
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stop watches and with the chronograph in the usual manner; the curves 
marked C were taken with chronograph, those marked W, with 
stop watches. There is little difference in the smoothness of the two 
sets of curves or inthe accuracy or precision of the measurement of the time 
interval. 

A general consideration of the accuracy of the stop watch also indicates 
that the precision of measurement by stop watch is sufficient for the 
_ purposes of thermal analysis. It is only rarely, perhaps once in a hundred 
times, that a stop watch is not accurate to within 14 sec., and its maximum 
error is 24 sec. It is found that the variation of successive intervals of 
time measured in the inverse-rate method, due to actual non-uniform 
rate of cooling or heating of the furnace, or to inaccuracy of the operator 
in signaling the moment when the potentiometer is balanced, is of ap- 
proximately the same value; 7.e., 15 sec. It is therefore not necessary to 
obtain the greater precision of time measurement which is unquestionably 
possible by the use of the chronograph. 

When the ordinary dial type of precision potentiometer is used, the 
operator has sufficient time for all of the operations necessary—setting 
the potentiometer, reading, and recording the time interval from the 
watch—within an average interval of 15 see., which is recommended 
for usual conditions. 

The curves recorded were taken with a stop watch costing about 
$10. It does not appear that a more expensive watch is necessary; 
however, it is not advisable to use a stop watch that also has the hour and 
second hands, as the presence of so many hands will only confuse the 
operator, who is obliged to read quickly and cannot take much time in 
recognizing the stop hand. 

The author acknowledges the assistance of Miss H. G. Movius in 
obtaining the curves here shown. 
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Mechanical Properties and Resistance to Corrosion of Rolled 
Light Alloys of Aluminum and Magnesium with | 
Copper, Nickel, and Manganese* 
€ 


BY P. D. MERICA,{ PH. D.; R. G. WALTENBERG,{ B. S.} AND A. N, FINN,§ M. A., 
WASHINGTON, D. ©. 


(Philadelphia Meeting, September, #919) 
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INTRODUCTION 


CERTAIN compositions of the light, 7.e., aluminum-rich, alloys of alumi- 
num with magnesium and copper have become quite well known within 
the past ten years under the name of duralumin. These alloys are used 
for rolling and forging and can be so treated as to develop quite remark- 
able mechanical properties. Thus a properly heat-treated alloy contain- 
ing about 4 per cent. of copper and about 0.5 per cent. of magnesium, 
rolled into sheet or rod, will have a tensile strength of approximately 
55,000 lb. per sq. in. (8866 kg. per sq. cm.) with an elongation in 2 in. 
(50.8 mm.) of about 15 per cent. This alloy, duralumin, was developed 
by Wilm,! and its properties more fully described by Cohn.’ 

The authors considered it worth while to investigate the mechanical 
possibilities of the light alloys of two somewhat analogous ternary series; 
namely, of aluminum-magnesium-nickel and aluminum-magnesium- 
manganese, to study the effect of variation of composition upon mechan- 
ical properties within the alumimum-rich group of the aluminum-magne- 


+ Physicist, U. S. Bureau of Standards. 

t Assistant Physicist, U. S. Bureau of Standards. 

§ Associate Chemist, U. S. Bureau of Standards. 

1A, Wilm: Metallurgie (1911) 8, 225, 650. 

21, M. Cohn: Zeit. z. Beférderung d. Gewerbefleisses (1910) 89, 643; also in Electro- 


tecknik u. Maschinenbau (1912) 30, 809, 829. 
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sium-copper alloys and to compare the mechanical properties of the three 
ternary series. 

This work was carried out with the codperation of the Aluminum 
Company of America; the alloys were prepared there and most of the 
mechanical tests were performed by Mr. Waltenberg in the laboratories 
of the company at New Kensington. The authors wish to express 

their appreciation of the aid and assistance thus given by the company 
through Mr. E. Blough. 

No previous investigation has been made, or at least published, 
of these three ternary systems, except that dealing with the composi- 
tions called duralumin mentioned above. Light alloys of other related 
alloy series have been prepared and their properties investigated; viz., 
those of aluminum-copper,*? aluminum-manganese,‘ aluminum-nickel,** 
aluminum-magnesium,! aluminum-manganese-copper,® and aluminum- 
nickel-copper.° 


PREPARATION OF ALLOYS 


The alloys were prepared by melting standard 99 per cent. aluminum 
ingots with the proper amount of aluminum hardener, consisting of an 
alloy of aluminum and the magnesium, copper, nickel, or manganese 
depending on the alloy to be produced. The melts were made in crucibles, 
attention being given to see that the temperature during melting did 
not exceed 800° C., as above this temperature the ingots poured from 
crucibles are apt to be porous and unsound, due to the absorption of gas 
by the metal. The melting temperature was usually about 700° C. The 
molten metal was poured into water-cooled iron molds giving ingots 
3.5 by 12 by 24 in. (9 by 30 by 60 cm.) in dimensions. 

These ingots were reheated to from 400° to 450° C. in a large reheating 
furnace, sent to the hot rolls, rolled and cross-rolled at these tempera- 
tures to a thickness of 0.25 in. (6.35 mm.). They were then allowed to 
cool in the air and cold-rolled to 0.081 in. (2.05 mm.) thickness (No. 12 
B. & §.), annealed at from 400° to 450° C., rolled-cold to 0.051 in. (1.29 
mm.) thickness (No. 16 B. & S.), annealed again and finished cold at 
0.032 in. (0.8 mm.) thickness (No. 20 B. & S.). 

Test specimens prepared from these sheets were tested in the cold- 
rolled condition, after annealing at 422° C., and after heat treatment, 
eens of quenching at various epee and REONE the oe 


*H. C. H. Carpenter and C. A. Edwards: Proc. Inst. Mech. Eng. (1907) 57. 
‘H. Schirmeister: Stahl u. Hisen (1915) 35, 648, 873. 

’ A. A. Read and R, H. Greaves: Jnl. Inst. Met. (1915) 18, 100. 

* W. Rosenhain and F. C. Lantsberry: Proc. Inst. Mech. Eng. (1910), 119. 
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TABLE 1.—Composition of Alloys* 
eee —— ——— 


Chemical Composition 


Rataber of Semple Aluminum,| Magnesium, | Copper, | Manganese, | Nickel, Tron, Silicon, 
Per Cent. | Per Cent. |Per Cent.) Per Cent. |Per Cent.|Per Cent.|Per Cent. 

B-1 | 97.00 115 0.02 1.04 None | 0.48 | 0.31 

B-2 | 97.17 | None | 0.04.| "1.71 | None | 0.76 | 0.32 

B-3 06; 14.45 1.09 OL15 1.68 None | 0.56 | 0.38 

B-4 98.02 None / 0.08 1,07 None | 0.44 | 0.39 

B-5 95.08 2.03 0.08 1.68 | None | 0.76 | 0.37 

5 B-6 ' 96.86 1.44 0.10 0.93 None |} 0.40 | 0.27 
{ B-7 | 96.31 1.99 0.03 0.94 None | 0.41 | 0.32 
C-1 97.27 1.16 0.72 None /| None | 0.56 | 0.29 

; C2 96.69 2.37 0.04 None | None | 0.62 | 0.28 
C-3 97.15 None 2.15 | None | None | 0.36 | 0.34 

C-4 96.65 2.84 0.04 None | None | 0.27 | 0.20 

C-5 96.11 None 3.19 None None | 0.40 | 0.30 

C-6 96.72 2EOS Mme Osvi2 None | None | 0.30 | 0.23 

C-7 96.62 1.00 1.80 None | None | 0.35 | 0.23 

C-8 | 96.68 1.07 1.67 0,025 ie Nones| 2053300223 

C-9 95.98 3.50 0.08 None | None! 0.26 | 0.18 

C-10 | 95.83 2.95 | 0.74] None | None | 0.27 | 0.21 

C-11 95.51 12269 miners 0.02 | None | 0.41 0.22 

C-12 95.74 0.46 | 3.18| None | None | 0.34'| 0.24 
A-1-12 95.48 | 0.64 | 322] None | None | 0.39 | 0.27 

E-3 96.80 1.06 1.56 | None | None | 0.32 | 0.26 

Pek 97.44 0.98 0.02} None | 1.00 | 0.36 | 0.20 

D-2 97.47 | None 0.08 None eae Omen 4 ainOn 25 

D-3 ras so MieiNoneea| -0.02-p-Nenes «193-40 1) .0044101 39 

D-4 96.04 1.18 0.08 None | 1.98 | 0.48 | 0.24 

D-5 96.70 12845170) 068) Nones 350.80 50543 OR Le 

D-6 95.62 Tee 0. 04 None | 1.80 | 0.46 | 0.14 

D-7 95.14 | None | 0.06 None | 38.94 | 0.58 | 0.28 

D-8 94.65 0.94 O;00 4 eNone® | 3.54. 1°0.65 1° 0.13 

D-9 95.41 2.86 0.06 | None | 1.08 | 0.39 | 0.20 
LE SS ape RIS CS I a Sd ee eee ee 


* Aluminum determined by difference. 


specimens to stand, or “age,” for several days before testing. The latter 
feature of this heat treatment will henceforth be termed “aging,” and 
is necessary in order to develop the highest mechanical properties in the 
light alloys of the aluminum-copper-magnesium series. It will be noticed 
that some of the alloys of the latter series were aged at 110° C. whereas 
the others were aged only at about room temperature (202°Cs): 
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TABLE 2.—Mechanical Properties of Alloys of Aluminum-Magnestum- 


. Manganese 
ee a ee eee 0” | py er 
As Rolled Annealed at 371° C. | Annealed at 422° C. yer cpa nATS Cx 
] my ‘ ke iievs be 5 Ok nN 
a ee ee ee ee 
No. of iS 84 4 | $4 cg oo as ad | im. | Sa | Es 
Sample) o Eas, Ale |. 2 BH ad 2 | Eid i 2 Be | ad 
S |se.| 20 | 8 | sée| $5 | 3.) 88.4 ee | 2. | Bou | Bs 
Be | es) of | 85 | ae4| ge | 3s | SR5| gt | 82 | gen) oa 
ee) 2eo| 84 | 83 | 359| 84 | 88 | Bee) 8a | $2 sso) Sa 
ga [see |g | as | 52" | oe | e8 | oe" |e | a" [54 | a 
l l l l 
B-1 | 30.0 | 32,400 | 2.0 | 13.5 | 25,500 | 14.0 | 11.5 | 24,700 12.0 | 22,300 | 22.0 
| 31,600 | 2.0 | 25,300 | | 24,700 | 13.0 | 23,100 25.0 
32,400 | 2.5 | 25,900 19.0 | | 23,400 | 11.5 | 22,900 | 17.0 
| 31,000 | 2.0 | 
B-2 | 20.0 24,000 4.5 10.5 16,800 26.0 8.5 16,000 30.5 8.5 | 14,200 36.5 
22,000 | 3.5 | | 16,700 | 24.0 16,000 | 35.5 14,600 36.5 
| 24,100 | 4.0 | | 16,200 31.0 15,800 30.0 | | 14,400 | 35.0 
B-3, | 32.0 | 34,600 | 2.0 | 14.0 26,400 | 14.0 | 25,300 | 18.0 
35,000 | 2.0 26,000 14.0 24,700 | 17.5 
| 35,600 | 2.5 | | | 25,800 | 12.0 | 24,900 _ 20.0 
B-4 | 20.0 | 21,500 | | 6.5 | 14,300 | 42.0 | 7.0 | 12,800 | 26.0 
22,500 | 3.0 | | (13,700 | 41.0 | 12,900 40.0 
22,100 | 3.0: | | 13,300 | 41.0 12,300 35.0 
| 23,500 | 3.0 | | 
22,900 | 3.0 | | / | 
| 22,300 | 5.5 | 
23,500 | 4.0 | | | 
B-5 | 36.0 | 39,300 | 2.0 13.5 | 29,400 | 20.0 15.0 | 28,800 | 16.0 
40,300 | 2.0 28,600 | 16,0. 29,400 | 15.0 
37,500 | 2.0 28,600 | 28,000 
B-6 | 36.5 45,000 | 3.5 | 14.0 33,100 | 13.0 15.5 | 34,100 19.0 
| 42,700 | 2.5 | 33,100 | 17.0 
| / / 32,600 17.0 
B-7 | 35.5 | 37,200 | 2.5 13.0  29,6C0 | 15.5 14.0 | 29,000 19.5 
40,700 | 4.0 29,200 | 17.0 29,000 19.5 
| | 29,400 18.0 


* Taken with magnifying hammer. 


COMPOSITION OF ALLOYS 


It was desired to include in the list of alloys that were to bé prepared 
compositions of each ternary series with the individual percentages of the 
components varying by intervals of 1 per cent. and with a total combined 
content of hardening components not exceeding 4.5 per cent., since 
with a smaller aluminum content these alloys cannot be readily rolled 
into sheets. The actual compositions obtained, as determined by chem- 
ical analysis, are given in Table 1. The B series is that containing man- 


ganese, the C series that containing copper, and the D series that con- 
taining nickel. 


i 
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TaBLE 3.—Mechanical Properties of Alloys of Aluminum-Magnesium- 


Copper 
As Rolled | Annealed at 422° C. Quenched from 510° C. 
Soa Selero- Se | Monee Sclero-| Wee | Elonga- | Sclero- | Vine Elonga- 
ards Strength, | in eee Pre Strength, . ot ne Strength, |; oe 
ness? Lb. Per Per Cent. ness? Lb. Per Per Gent,| ae | Lb. Per IPe Gent 
Sq. In. | | Sa. In. | eae | Sq. In. | SUE 
cr 42 | 49,000 | 2.0 | 15.5] 33,300 |* 17.0 | 38,030 | 17.0 
| 48,400 | 2.5 33,100 15.0 37,220° | 16.5 
48,600 | 2.5 32,700 | 14.0 |27.0 | 48,120° | 16.0 
| 49,600 | 2.5 | Nake oe ben 47,210° | 18.5 
G2 19 | 25,800 |. 4.0 |) 7.5 (46,600) |* 35.07) 8.0 | 16,670%") 34.0 
| 23,600 | 3.0 | 15,900 | 35.0 16,670 | 33.0 
| 23,600 | 3.5 | 16,100 | 33.0 16,510¢ | 28.0 
| | 16,510° | 33.0 
C-3 35 eet 00051 2.597 720) 21,600.) 31.0 13,0 1:26,350° 1 19.0 
35,700 | 21,800 | 33.0 27,690? | 11.5 
| 34,000 | 1.5 | 22.000 | 33.5 |11.0| 29,420° | 20.0 
: | | 27,790° | 19.5 
C-4 | 37 | 38,400 10.5 | 29,200 | 18.0 | 11.0 | 30,060 | 23.0 
| | 38,600 | 1.5 29,200 | 18.0 29,700? | 16.5 
| ST, 200k. 29,400, | 21.0 | 14.0 | 31,590° | 19.0 
| | | 31,350° | 20.0 
C-5 | 34 | 35,900 | | 8.0] 23,000 | 30.0 | 14.0 | 31,960° | 15.5 
/ | 37,500 | 2.5 | 22,400 | 28.5 30,500° | 14.0 
| | 37,700 | 2.0 | 22,800 | 32.5 30,910" 19.0 
| | | | 33,970° 
Cro ess 35.500.) 120.).13. 0 | -30,500. | 15.0 | 33,370° | 17.0 
38,500 | 0.5 | 29,900 | 18.5 | 33,950? | 23.5 
39.1007) A155 30,800 | 16.0 | 26.0 | 43,190° | 18.5 
| | | 43,560° | 18.0 
C-7 | 44 | 44200 | 2.0 |17.0| 35,300 | 26.0 | 24.0 | 45,650" | 18.5 
| 45,500 | 2.0 | 34,600 | 25.5 45,740° 19.5 
45,300 | 34,800 | 25.0 | 35.0 | 53,970¢ | 20.0 
52,250° 
c= 33° 138-1004) «1-5 112.5. | 28,500 | 18.5) | 
| 38,100 | 29,100 | 18.5 
OD) 38 | 41,200 | 1.5 |12.0| 31,600 | 17.5 | 13.0 | 29,120 | 21.0 
| 43,200 | 1.5. | 31 200 elie os 29,500? 22.0 
41,200 | 1.5 30,500 | 14.0 | 30,270° | 23.0 
| | | 30,270° | 22.0 
c-10 | 45 | 44,800 | 1.5 |12.0] 30,600 | 19.0 | 14.0 | 37,430 | 24.5 
| 44,600 | 1.5 30,200 | 19.0 37,630° | 21.5 
47,500 | 1.5 30,200 | 17.0 | 26.0 | 47,690° | 21.5 
| | | 47,690° | 22.5 
@-11 50 | 56,700 | 2.0 |15.5| 34,900 | 20.5 | 29.5 | 51,520° | 21.0 
52.900 ) 1:5 || 36,000 | 24.0 50,870? | 24.0 
58,400 | 2.0 | 134.0 | 54,740° | 23.0 
| | | | 55,590° | 20.0 
C12 31 | 38,900 | 5.0 | 7 5 | 23,100 | 24.0 | 25-28) 42,3705 | 14.5 
33.600 | .520. | | 23,000 ) 24.0. | 39,340 | 16.5 
| | | -26| 49,280° | 26.5 
| 49,830° | 25.5 


a Taken with magnifying hammer. ° Aged at 20°C. ¢ Aged at 110° Cc: 
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MercHANICAL TESTS 


The results of the tests made on the strips cut from the sheets are 
given in Tables 2, 3, and 4. 


Tasie 4.—Mechanicol Properties of Alloys of Aluminum-Mag- 
nestum-Nickel 


As Rolled Annealed at 500° C. | Rete Dane uk ae pA 
l— = z = 
5 ; | | i | | ltimate 
Son Soe eal | Baad aaa | Se fee ae se ae ca 
Hard- Tis Ber? Lb. Per | in 2 In., | Hard- Tho Pee: in 2 In., | Hard- | . Per | in 2 i 
ness* | Sq. In. Sq. In. |Per Cent.| ness* Sq. In. Per Cent.) ness¢ Sa. fs mee Cent. 
| } | 

D-1 | 23.0 | 23,800 | | 3.0 | 7.0 | 17,800 | -15.0 | 15.0 27,700. | 18.0 
25,500 21,000 | 3.5 | 7.0) 17,900] 18.5 | 14.0 | 26,200} 21.0 

D-2 | 22.0 | 24,900 | 17,500 2.5 ie Oh 18,000 29.5 | 7.5 | 18,600 | 28.5 
| 25,200 | 18,000; 2.5 6.5 | 17,700 | 24.0 7.0 18,600 / 27.0 

D=3) 2:7 10) 382.100 1 <0) 8.0 | 21,600 | 27.0 | 10.0 | 21,600) 24.0 
| | 32,600 | | 38.5 | 8.0 | 20,600] 29.0 9.0. 21,600 ! 20.0 

D-4 | 27.5 | 29,900 | 25,500 2.0 9.5 |'20,900 | 20.0 | 13.0 | 27,900 | 18.0 
| | 29,300 | 25,500} 2.5 9.5.) 21,100 ) 20.5 1420) | 27,100.) 1720 

D-5 | 29.0 | 33,000) 30,000} 4.0 | 10.0 | 24,200) 21.0 | 12.0 | 28,100) 19.0 
| 34,300 29,000 | 4.5 11205) 21 100i 1625 a 12259) 27, 000mm leas 

D-6 30.0 | 36,900 | 31,000 1.5 | 11.0 | 25,200} 18.0 | 14.0 | 29;900 | 20.0 
| 35,200 | 31,000 1.0 | 12.0) 25,400) 18.5 |) 18.5 | 29,100) 2125 

D-7 | 24.0 | 29,200 | 21,000 3.0 | 10.0 | 20;200 | 23.0 970) ) 22,700)" 215 
| 29,300 | 21,000/ 3.0 | 10.0 | 20,200} 24.5 |10.0 | 22,400| 21.5 

D-8 | 28.0 | 33,800 | 28,500 2.5 | 10.5 | 21,400; 19.0 | 16.0 | 31,000) 15.0 
34,100 | 29,000 15) 11.0") 22,600} 19.0 | 15.0 |\315500)) 15.0 

D-9 | 32.0 42,000 35,000 La-3 Our teal. 28,900 14.0 | 32,200 | 18.0 
| 40,600 34,500 3.0 13.5 28,800 15.0 | 31,800 16.0 


*’'Taken with magnifying hammer. 


The alloys of aluminum-manganese and of aluminum-manganese- 
magnesium are not improved by heat treatment of the type used for 
duralumin. The alloys of aluminum-nickel alone are also not appre- 
ciably affected by this heat treatment (See Nos. D-2, D-3, and D-7), 
but in those alloys in which both nickel and magnesium are present the 
heat-treated specimens are harder and stronger than the annealed ones. 

Within the C series, it is noticed that alloys containing magnesium but 
no copper are not improved by heat treatment; alloys containing copper 
but no magnesium are moderately affected; the greatest increases in 
hardness and strength are found in the heat- tr eated specimens of alloys 
containing both copper and magnesium. ‘Table 5 gives a survey of the 


percentage increase of strength of the heat-treated over the annealed 
specimens of the same composition. 
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TaBLE 5.—Percentage Increase of Tensile Strength of Heat-treated 
Specimens over Annealed Ones of Same Composition 
re Se eae 


4 Alloys Containing | Average Increase, 
: . er Cent. 
| 
Manganese, no magnesium, B-2 (— 9 per cent.), B-4 (— 7 per cent. ) —8 
Manganese and magnesium, B-1 (— 4 per cent. ), B-3 (—5 per cent. ),| 
B-5(0)) 5-00) )-B-7 (—2 per cent.). . ..\5, osc eM concn noo lens —3 
Nickel, no magnesium, D-2 (8 per cent.), D-3 (3 per cent.), D-7 
(CLP: OVE? CAT eg Se Aer aR RP Gs 5. 0 Ete Oe Pte iat | 6 
Nickel and magnesium, D-1 (40 per cent.), D-4 (31 per cent. 
D-5 (24 per cent.), D-6 (17 per cent.), D-8 (41 per cent.), D-9 
Giliper. cent: pic eee 2 ee ee ee nn | 27 
Copper, no magnesium, C-3 (28 per cent.), C-5 (41 per cent.)....... 34 
Magnesium, no copper, C-2 (3 per cent.), C-4 (10 per cent.), C-9 
Gast pericents) =aeeeerr ese rhe a. tie wou cles ieee 3 
Copper and magnesium, C-1 (44 per cent.), C-6 (43 per cent.), C-7 
(50 per cent.), C-10 (58 per cent.), C-11 (57 per cent. )y C-12 
CLIOMETICER to) peer RT AMA MeE I ss cer 8 te oly as si strike tere 60 


TABLE 6.—Comparison of Hardening or Strengthening Effect of Copper, 
Nickel, Manganese, and Magnesium on Annealed Specimens 


Number | Alloying Elements ‘Tensile eae Lb. Per Elongation, Per Cent. 
C-3 Cu 2215 | 21,800 32 
B-2 Mn 1.71 16,000 | 32 
D-2 | Ni 1.76 17,800 27 
C2 | Mg 2.37 16,000 35 
C-5 | Cu 3.19 22,800 30 
D-3 | Ni 3.40 21,100 28 
C-4 Mg 2.84 | 29,000 19 
Cet | Cu 1.16, Mg 0.72 | 33,000 | 15 
B-1 Mn 1.04, Mg 1.15 | 24,000 12 
pall | Ni 1.00, Mg 0.98 | 17,700 iy 
CAl Cu 1.80, Mg 1.00 | 35,000 25 
B-3 | Mn 1.68, Mg 1.09 | 26,000 13 
D-4 Ni 1.98, Mg 1.18 | 21,000 20 
C-6 Cu 0.72, Mg 2.03 | 30,000 17 
B-5 | Mn 1.68, Mg 2.03 29,000 18 
D-6 Ni 1.94, Mg 1.94 | 25,000 18 


In the annealed condition and for equal additions, either with or 
without magnesium, copper seems to confer the greatest hardening 
effect, next manganese, and then nickel. This is shown in the compari- 
sons of Table 6. 

At about 3 per cent., magnesium alone appears to exert a greater 
hardening effect than the same percentage of the other metals but at 
about 2 per cent. it has less effect than copper. 
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Corrosion TEST 


The resistance of these alloys to corrosion was determined by the 
salt-spray test. This test consists of exposing the samples to a con- 
tinuous fog of salt water, produced by atomizing a 20-per cent. solution 
of salt (sodium chloride) in water.’ Although this test is not considered 
entirely satisfactory, it is thought that the results produced represent 
with a fair degree of accuracy the results obtained in actual service, 
especially under marine conditions. 

The alloys were subjected to the salt-spray test for two periods of 
one month each, and were examined at the end of each period to deter- 


Fic. 1.—PHOTOGRAPH SHOWING APPEARANCE OF SPECIMENS OF AL-MG-MN SERIES 
AFTER ONE MONTH’S EXPOSURE TO ACTION OF SALT SPRAY. 


mine the relative amount of corrosion. This was estimated by appear- 
ance only, as it is practically impossible to determine it by loss in weight 
on account of the adherence of the aluminum rust and the lack of a 
satisfactory reagent to remove the rust without affecting the metallic 
aluminum. 

The test pieces were 4 by 2 by 0.03 in. (101 by 50.8 by 0.76 mm.) and 
included each series of alloys treated as follows: as rolled (marked B-4, 
etc.), quenched from 520° C. into water at 16° C. (marked B-4-A, etc.), 
quenched from 520° C. into water at 100° C. (C-2-B, etc.), annealed 
at 450° C. and cooled slowly (B-4-C, ete.). Specimens of commercial 
sheet aluminum, as rolled marked (A1), annealed at 450° C. (A1-A), 


annealed at 500° C. (A1-B), and quenched from 500° C. (A1-C) were 
tested in the same way. 


TA. N. Finn: Method of Making Salt-spray Test. Prac Am. Soc. Test. Mat. 
(1918)-18 3 pte i, 237. 


— 
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After one month’s exposure to the salt spray, there was a marked 
difference in the appearance of the various rolled alloys. B-4 and B-5 as 
rolled, annealed, and quenched were only slightly corroded and appeared 
better than the remaining alloys. The annealed specimens, B-4-C and 


Fia. 2.—PHOTOGRAPH SHOWING APPEARANCE OF SPECIMENS OF AL-Ma-CU SERIES 
AFTER ONE MONTH’S EXPOSURE TO ACTION OF SALT SPRAY. 


Fie. 3.—PHOTOGRAPH SHOWING APPEARANCE OF SPECIMENS OF At-Mc-N1 SERIES 
AFTER ONE MONTH'S EXPOSURE TO ACTION OF SALT SPRAY. 


B-5-C, were corroded more than the rolled or the quenched specimens 
of these alloys. Specimens of D-3, D-6, and D-8, rolled, annealed, and 
quenched were not quite as good as the B series. The specimens as rolled 
were corroded a little more than the annealed or quenched specimens. 
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The rolled specimens of the C series (C-2, C-5, C-8, ete.), with the excep- 
tion of C-2, were badly corroded. C-2, as rolled, annealed, and quenched, 
C-11 annealed and quenched, and the quenched specimens of the re- 
mainder of this series compared favorably with B-4 and B-5. 

Figs. 1, 2, and 3 show the appearance of some of the specimens after 
one month’s exposure. 

In Table 7 the alloys are grouped according to their resistance to 
corrosion, as indicated by their appearance at the end of the second 
month, group I being the most resistant and group IV the least resistant, 


TaBLe 7.—Arrangement of Specimen in Order of Resistance to Corrosion 


Group I | Group II | : Group III Group IV 
B-5-A C-11-B B-5-C C-11-C C-11 
B-4-A C-11-A | B-4-C C-2 C-8 
B-5 C-5-B B-4 C-8-C C-5 
C-8-B C-5-A C-2-B D-3-A C-12 
C-8-A C-12-A D-6-C C-2-C C-5-C 

C-12-B D-6-A C-2-A | C-12-C 
eeD-6 Re-iea |; AT 
Al-A D-8 
A1-B D-3-C 
A1-C D-8-A 
D-8-C 


It must be stated that there was not the distinct difference in the amount 
of corrosion that might be inferred from the above classification, but the 
difference was very small or negligible between pieces in the same group; 
group I merges with group II, but the difference between groups II and 
III, and between III and IV is very definite. 

The order in which the thirty-nine samples listed above are grouped 
is based on the opinion of two observers working independently of each 
other, and it is notewothy that the results of their observations were in 
almost complete agreement. In no case was any sample placed by either 
observer in a different group from that indicated above, and in only a few 
cases did the indicated order differ. 

Table 8 gives, in condensed form, a summary of the corrosion tests 
and shows at a glance the relative resistance to corrosion of the alloys 
studied and the effect produced by quenching and annealing the rolled 
alloys. The figures indicate the group in which a particular alloy was 
classed with respect to its resistance to corrosion. Consideration of 
this table indicates clearly that a decided increase in resistance to cor- 
rosion may be produced by quenching some aluminum alloys, a less 


marked difference is produced by annealing, and with some alloys no 
difference is noted. 


P. D. MERICA, R. G. WALTENBERG, AND A. N. FINN 39 


; The following conclusions are drawn from examination of this table: 
if any change is produced by quenching, it improves the resistance of the 
metal to corrosion; the magnesium, nickel, and nickel-magnesium alloys 
have about the same resistance to corrosion regardless of treatment; 
annealing improves somewhat the resistance to corrosion of the copper- 


TABLE 8.—Relative Corrosion 


B+ B5 | G2 |-C5 | aera | D3 |D-6, D-8 Al 


C 
Alloying Metals — - 


Mn, Mn-Mg Mg) Cu| Cu-Mg | Ni | Ni-Me 
| As rolled. ........ 3 1 3 | 4 a oe 3 4 
+  Quenched 520° to | 
: ee LG Ca CA) noes 1 1 3 2) Vand) 2)|"3 3 3 
= Quenched 520° to 
2 100g Ca(B) Berd) * 3 22 Land 2 + * 
| Annealed at 450° | | | 
GEL) er eters ia 3 3 \4 | 3and4| 3.) 3 3 


eee SS a eee 


*No samples tested. 


magnesium alloys and reduces the resistance of the manganese-magnesium 
alloy; quenching produces the greatest effects in the copper, copper- 
magnesium, and manganese alloys; commercial aluminum, as hard rolled, 
does not resist corrosion satisfactorily and the sample tested was almost 
completely disintegrated at the end of the test showing characteristic 
exfoliation. Annealing or quenching materially improves aluminum, 
but it is not equal to some of the alloys. 


SUMMARY 


Light aluminum alloys of several compositions belonging to each of 
the three ternary series, aluminum-magnesium-copper, aluminum- 
magnesium-manganese, and aluminum-magnesium-nickel were rolled 
out into sheets and tested in tension as cold-rolled, after annealing, and 
after heat treatment, consisting of quenching from about 500° C. and 
aging at ordinary temperature. 

The tensile properties of the alloys of the aluminum-magnesium- 
copper series were superior in all conditions to those of the other series. 
They may be much improved by an appropriate heat treatment. The 
alloys of the aluminum-magnesium-nickel series are also improved by 
heat treatment, but not in the same degree as the former series. The 
alloys of the aluminum-magnesium-manganese series are not improved 


by heat treatment. 
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Samples of representative compositions of each series were exposed 
to corrosion in the salt-spray test, and the appearance of the samples 
observed after exposure to the action of the salt spray for one and for 
two months. The alloys of the aluminum-magnesium-manganese series 
resisted corrosion, in general, better than those of the other series; 
this observation agrees with other experience in the corrosion of such 
alloys. The heat-treated specimens of the aluminum-magnesium-copper 
series, however, were but little inferior to those of the manganese series 
in their resistance to corrosion; the annealed and the cold-rolled samples 
of that series were the least resistant to corrosion of any of the alloys 
tested. Hard-rolled commercial aluminum corroded much more than 
any of the alloys. Annealed aluminum was more resistant to corrosion 
than the hard-rolled aluminum, but did not compare favorably with 
most of the alloys. 


DISCUSSION 


G. K. Burcess,* Washington, D. C.—In the service tests, the 
Advisory Committee on Aeronautics considered it highly necessary, 
particularly for seaplanes, to find out whether or not it was necessary to 
paint exposed parts; reports have been obtained but have not been pub- 
lished at the present time. Investigations were carried on at three Navy 
Yards. On just a hurried examination, the inspection was made about 
two weeks ago and the results are now being digested—an examination 
shows that the aluminum alloys, whether painted or unpainted, stand up 
very well. It apparently is not necessary to paint, which, of course, is a 
very important item in the question of the weight of seaplanes. We 
will be able to report on that, I expect, probably at the next meeting. 


* Chief, Division of Metallurgy, U. S. Bureau of Standards. 
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INTRODUCTION 


The remarkable phenomena exhibited by the aluminum alloy known 
as duralumin were discovered during the years 1903-1911 by A. Wilm’.? 


and have been described by him and by others. *: 4°: ® 


The unusual feature of this alloy is the fact, as was shown by Wilm, 
that it can be hardened quite appreciably by quenching from tempera- 


* Published also as Bureau of Standards Sci. Paper 347 (1919). 

t Physicist, U. S. Bureau of Standards. 

t Assistant Physicist, U. S. Bureau of Standards. 

1 A, Wilm: Metallurgie (1911) 8, 225. 

2 A. Wilm: Metallurgie (1911) 8, 650. 

3, M. Cohn: Verh. Z. Befordering des Gewerbefleisses (1910) 89, 643. 
4. M. Cohn: Elektrotechnik u. Maschinenbau (1914) 31, 430. 

’ TL. M. Cohn: Elektrotechnik u. Maschinenbau (1912) 30, 809, 829. 


6 P. D. Merica: Aluminum and its light alloys, Circular 76, U. S. Bureau of 
Standards, 1918; also Chem. and Met. Eng. (1918) 19, 135, 200, 329, 587, 635, 729, 
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tures below its melting point followed by aging at ordinary temperatures, 
which consists merely of allowing the material to-stand at these tempera- 
tures. The hardness is not produced by the quenching alone but in- 
creases during the period of aging, which may be from one to three days. 
Cohn?}5 gives data showing the increase of hardness of duralumin during 
aging, after quenching in water from about 450° C. Upon annealing, 
the alloy so hardened by aging is softened exactly as is hardened 
steel. 

The composition of this alloy usually varies within the following 
limits: Copper, 3 to 4.5 per cent.; magnesium, 0.4 to 1.0 per cent.; 
manganese, 0 to 0.7 per cent.; aluminum, balance; iron (as impurities), 
0.4 to 1 per cent.; silicon, 0.3 to 0.6 per cent. Its density is about 2.85. 
It is used only in the forged or rolled condition. 

This alloy has been produced for some years commercially and is 
in demand for the fabrication of parts for which both lightness and 
strength are required, such as for aircraft. Its tensile strength will aver- 
age 50,000 to 60,000 lb. per sq. in. (3515 to 4218 kg. per sq. cm.) after 
appropriate heat treatment, such as that described by Wilm. 

With the purpose of ascertaining whether the heat treatment de- 
scribed by him actually developed the best mechanical properties possible 
for duralumin, the authors undertook a study of the effect of variation 
in heat-treatment conditions, 7.e., quenching temperature, aging tem- 
perature, etc., upon these properties and, in connection with another 
investigation,’ a study of the effect of chemical composition upon 
them. 

Mr. E. Blough had already called the attention of one of the authors 
to the fact that the amount of hardening produced by heat treatment was 
influenced quite markedly by the temperature from which the material 
was quenched, a most interesting fact that was not brought out by 
Wilm’s published investigations, which mentioned merely the effect 
of aging after quenching from one temperature, in the neighborhood of 
450° C. An explanation was sought for the mechanism of hardening 
during aging of this alloy, and additional data were obtained bearing 
upon this phase of the matter. 

The experiments here described were carried out partly in the lab- 
oratories of the Bureau of Standards and partly in codperation with 
The Aluminum Company of America in its laboratories at New Kensing- 
ton. The alloys used were prepared at the New Kensington plant of 
this company and the authors wish to express their appreciation of the 


™P. D. Merica, R. G. Waltenberg and A. N. Finn: The Tensile Properties and 
Resistance to Corrosion of Rolled Light Alloys of Aluminum and Magnesium with 
Copper, with Nickel and with Manganese. Tech. Paper No. 132, U. S. Bureau of 
Standards, 1919. Also this volume, p. 29. 
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assistance and codperation which has been given throughout by this 
company through Mr. E. Blough, chief chemist. Mr. H. H. Beatty of 
Mr. Blough’s staff was active in assisting this work. 


COMPOSITION AND PREPARATION OF ALLOYS 


In Table 1 are given the chemical compositions of the alloys of the 
aluminum-copper-magnesium series that were used in these experiments. 
The ingots, 12 by 24 by 314 in. (30 by 60 by 8.89 cm.) were rolled hot, 
at about 410° C., to 14 in. (6.35 mm.) thick and thereupon cold rolled 
to 0.081 in. (2.05 mm.) (12 B. & S. gage), annealed at about 425° C., 
rolled cold to 0.051 in. (1.29 mm.) (16 B. & S. gage), annealed again and 
cold rolled to 0.032 in. (0.81 mm.) (20 B. & S. gage). The casting and 
rolling were done at the New Kensington plant of the U. 8. Aluminum Co. 


TaBLE 1.—Composition of Alloys* 


< aat YS ee Ty ; ] 
Number Aluminum | Magnesium Copper | Tron Silicon 
I i _—. “ ie 1s SS | 


CA 97.27 1.16 0.72 0.56 | 0.29 
C2 96.69 2.37 0.04 0.62 0.28 
C-3 97.15 | None S153 as -0,36 0.34 
C-4 96.65 - 2.84 204 nui | 0727, 0.20 
C-5 96.11 None 3510 aa O40 0.30 
C-6 96.72 2.03 0.72 0.30 0.23 
CF 96.62 Le00 Fe? emits 80 0.35 0.23 
Cx 96.68 1.07 1.67 0.33 0.23 
C-9 95.98 3.50 0.08 | 0.26 0.18 
C-10 95.83 2.95 O74 ee 27 0.21 
C-11 95.51 1.26 | 2.58 0.41 0.22 
O-12 95.74 0.46 3.18 0.34 0.24 
A-1-12 95.48 0.64 2.22 0.39 0.27 
E-3 96.80 12.0601 1.56 0.32 0.26 
N-34 94.36 1.08 3.74 0.52 0.30 
E-4 La .94.47 21 TeOGe | BS. 687-81) 0.50) Mier O 29 


* Aluminum by difference. 


Heat TREATMENT AND AGING 


Tensile tests and scleroscope measurements were made upon speci- 
mens taken from the sheets as rolled, from the rolled sheets annealed, 
and from the rolled sheets after heat treatment consisting of heating to 
various temperatures in a gas or electric furnace, quenching in water, 
and aging at room or other temperatures for different periods. The 
results of these tests are given in Table 2. All of the alloys, except those 
containing no copper (Nos. C-2, C-4, and C-9), show an increase of 
hardness of the heat-treated specimens over that of the annealed samples. 
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TABLE 2. Plbsadil Properties a Scleroscope Hardness of Rolled, 
se Properties and 
As Rolled After rts ee at After Heat Treatment Consisting 
> Quenched from 478° C. Quenched. 
Aging, Tl Aging, 
ae ‘ a 3 ~ Dare a é - Days 
No. | 34! a a fone e | aa q ip ae 
Ue Oe ae We a a Lr Gj Ee a 
ae eats ||) aA oe lle ats ag) 
q to | a". A= q ia) A : & x a Al s A 
ley s 
ae) ga |se| BR) ga | 8s a5 | a? | 33 
on| Sp 18S) 34 o8 | BS le oc5 Fe he Rae: 
$5) ae | 80!) 64]. ae a0 |S 1/6 om | ‘a & =P wl 
Ra Q. ah a) Q. on La na BS na. ah a a 
Dax ies) of | as tee SO On ae ve as 84 Se ace 5 
eo) tel ea |e et | ey |/4 |< | a" | =a AN | |< 
«| | | 
(Si 42 | 49,000 | 2.0 | 15.5 ; 33,000 11 | 36,870 | 18.5 11 
48,400 | 2.5 33,100 | 15.0 | | 11] 20 | 37,080 | 17.0 | 11 
48,600 | 2.5 32,700 | 14.0 11 | 36,260 | 14.0} 3 8 
49,600 | 2.5 | 3 | 8 
OS) 19 | 25,800 | 4.0 | 7.5 | 16,600 | 35.0 | | 11 | 16,830 | 35.0 | 11 | 
23,600 | 3.0 15,900 35.0. lar} 8 16,510 | 38.5 11 
23,600 | 3.5 16,100 | 33.0) 14 16,510 | 38.5 | 3 | 8 
| 3 8 
C3 35 | 34,900 | 2.5 | 7.0 | 21,600 } 31.0 | 11 | 28,020 | 15.5 | 12 
35,700 21,800 | 33.0 | 11 | 4% | 25,810°) 25.0 | 11 | 
34,000 | 1.5 22,000 | 33.5 | | 11 | 25,440 | 25.01 3 | 8 
gins 
C-4 37 | 38,400 10.5 | 29,200 | 18.0 11 | 29,300 | 20.0 | 11 
38,600 | 1.5 29,200 | 18.0 11 | 14 | 28,910 | 20.0 | 11 | 
37,200 | 1.5 29,400 | 21.0 11 | 30,280 | 22.0) 3 8 | 
3 8 | 
C-5 34 | 35,900 8.0 | 23,000 |} 30.0 11 33,220 | 15.0 | 11 
37,500 | 2.5 22,400 | 28.5 11 | 15 | 32,580 | 18.5 alee 
37,700 | 2.0 22,800 | 32.5 11 31,930 | 16.0 | 3 8 | 
| 34s le 8 
C-6 38 | 35,300 | 1.0 | 13.0 | 30,500 11 | 31,050 | 20.0 ithe) 
38,500 | 0.5 29,900 | 18.5 11 | 14 | 33,790 | 19.0 11 | 
38,100 | 1.5 30,800 | 16.0 11 | 31,640 | 17.5 | 3 8 | 
| 3 8 
On" 44 | 44,200 | 2.0 | 17.0 | 35,300 | 26.0 11 | 42,350 | 21.0 11 
45,500 | 2.0 34,600 | 25.5 11 | 23.5 | 42,530 | 21.0 11 
45,300 34,800 | 25.0) 11 | 42/250 NO Ones ene Set 
| na 
C-8 | 38 | 38,100 | 1.5 | 12.5 | 28,500 | 18.5 13.| | 46,400 | 19.5 11 
38,100 29,100 | 18.5 13 26 47,030 Ti} 
7 6 | 48,900 | 20.0] 3 8 
| 7 ‘| 6 | 28.5] 47,650] 22.0| 3 | 8 
C-9 38 | 41,200 | 1.5 | 12.0] 31,600 | 17.5 11 | | 31,790 | 21.5 ie | 
43,200 | 1.5 31,200 | 17.5 11 | 15 | 30,450 | 18.0 11 
41,200 | 1.5 30,500 11 i 30/070is0 42 One Ro uml nal 
| 
| 3 8 
C-10 | 45 | 44,800 | 1.5 | 12.0 | 30,600 | 19.0 | 11 | 38,030 | 26.0 ct 
44,600 | 1.5 30,200 | 19.0 11 | 14 | 37,630 | 25.0 11 
47,500 | 1.5 30,200 | 17.0 11 38,430 | 22.5 | 3 8 
| 3 8 
C-11 | 50 | 56,700 | 2.0 | 15.5 | 34,900 | 20.5 13 | 50,450 ll 
52,900 | 1.5 36,000 | 24.0 13 | 28 | 48,950 | 220 11 
| 58,400 | 2.0 7 6 51,740 | 22.0-|°3 8 
: | 7 Gr) Bu 50,880 | 22.0 | 3 8 
C-12 | 31 | 38,900 | 5.0 | 7.5 | 23,100 | 24.0 11 38,330 | 14.0 11 
| 38,600 | 5.0 23,000 | 24.0 11 | 19-23) 38,730 | 13.5 11 
11 35,910 | 12.5 | 3 8 
3 8 | 
be 


Te ? 
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Annealed, and Heat-treated Aluminum-copper-magnesium Alloys 


Scleroscope Hardness” - 


of Quenching in Water and Aging 


° 
pee meshes ae ee es Quenched from 525° C. 
25 Aging, a 5 Aging. ax —— 
5 a 2 2 > ‘Days’ 88 ] 
od = q 3a dq Ag ; a 
ao) Sd am | 23 | a | Span dt tor 
rE et ee | MS |g ga) Bey 
od a : . " eo a. A 
SBS | ae | Be a | £2 |e ee gs | £2 | sz 
$3 oe ~~ ° os ; 85 Fd s of he no 
pees | fe RE Pay Se ae PR 1a Pepe mpegs bee 
Cl » i a2 ) oy i 
eo} et | am |e (yea) 24 | ge ie ig | ge [ga 1 ge 
38,030 | 17.0 11 36,870 | 18.5 11 37,220 | 14.0 
37,220 | 16.5 11 | 18.5) 36,910} 19.0 11 16 | 38,130 | 17.0 
48,120 | 16.0 3 8 50,140 | 17.0 
Dee 7 OLOM1S 5 | 3 8 27 | 49,930 | 17.5 
16,670 | 34.0 | 11 13,970 | 37.0 11 16,350 
8 rece . : : 11 8 | 14,290 | 35.0 11 8 -| 16,870 | 35.0 
f : | 3 8 16,980 | 31.0 
8 16,510 | 33.0 | | 3 8 8 | 17,340 | 30.0 
26,350 | 19.0 | 11 | 24,700 | 18.5 11 28,550 | 23.0 
13 | 27,690 | 11.5 | 11 13 | 25,440 | 21.0 ~ td 13 | 28,640 
29,420 | 20.0 | ipa plies 26,800 | 17.5 
11 | 27,790 | 19.5 3 8 | 10.5 | 26,980 | 20.0 
30,060 | 23.0 | 11 | il, 27,540 | 22,0 il 29,600 | 20.5 
11 | 29,700) 16.5 |etiel 12 | 27,150 | 20.0 dil |) ee) eeian) || Bec 
31,590 | 19.0 | 3 8 34,850 | 17.0 
14 | 31,350 | 20.0 | | | 3 Sal 17) 85,850 5e1675 
31,960 15.5 He L t94 | 29,150] 13.0 | 11 | | 29,540 | 19.0 
14 | 30,500 | 14.0 11 14 | 29,580 | 16.0 | ee LOsb aun 32,490m elon 
| 30,910 19.0 3 | 8| 28,170 | 23.0 
14 | 33,970 | | | | | | 3 8 | 12 | 27,960 | 26.0 
Sis7Oeeiz.0" ¢ [11 | 36,140 | 21.5 | vine | 34,980 | 17.5 
15 | 33,950 | 23.5 | 11 | 17 | 33,990 | 19.5 ;11| 15 |. 35,470 | 18.0 
| 43,190 | 18.5 | | 8 47,580 | 20.5 
26 | 43,560) 18.0 | | 3 | 8 26 | 45,840 | 16.5 
| 45,650 | 18.5 11 | 42,530 | 22.5 jai | 46,850 | 20.5 
245 We 45.740 0 1926) = “1 1 25 | 42,1605) 22.5) | | 11 16 | 46,760 | 19.5 
53,970 | 20.0 | | GCS Bie: ey | 54,170 | 21.0 
35 52,250 | | | seu 3 35 56,110 | 19.0 
44,130 | 24.5 11 | 45,160 | 26.0 aGt | 46,520 | 23.0 
22 | 44,910:| 23.0 | 11 | 25.5 | 44,720 | 25.0 | 11 25 | 46,030 | 25.5 
| 49,680 | 19.5 ate) | 44,720 | 21.0 sei sal | 53,440 | 21.0 
SOP mois 5 3014 a 17.0 11) | 44,070 | 22.0 828 31 | 53,000 | 19.0 
29,120 |e 21-0) |)" P11} | 29,500 | 22.5 | | 11 | 33,790 | 21.0 
13 | 29,500] 22.0 |. | 11] 13] 30,070/ 19.5 | 41} 18 | 82,510 | 17.5 
30,270 | 23.0 | | p23 8 | 34,800 | 17.5 
. 14 30,270 22.0 | | 3 8 | 18 | 34,890 | 18.0 
37,430 | 24.5 eo a 37,430 °| 23 | 11 | | 35,160 | 22.5 
14 | 37,630 | 21.5 fie iAe oe eS, 200Ne 22mm Ti Lowe 8b ,4800n 2220 
47,690 | 21.5 | Bore Bl | 44,260 | 19.9 
26 | 47,690) 22.5 | 3 8] 26 | 46,450 | 20.0 
51,520 | 21.0 
29.5 | 50,870 | 24.0 | 
54,740 | 23.0 
34 | 55,590 | 20.0 
42.370 | 14.5 11 42,660 | 14.0 
25-28) 39,340} 16.5 11 22 | 36,500 | 19.9 
49,230 | 26.5 
26 | 49,830 | 25.5 3 8 26 | 50,890 | 23.0 


ee ee 
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The increase of hardness in those alloys containing copper but no mag- 
nesium is smaller than that in those containing both, but is quite definite. 
This is shown in Table 3. 


Taste 3.—Hffect of Addition of Copper and Magnesium 


Increase of Tensile Increase of Tensile 
Strength of Heat- Strength of Heat- 
Number of Alloy Gina. alex Number st Alloy Ceated Alloy 
Annealed Alloy, Annealed Alloy, 
Per Cent. Per Cent. 
Alloys containing no Alloys containing 
copper both copper and 
magnesium ; 
C-2 | +2 C-1 | 45 
C-4 + 3 C-11 56 
C-9 — 4 C-12 | 110 
Alloys containing 
copper but no 
magnesium | 
C-3 +30 
C-5 | +36 


35 


30 


25 


20 


Scleroscope Hardness - Magnifying Hammer 


A ® Held at 5€0 °O 30 mins and quenched in water at 20°0 
4 B-to a) oe SSOP Gen Gy " ” oy 
15 Cc } 2) os ABOM pie vel ase os ” ” 
DY == 99 895 a eee ” ” 
Ey 3s > To i800) ous 9). Fos wy ’ ” 
ry 99 295 os ” ” ” ” ” 
| | | | 
0 1 2 3 4 5 6 7---30 


Time of Aging in Days 


s 
Fra. 1.—ErrecT OF QUENCHING TEMPERATURE ON SCLEROSCOPE HARDNESS DURING 
AGING OF QUENCHED SPECIMENS oF C-11. 


The best mechanical properties are produced by quenching from the 
higher temperatures (500° to 525° C.). This is further shown in Table 
4, which gives further data on two alloys, C-8 and C-11, and will be 
shown more clearly below. Not only does the hardness increase after 
heat treatment, but so does the ductility, as evidenced by the elonga- 
tion in the tensile test. This is shown in Tables 2 and 4. 
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,( Effect of Quenching Temperature 


, In Fig. 1 are shown the scleroscope hardness values of C-11 quenched 

in water (20° C.) from different temperatures and aged at room tempera- 

ture for periods of time from a few hours to 30 days. The form of these 

aging curves is similar to that shown by Cohn; ie., the hardness in- 

creases after quenching, at first rapidly and then more slowly. It is 

further evident that the maximum hardness attained increases with the 
temperature up to approximately 520° C. 


Ke) 


| 
| 
| 
| 
| 
| 


*520, 
N-34 W v* (Sample badl 
Heated differentially, es blistered and 
. temperature varying : oxidized from 


| here to_end- 


—_ | 


vuiformly from 280°to 
| 650°C, and quenched 
in boiling water. , 

Aged 20 brs.at 110 C. 


N-34V 
Heated differentially, 
temperatcre varying 
uniformly from 210°to 
400°C. and quenched 
in boiling water. . 
Aged 20 brs.at 110 C. 


£cleroscope Hardness - Magnifying Hammer 


0 5 10 15 20 25 80 
Cms. from End of Sample 


Fic. 2.—EFFEecr oF QUENCHING TEMPERATURE ON SCLEROSCOPE HARDNESS. (ALLOY 


N-34.) 

The effect of quenching temperature is also shown very nicely in an 
experiment of which the results are shown in Fig. 2. Two strips of 0.087- 
in. (2.20 mm.) sheet of alloy N-34 were used. The strip was placed in 
the furnace for heating in such a manner that a nearly linear temperature 
gradient existed between the two ends, as shown by thermocouples 
placed along the strip. Upon attaining the desired range of tempera- 
tures the strip was quenched in boiling water and aged 20 hr. at 110° C. 
The scleroscope hardness was then determined along the axis of the 
strip and is shown in Fig. 2 as a function of the distance from one end 
of the sample. The distance may be regarded as a rough temperature 
scale; the outside temperature limits have been determined and marked 
on the curve. One strip was quenched when the two ends were at 520° 
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TABLE 4.—Efect of Quenching Temperature on Tensile Properties 


Alloy C-8 Alloy C-11 
Mechanical Properties Mechanical Properties 
Tem- Aging, Days Aging, Days ‘ae 
perature a a ea ee ic q 
of ne (| Bed ea etl ee | Sato eee 
“Beggeet eo) oe lees! |, | de] Get les 
Ag | At) BE | SBE | Big] at | At | 8a | aie | 85 
20 110° | “3m Ha mom | 20 | 110° gm | a 5 a & 
5 = | 5 4 | 
371 ies ee 27,260, VLG Of. tare! ee _ 35,900 19.0 
13 | 11 | 26,220 | 18.0) 13 | 18 | 36,550 | 17.0 
v1 6 | °.. + 20,180 ) 18957 G6 | 35,020 | 21.0 
Tier 12: | 29,130.71 2020) aay pets 17 | 35,020 | 21.0 
422 13 | .» | 89,540 | 12/0) 43 | 43,790 15.5 
| 18 | .. | 28 | 40,160 | 13.5] -13 25 43,360 | 18.5 
716 nr at 200LV ATO 7. 1.16 44,010 | 23.5 
THR26 meas | 41,200 | 22.0| 7 | 6 24 43,580 24.0 
| | 
| 
478 13 | | .. | 46,400 | 19.5) 13 .. | 50,450 | 
| A3°) | 261 47,0300 salah. 428 ete Oe ezoeD 
oem Gl Y~ } 48,900 “120.07 7 re | 51,740 | 22.0 
7 1 6" | 98,51947, 65022 ON) oy be ie at "50,880 © 22.0 
| | | 
| | | 5 | 
500 11. | | dn -h47,220 0) SS cane bo ina | 20.5 
a 27 | 47,860 | 20.5] 11 28 | 52,590 | 21.0 
S10u desliey .. | 44,180. | 24:51 411 .. | $1,520 (20-6 
) 11] .. | 22 | 44,910 | 23.0) 11 29.5| 50,870 24.0 
8 | 3 >> 4°49,680. 11975) +95) eon | 54,740 23.0 
| 8 | 3 32: | Bibs 110 ose 34 | 55,590 20.0 
1 | 
B20 7) i ked | .. | 45,160 | 26.0 
ae 25.5 44,720 | 25.0 
are 44,720 | 21.0 
11 44,070 | 22.0 
BOB a .. | 46,520 | 23.0 
11 | .. | 25 | 46,030 °| 25.5 
3 yes .. | 58,440 | 21.0 
Lge Bun sns 31 53,000 19.0 | | 
| | | | 
| | | | 
533. «| «13 | .. | 34,960 | B.olsd3 |. |. | asavo |e 
| 13 30-35 40,570 9.0 0.0 


13 aon ess _ 47,060 3 


SS a 


and 280° C., respectively; the other, when the ends were at 490° and 
210° C., respectively. Beginning at about 300° C., the effect of increased 
quenching temperature, other factors remaining alike, is to increase the 
hardness after aging until a temperature of about 520° is reached. 
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N-34: Quenched from 515° 
oH Aged at 25°C =o L Aged at 100°C 
ry 500%» x*Q »» 170°?) 
ee) 9'200992 7 TAR ys | yy) 140221 


if oa OF as 


Scleroscope Hardness ~ Magnifying Hammer 


Time of Aging in Days 


Fig. 3.—EFFECT OF AGING AT DIFFERENT TEMPERATURES ON SCLEROSCOPE HARDNESS 
OF SAMPLES QUENCHED FROM 515° C. AND 525° C. ‘(AtLoy N-34.) 
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Fia. 4.—EFFrecT OF TEMPERATURE OF AGING ON SCLEROSCOPE HARDNESS. (ALLOY 


N-34.) 
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Beyond that temperature, the hardness again decreases; the material 
becomes covered with a dark gray oxide coating and generally also with 
blisters, marking the temperature of eutectic melting. The effect of 
heating to temperatures around 300° C. is chiefly to anneal the specimen 
and to give lower values of the hardness (minimum on the curve) than 
is given by heating at lower temperatures. 


Effect of Aging Temperature 


In Table 5 are given results of tests showing the effect of temperature 
of quenching bath and of aging carried out in the bath. The samples 


N-34-S 
Heated to 515 C and 
quenched in boiling water 
Aged 20 hrs.,aging temp- 
erature varying uniformly 
from 140 "to 310° along 
length of sample 


Heated to 510 C and 
quenched in boiling water 
Aged 20 hrs,,aging temp- 
erature varying uniformly 
from 80° to 210° along 
length of sample 


Scleroscope Hardness - Magnifying Hammer 


0 5 10 15 20 25 30 
Cms.from End of Sample 


Fia. 5.—EFrrect OF TEMPERATURE OF N35 ON SCLEROSCOPE HARDNESS. (ALLOY 
used were strips of A-1-12 quenched from 520° C. The increase of 
strength with time of aging is evident. 

A more complete picture of the phenomenon of hardening by aging 
at different temperatures is obtained from Figs. 3, 4, and 5, based on data 
obtained on specimens of N-34. The scleroscope values of Fig. 3 were 
obtained upon samples quenched in boiling water from two temperatures, 
515° and 525° C., and aged at different temperatures. The same figures 
are replotted in Fig. 4 in different form. 

It is noted that the rate of hardening increases as the temperature 
of aging increases, that the maximum hardness is obtained by aging 
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at temperatures above 100° C., and that at aging temperatures above 
140 C. the hardness eventually drops after reaching its maximum. 
Fig. 5 shows the results of an experiment similar to that of Fig. 2. 


_ The strips were quenched from 515° C. in boiling water and aged for 20 


hr. thereafter in a furnace giving a temperature gradient from one end to 
the other of the sample. For a time of aging of 20 hr. the hardness first 
Increases with the temperature to a maximum at about 175° C. and then 
decreases. Above this temperature annealing sets in. 


Effect of Temperature of Quenching Bath 


Table 6 shows the effect of temperature of the quenching bath upon 
samples of A-1-12 quenched from 520° C. The tensile strength of the 


S & 


~ 
o 


M Heated to515 +10°C, held st that temparature 5 mins,.quenched in boiling water and aged at 170.0% 
a RT » aT) ” 60 (Cy, ” ” aa AR 93) 37) 99, 22 


180 1» 
21 brs, 


sane 


Scleroscope Hardness-Muagnifying 
Hammer 


Time of Aging in Days 


Fic. 6.—EFFECT ON SCLEROSCOPE HARDNESS OF HOLDING SPECIMENS FOR SOME TIME 
AT QUENCHING TEMPERATURE BEFORE QUENCHING. 


alloys, as well as the elongation, increases with the time of aging. There 
is no marked effect of the temperature of the quenching bath indicated 
in these results; those samples quenched to 150° C. gave practically the 
same results as those quenched to 230° C., although there is a slight im- 
provement in the tensile properties of those quenched to 150° C. over 
those quenched to 100° C. 

In Table 7 are shown results of tests to determine the effect of aging 
at room temperature after aging at the temperature of the quenching 
bath. It will be noted that there is only a slight increase in the strength 
of the alloy produced by aging at 20° after aging at the temperature of 


the quenching bath. 
Effect of Prior Heating at Quenching Temperature 


Fig. 6 shows the results of hardness measurements on samples held 
at the quenching temperature for varying periods of time, quenched and 
aged at 170° C. The samples held from 5 to 180 min. at the quenching 
temperature give values of the hardness differing by less than the prob- 
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able error of measurement. The low values found on the sample held 21 
hr. are due probably to the blistering which was noticed in the sample. 


_~Effect of Preheating to 515° C. before Quenching from Lower 
Temperatures 


In Figs. 7 and 8 are shown the results of experiments to determine 
whether preheating to a temperature higher than the quenching one 
before quenching gave a hardness different from that obtained by heating 
merely to the quenching temperature. 
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Fic. 7.—EFFECT ON SCLEROSCOPE HARDNESS OF PREHEATING SPECIMENS HIGHER THAN 
QUENCHING TEMPERATURE, COOLING TO LATTER, THEN QUENCHING AND AGING. 


Although owing to a slight difference in the aging conditions, the com- 
parison is not quite definite, it is obvious (1) that the hardness obtained 
by heating to 515° C., cooling to a temperature ¢ (when t<515° C.), and 
quenching, is always greater than that obtained by quenching from ?°; 
and (2) that whether the specimen is preheated or not to a higher tem- 
perature before quenching from some lower temperature, the hardness 
obtained increases with higher quenching temperatures. 


MISCELLANEOUS TESTS 


In Table 8 are shown the results of a number of tests of alloy N-34, 
including determinations of the proportional limit of several heat-treated 
samples. Inasmuch as so many of the tests made during this investiga- 
tion were measurements of scleroscope hardness, a comparison was made 
between the hardness and the tensile proportional limit of some specimens 


—— 
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of N-34 during aging at two temperatures. The results are shown in 
Fig. 9, the curves in each show quite close parallelism. 

Experiments were conducted on specimens of A-1-12 to ascertain 
whether the hardening during aging could be hastened by vibration. 
The results of several such tests in which the vibration was produced by 


] 
4 


Scleroscope Hardness - Magnifying Hammer 


A 


oO Heated to temperature tndicated, quenched 
in boiling water, aged 7 days at 130°C. 


° 
© Heated to 515 0, cooled to temperature 


indicated, quenched in boiling water, 
aged 21 days at 125 0. 


550 500 450 400 350° 300 250 
Quenching Temperature nce 


Fig. 8.—CoMPaARISON OF SCLEROSCOPE HARDNESS OF SPECIMENS OF. ALLOY N-34, 
(1) HEATED TO QUENCHING TEMPERATURE, QUENCHED, AND AGED 7 pays AT 130° C., 
AND (2) HEATED TO 515° C., COOLED TO QUENCHING TEMPERATURE, QUENCHED, AND 


AGED 21 pays aT 125° C. 


a bell clapper indicated that there was no difference in the rate of hard- 
ening between vibrated and quiet specimens. 


Density and- Dilation 


The density was determined of samples of N-34 in different condi- 
tions; Table 9 gives the results of these tests. In some cases one dimen- 
sion of the specimen was determined also, and its changes recorded in the 
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Tasie 9.—Density and Dilatation of Duralumin 


MN ae ee 
Sample Treatment Density qength, 
Nai D-17)) | Quenched; not -aged:+ »- 1... ae Mae --- - - | 2.762 

N34 D-1 Same as above, after aging at 150° C........... 2.762 

N34 D-2 Annealed, after rolling, at 515° C.............. | 2.759 | 

N34 D3 (As rolled;/Q)033 dita ctbiC Keer. ere 2.754 | 12.014 
ING4)D3:a" (| Same. atter annealing at.o00 7 re. ieee: 2.742 | 12.024 
Nea DSzase | Annealediat e530 2. Cis tray cere: erent ees oe cee erated sa 12.0477 
N34 D4 ‘As rolled, .0;088 at. thick: f-6 sete settee te ental DDO) | 112982 
N34 D4-a | Same after annealing at 500°.......:.......... 2.747 | 11.982 
INS4SL)4ea ee Annealed at 130.4 G.o gee ae eee = een eee 11.9973 
N34 D5 As rolled, 0.25 in. thick...... AM Gace Oe eee 2.764 | 11.9954 
N34 D5-a | Same after annealing at 500°................-. 2.762 | 11.9963 
ING4 HD 5-amenpAnnealed grb 650s Oy tivcus tar foot aie eae es satan | eee 12.0019 
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fourth column of the table. The changes in density are quite small as 
the material undergoes heat treatment or annealing, except when the 
temperature exceeds from 520 to 530° C., the temperature of eutectic 
melting, when a marked increase in length is noted. 

The linear expansion, up to 520° C., was determined on two bars of 
N-34, one as rolled, the other after heat treatment consisting of quenching 
from 520° C. and aging two days at 120° C. The expansion curves are 
given in Fig. 10, and show irregularities ita the neighborhood of 300°. 
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Fic. 10.—LInEAR EXPANSION OF N-34, 0 To 500° C. 


Electrical Resistivity 


Electrical resistivity measurements were made in vacuo by the method 
described by Burgess and Kellberg® on 0.25-mm. wire drawn from a 
cylinder cut out from }4-in. (6.35-mm.) sheet of C-11 over the temperature 
range 0 to 530° C. It was necessary, however, to bring both of the 
aluminum-alloy leads out of the thermometer as it was impossible to 
weld them to platinum. The data obtained from the first run is plotted 
as resistance of aluminum alloy against temperature in Fig. 11. 


8 Sci. Paper No. 236, U.S. Bureau of Standards (1914). 
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The change in direction of the resistivity curve at about 300° is 
quite evident and indicates a change in the constitution of the alloy. 
It is evident both on heating and cooling, although a change in resistivity 
at room temperature has taken place resulting from the annealing pro- 


duced during the series of measurements. 


Resistance in Ohms of Duralumin Wire 
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Fig. 11.—ELecrricab RESISTIVITY OF C-11, 0 To 530° C. 


500°C 


Following this run the material was heated to 440° C. in its tube and 
cooled in air. The cooling was fairly rapid as the outside diameter of 
the quartz tube was only 8mm. The tube was then put in a steam bath 
and resistance measurements taken as follows: 


Time in Time in | 
ote pens yates Poereore pepsnn es: | eee eee alr ca 
0 1.7302 0.9035 44 1.7300 0.9063 
16 1.7302 0.9047, 6 1.7301 0.9069 
il 1.7302 0.9051 if 1.7301 0.9068 
2 1.7297 0.9054 1 1.7298 | 0.9069 
3 1.7301 0.9060 
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The specific resistance of this alloy was determined on a wire drawn 
to 0.254 mm. diameter and annealed at 400° C. It was found to be 3.35 
microhm-cm. 


MECHANISM OF HARDENING Durina AGING AFTER RaApiIp COooLING 


Apparently no attempt has been made to develop an explanation for 
the changes in the physical, particularly mechanical, properties of this 
alloy during aging after rapid cooling. The changes that take place 
are quite marked and definite and must correspond to some quite as 
definite changes in the structure and constitution of the alloy, or at least 
to profound molecular changes. If we are not able to show that actual 
phase changes take place during aging, we must ascribe these changes 
in physical properties to alterations in the atomic or molecular structure. 
All evidence the authors have been able to find or to accumulate seems to 
indicate that the hardening during aging is actually accompanied by a 
phase change within the alloy. In so far as it can be said then that this 
phase change causes the hardening, for the reason that it accompanies 
it, this phase change may be regarded as its active cause. 

Elsewhere,’ the authors have determined the solubility at different 
temperatures in aluminum of CuAl, and of Mg,Al;, the aluminum-rich 
compounds of the copper-aluminum and magnesium-aluminum binary 
alloy series respectively. The solubility-temperature curves of these 
compounds are reproduced in Figs. 12 and 13; the solubility of both 
compounds diminishes rapidly with lowered temperature. 

Upon slowly cooling an alloy containing 3 per cent. of copper from 
500° C., the CuAl, precipitates from solid solution to maintain equilibrium 
along the line be. The alloy so obtained is soft and does not harden upon 
aging. Rapid cooling of the same alloy from 500° C. by quenching, 
partly or wholly suppresses this precipitation of CuAl. If the alloy is 
held at a low temperature, such as at that of liquid air (—180° C.), no fur- 
ther hardening takes place upon aging. The alloy is not in equilibrium 
but the rate of nuclear formation of CuAl: is so small that no CuAle pre- 
cipitates to bring about equilibrium. If, however, the temperature of the 
alloy is raised to 100° C. or even to ordinary room temperature, according 
to the theory which the authors propose, the mobility of the molecules 
becomes sufficiently great that precipitation of the CuAl, takes place 
in the form of very fine particles of colloidal dispersion. To this precipi- 
tation is due the hardening during aging of duralumin. The evidence 


9P. D. Merica, R. G. Waltenberg, and J. R. Freeman, Jr.: Constitution and 
Metallography of Aluminum and its Light Alloys with Copper and with Magnesium, 
Sci. Paper No. 337, U. S. Bureau of Standards (1919). Also this volume, p. 3. 
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in favor of this theory is largely of an indirect nature ; the only direct 
confirmation of its truth is furnished by the results of thermal analysis. 

Upon heating a specimen of duralumin that has been quenched from 
500 C., but not aged, an evolution of heat occurs at from 250 to 275° C. 
This is shown in inverse-rate heating curves of three compositions, 


:- 
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Temperature Centigrade 


1st Up 1st Down 2nd Up 1st Up 


Time in Seconds 
10 15 10 15 20 10 


| eared 
Inverve Rate Curves 

Fic. 14.—HEaTING AND COOLING CURVES OF C-8. FIRST RUN UP SHOWING 

ARREST AT 300° GC. WAS TAKEN 3 HR. AFTER QUENCHING. ° C-8-D IS A CURVE OBTAINED 
ON A QUENCHED SAMPLE AFTER AGING 18 MO. AT 202; 


15 20 15 20 


C-8, C-11, and N-34 in Figs. 14, 15, and 16. No thermal change takes 
place upon cooling the same specimen, provided it has not been heated 
beyond 520° C. Upon reheating the same slowly cooled specimen, no 
evolution of heat is found corresponding to that upon the first heating. 
Without doubt, therefore, a chemical reaction takes place at 250 to 275°C. 
upon heating the quenched sample with evolution of heat; 7.e., indicating 
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the formation of stable from unstable phases, not a transformation of 
stable to other stable phases, the two systems being in equilibrium during 
the transformation. Such a transformation must take place with heat 
absorption upon raising the temperature. 
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Fig. 15.—H®atiInG AND COOLING CURVES OF C-11. First RUN UP ON C-11-A 
SHOWS AN ARREST AT 265° C. IN A SAMPLE THAT HAD BEEN QUENCHED AND THEN AGED 
{2 pays av 20°C. SECOND RUN UP, MARKED C-11-A, SHOWS PRACTICALLY NO ARREST 
IN A SAMPLE THAT HAD BEEN QUENCHED IN BOILING WATER AND AGED 10 Days AT 120°C 


A specimen that has been quenched and aged at from 100° to 150° C. 
to secure maximum hardness shows little or no evolution of heat upon 
heating, see curves in Figs. 14,15,and16. Whatever may be the chemical 
reaction that is indicated on the first heating curve of a quenched speci- 
men, it has taken place during the aging of the specimen, during which 
the hardening also occurs; stable phases have formed and the subsequent 
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heating curve shows no arrest corresponding to that of the quenched 
‘specimen. 

This chemical reaction can hardly be other than the precipitation of 
CuAl; from its super-saturated solution in aluminum, although direct 
visual evidence bearing on this question is also lacking. In describing 
the attempt made to recognize microscopically the phase change during 
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Fic. 16.—HEATING AND COOLING CURVES OF N-34 SHOWING INVERSE ARREST IN 
QUENCHED SAMPLES THAT HAD NOT BEEN AGED BUT NO ARREST IN SAMPLES THAT HAD 
BEEN AGED AFTER QUENCHING. 


aging just predicated, a digression must be made in order to discuss the 
general features of the microstructure of duralumin, which has apparently 
never been done before. 


Structure of Duralumin 


The microstructure of duralumin may be developed either by etching 
in a relatively concentrated solution of sodium hydroxide, NaOH, a 
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dilute solution of hydrofluoric acid, HF, or in a dilute solution of NaOH. 
‘The grain structure of the alloy is best developed by the two former 
solutions; 10 per cent. NaOH and 5 per cent. HF are generally used for 
this purpose. For the identification and study of the different micro- 


scopic constituents of the alloy, a 0.1 per cent. solution of N aOH has, 
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Fig. 17.—Hpating anp COOLING CURVE or N-28. (Cu 4.98 per CENT., Ma 2.41 
PER CENT.) 


however, shown itself much superior to the former ones, and this solution 
has been used in most of the authors’ investigations. 

Duralumin after rolling shows a structure similar to that in Fig. 18, 
which is quite typical. Fig. 19 shows the same alloy at a higher magnifi- 
cation. Grains of aluminum (in which are dissolved Si, CuAl,, and 
Mg,Al;) are surrounded by strings of islands of eutectic (CuAl.-aluminum, 
FeAls-aluminum and possibly others), which are white in Fig. 18. 
Upon examination under a higher power, the eutectic is seen to consist of 


‘te 


my 
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two constituents; one a brownish color, the other white. These two con- 
stituents are evident in Fig. 19. In another article by the authors,” these 
two constituents have been identified as FeAl; (brown) and CuAle 


(white), respectively. Quite often, but not always, the FeAl; surrounds 
the CuAls, as is shown in the figure. 


Fie. 18. Fig. 19. 
Fig. 18.—ROLLED DURALUMIN N-34. ErcHep with 0.1 per cent. NaOH. X 65. 
Fre. 19.—RoLiLepD DuRALUMIN, N-34(E4). Ercuep wits 0.1 per cent. NAOH. 
xX 650. 


Fire. 20: Fie. 21. 
Fig. 20.—Specimen or N-28 conTaInING Cu AND MG; SHOWING ISLAND OF 


Ma.Sr (DARK) WITHIN ONE OF CUAL: (WHITE). X 650. ; 
Fig. 21.—SAMPLE OF DURALUMIN, E3; sHow1nG FrAt; AnD CuAL2 EUTECTIC, 


AND FINE PARTICLES THROUGHOUT GROUNDMASS. % 650. 


Besides these two constituents, a third, of pronounced bluish color, 
is visible. This is readily distinguished under the microscope, not always 
so readily in a photograph; it is seen within an island of CuAl, in Fig- 


10 Reference 9. 
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20. In the same article, the authors have expressed the opinion that 
this is Mg.Si; it occurs only in alloys containing magnesium. 

Upon still closer observation, the grains of aluminum solid solution 
are seen to contain minute particles of a constituent, shown in Figs. 21 


Be os 
INC, Ps RiGee. 


Fig. 22.—SamMpue or H8, SAME AS Fig. 21. X 1285. 
Fig. 23.—SaMPLE OF DURALUMIN H3-F, AFTER ANNEALING 20 up. AT 500° C., 
QUENCHING AND AGING AT ROOM TEMPERATURE. XX 650. 


Mantes 725. Nigel, Diy. 
Fig. 24.—SAME MATERIAL AS IN Fig. 23. > 650. 


Fig. 25.—SAMPLE OF DURALUMIN, E4-F, AFTER ANNEALING 20 ur. aT 500°C., 
QUENCHING AND AGING AT ROOM TEMPERATURE. X 650. 


to 25, which are so small that it is impossible to identify them with cer- 
tainty. Inasmuch as they occur also in aluminum itself, they must con- 
sist, in part at least, of the compound X (of iron, silicon, and probably 
also, aluminum,'') and possibly FeAl;; probably CuAl, is also present 


11 Reference 9. 
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in this form. All of this generation of particles have undoubtedly sepa- 
rated during cooling from a solid solution in aluminum at higher 
temperatures. 

The visible structure of duralumin changes but slightly on heat treat- 
ment. Rolled duralumin consists of elongated grains. Upon heating 
such material to 500° C., recrystallization of the aluminum (solid solution) 
grains first occurs, and the fine grains so formed increase in size. This 
growth is naturally interrupted by quenching. Immediately after 
quenching, therefore, the grains may be either larger or smaller than the 
original ones, depending on the period of heating at 500° C. and the rate 
of heating to that temperature. During subsequent aging, the grains 
do not change in size. Heating to 500° C. also results in the solution of 
some or all of the CuAl, eutectic grains seen in the rolled material, to 
correspond to equilibrium. The FeAl; does not dissolve. 

If there occurs during the aging of duralumin after quenching a gradual 
precipitation of CuAl, particles to correspond to its diminished solubility 
at the lower temperatures, one would expect to be able to observe some 
difference between the microstructure of the quenched unaged specimen 
and that of the quenched one after thorough aging. The particles of 
CuAl, may quite well be too small to be resolvable microscopically, 
but the presence of a large number of such colloidal particles might be 
expected to accelerate the etching of the specimen; at least troostite 
etches much more readily than martensite or sorbite, and it is considered 
quite generally to consist of a colloidal solution of Fe3C in alpha iron. 
Samples of N-34, some of which had been heated at 500° C. quenched in 
water and immediately etched, and some of which had been subsequently 
aged at 130° C. after identical treatment to develop maximum hardness, 
were carefully compared in their appearance after etching in the same 
solution (0.1 per cent. NaOH) and for the same periods of time. No 
difference was observed in the structure nor in the general shades of the 
etched surfaces of these two groups of specimens. The authors have 
to date, therefore, no direct structural evidence of the precipitation of 
CuAl, during aging of duralumin. 

A difference in the rate of etching of quenched unaged, and of 
quenched and aged may quite possibly be obscured by the presence of 
other constituents in fine dispersion, present in both cases. It was noted 
above that there are always present a number of fine particles of the 
X constituents. A structural study of duralumin made with pure 
aluminum, free from iron and silicon, might yield more positive 
results. : 

It is interesting to note that although the velocity of nuclear formation 
of CuAl, at temperatures from 20° to AN0° C. seems to be quite normal, 
judging by thermal analysis, the velocity of crystallization or of coales- 
cence of the nuclei is evidently quite remarkably small. Thus it was 


70 HEAT TREATMENT AND CONSTITUTION OF DURALUMIN 


found! that there was no visible precipitation of CuAl, in an alloy con- 
taining 3 per cent. of copper upon annealing at 300° C. for 20 hr., after 
obtaining all of the CuAl, in solution by annealing at 500° C. Only by 
very slow cooling from 500° to 20° C. could a visible precipitate of CuAl, 
be produced. Slow velocities of crystallization seem to be characteristic 
both of CuAl, and of aluminum. 

Although it cannot be directly proved that the thermal arrest at 
about 250° C. noticed upon heating a quenched unaged specimen of dur- 
alumin is due to the precipitation of CuAls, no evidence directly contradicts 
this assumption, which is in entire accord with our knowledge of the equi- 
librium within the alloy, and this arrest cannot be assigned to any other 
phase change. 

It has been shown by many previous investigations, and confirmed 
by the authors, that aluminum undergoes no transformation in the solid 
state between ordinary temperatures and its melting point. No other 
phase changes could occur in the main mass of duralumin, the grains of 
solid solution, therefore, except those of solution or precipitation of FeAl,, 
of the X compound, of CuAls, of Mg,Al;, or of Mg.Si within the grains. 
Aluminum, which contains the same amounts of FeAl; and of the X¥ 
compound as does duralumin, is not altered by heat treatment as is 
duralumin, nor does it show a reverse heat effect upon heating as does 
the latter. This heat effect must, therefore, be due to the precipita- 
tion of CuAl,, Mg,Al;, or Mg.Si. But the alloys containing only mag- 
nesium, in amounts up to 3 per cent., also do not harden upon aging. 
There remains only the precipitation of CuAls with which to explain this 
heat effect. 

The theory outlined above of the mechanism of the hardening of 
duralumin during aging most readily explains the interesting fact dis- 
covered by Mr. Blough, and confirmed by the authors, that the amount 
of hardening during aging increases as the temperature of quenching 
increases. At higher quenching temperatures, more and more CuAl, is 
dissolved in solid solution. After quenching the CuAls is in excess of its 
solubility; the higher the quenching temperature the greater is the eXCess, 
and this is precipitated during aging. The hardening is in proportion 
to the amount of the highly dispersed CuAl, formed. 

If this theory is accepted for the moment, it is interesting to consider 
the effect of degree of dispersion upon hardness in the ease of a solid 
solution, in this case of CuAl, in aluminum. Duralumin immediately 
after quenching is generally softer than it is in the annealed condition, 
Thus alloy C-11, in the form of sheet, gave the following values of hardness: 


ANNEALED QUENCHED, QUENCHED 


aT 300° BUT NOT AND AGED 
AGED 8 Days 
Scleroscope hardness, magnifying hammer..... iN7/ 16 35 


12 Reference 9. 
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This is probably due to the fact that a specimen, as ordinarily cooled 
after annealing, still contains some dissolved CuAl, in excess of its solu- 
bility; the material hardens slightly during cooling. Specimens cooled 
extremely slowly give a scleroscope hardness of from 7 to 10, much 
lower than that of the quenched, unaged ones. 

Upon aging a quenched specimen at 200° C., for example, the hardness 
first increases to a maximum and afterward decreases. During that 
aging there has been first a formation of firfe nuclei of CuAl, followed by 
coalescence of these particles into ones of larger size. There is, therefore, 
a certain average size of particle of CuAls, for which the hardness of the 
material is a maximum; atomic dispersion of the solute, CuAls, is not 
the dispersion that produces the maximum hardness, but some intermedi- 
ate one between it and that at which the particles become visible by 
ordinary means. : 

It is interesting to observe that the properties of other light alloys 
of aluminum are influenced by heat treatment and aging. Thus Rosen- 
hain and Archbutt'* have found that the tensile strength of sand-cast 
aluminum-zine alloys increases upon aging. In another article'* by two 
of the authors, it has been shown that whereas alloys of aluminum- 
magnesium, aluminum-manganese, aluminum-manganese-magnesium, _ 
and aluminum-nickel do not harden upon quenching and aging; those 
of aluminum-magnesium-nickel do. The solubility of zinc in aluminum 
decreases from 40 per cent. at the eutectic temperature to about 25 per 
cent. at 256° C. and is probably much less at stilllowertemperatures. As 
in the case of the copper-aluminum alloys, decreasing solubility at lower 
temperatures of the constituent, CuAle or zinc, is accompanied by the 
possibility of hardening by quenching and aging. 

Inasmuch as the aluminum-nickel-magnesium alloys also harden 
by aging, we may expect an appreciable solubility of NiAl; in solid alum- 
inum at higher temperatures. The solubility of MnAI,; is undoubtedly 


quite low. 
Analogy Between Hardening of Duralumin and That of Steel 


The hardening of duralumin upon the basis of this hypothesis presents 
an interesting analogy with that of steel. The hardening of steel is due 
to the partial or entire suppression of the eutectoid transformation ; 
most recent thought regards it as due more directly to the suppression 
of the cementite precipitation (as pearlite), the transformation of y and a 
iron having taken place at least in part. The partial suppression there- 


13 Report to the Alloys Research Committee, Proc. Inst. Mech. Eng, (1912) 319. 
14 P. D. Merica, A. G. Waltenberg and A. N. Finn: Op. cit. 
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fore of the precipitation of a compound from a solid solution is common 
both to rapidly cooled steel and to duralumin. 

A sample of steel that has been hardened but not tempered shows an 
evolution of heat upon heating!® through its tempering range exactly 
as does duralumin. This is due to the precipitation of Fe;C in finely 
divided form in the case of steel exactly as it seems to be due to that of 
CuAl, in duralumin. 

During the tempering or aging of steel at from 100° to 300° C., the 
hardness usually decreases immediately; 7.e., the maximum hardness 
of steel is obtained by quenching alone whereas that of duralumin is 
produced by tempering after aging. In the case of some high-carbon 
steels (from 0.9 to 1.7 per cent. C), however, the hardness increases during 
tempering after quenching exactly as in the case of duralumin.'!® The 
maximum hardness in hardened steel increases with the carbon content, 
as it does in duralumin with the copper content. It has been found 
that tool steel containing tungsten undergoes an increase of hardness 
during tempering at from 400° to 650° C. after quenching from 1350° C.17 


Eutectic Structure and Influence of Magnesium 


There is one fact that is not readily explained by the authors’ hypothe- 
sis. Although alloys containing only magnesium and no copper do not 
harden and alloys containing only copper with no magnesium do harden, 
those containing both copper and magnesium undergo a much greater 
hardening than do those with copper alone. Magnesium, therefore, 
exerts no effect by itself in this direction and is not essential to the 
hardening power, but it materially increases the effect of the copper. 
The hypothesis developed above does not indicate any reason for this 
effect. 

The authors are of the opinion that the influence of the magnesium 
is of a secondary nature. Thus, it seems probable that some magnesium 
unites with the silicon present to form Mg,Si, the blue constituent always 
found in alloys containing magnesium. The removal of the silicon in 
this manner may be the direct cause of the resultant increase of hardening 
effect. This would agree with the observed fact that with the usual 
silicon content, 0.5 per cent. magnesium is enough fully to develop the 
partly latent hardening power of the copper-aluminum alloys; the 
addition of more magnesium produces a somewhat harder alloy in all 


16 H. Scott: Effect of Rate of Temperature Change on Transformations in Alloy 
Steel, Sci. Paper No. 335, U. S. Bureau of Standards (1919); also Trans. (1920) 
62, 699. 

‘6K. Maurer: Harten und Anlassen von Eisen und Stahl, Metallurgie (1909) 
6, 33. 

7 Edwards and Kikkawa: Jnl. Iron and Steel Inst. (1915) 92, 6. 
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conditions but does not materially increase the hardening effect. This 
is shown by the following comparison: 


TENSILE TENSILE INCREASE IN 
STRENGTH STRENGTH TENSILE 
ALLOY Copper MaGnesium ANNEALED, HARDENED, STRENGTH UPON 
PounpDs PER PouNDS PER HARDENING, 
. In. Sa. In. Purr Crent 
C-11 2.6 1.3 35,000 ~  §6,000 60 
C-12 3.2 0.5 23,000 « 49,000 110 


Consideration of the test results of Table 2 shows that magnesium 
hardens the aluminum matrix considerably even in the annealed con- 
- dition. It is probable that the alteration of this matrix affects markedly 
the dispersion of the precipitation of CuAl, during aging and, conse- 
quently, the mechanical properties obtained. 2 

There is another feature of the structure of duralumin that is of 
great importance and in which may be found some part of the explanation 
for the effect of magnesium. This is the manner in which the FeAl, 
and the CuAl: eutectics crystallize. There are several possible binary 
eutectics in duralumin, namely the following: 


Evurectic TEMPERATURE, 


Evrectic DEGREES CENTIGRADE 
KeAls—alumintune solid:solutions-ceeesan. n.. os tac coe: 640-650 
Si (eryst) + aluminum solid solution...................... 570-580 
X compound + aluminum solid solution................... 610 
CwAl;’-- alumimum:solid solution... 2.2.22. -: 2.05000. 0e5 520-540 
INig GAL: Wao ae SR OR PIKE, adie ec Tee Mal ahd MAE 450 
Mg:Si Ra See kbs theta vid Cie tide eg a obey fits, alain, - aybyws ous Ge tebtier a Sahel el 440 


The amounts, by volume, of the eutectics with FeAl; and with CuAl, 
in ordinary duralumin are fairly large and about equal, that with Mg.S) 
somewhat less, that with XY and with Mg,Al;, usually, almost nil. The 
approximate temperatures of eutectic solidification are given above; they 
represent in all cases the temperatures observed in the presence of both 
the FeAl; and the X eutectic. The presence of CuAl, or Mg.Si lowers 
the eutectic temperatures of the other binary eutectics. Thus in the 
presence of Mg,Si, the eutectic temperature of CuAl:-aluminum is reduced 
from 540 to 520-530° C., and this is always obtained as a thermal arrest 
in heating or cooling duralumin. othe 

The order of solidification of these binary eutectics in aluminum-rich 
alloys is a matter of the greatest importance. Fig. 26 shows the probable 
form of the equilibrium at the aluminum end of the ternary system, ae 
Cu-Fe. An alloy containing about 0.5 per cent. Fe and 3 per cent. Cu 
(g in the figure) would follow the line gf-fe upon solidification. A solid 
solution of aluminum with CuAl, (FeAl; is almost insoluble in aluminum) 
first crystallizes and the composition of the liquid changes along the curve 
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gf with lowering of temperature. At f, and along fc, the binary eutectic 
FeAl;-aluminum solid solution crystallizes. -The liquid remaining at f 
is contained in the interstices between the solid grains of aluminum 
solid solution, and the FeAl; crystallizes upon these grains at the 
boundary between solid and liquid. At c, the binary eutectic CuAl;- 
aluminum solid solution also crystallizes with the remainder of the first 
eutectic. The resultant structure is shown in Figs. 19, 20, 21, 22, 23, and 
24. The FeAl; often entirely surrounds and isolates the CuAl, crystals. 


Aluminum 


Fic. 26.—SUGGESTED FORM OF LIQUIDUS SURFACES OF TERNARY SYSTEM ALUMINUM- 
IRON-COPPER NEAR ALUMINUM END. 


When a specimen having such a structure is heated to 500° for quench- 
ing, much of the CuAl, may be separated from the aluminum by this 
layer of insoluble FeAl; and is effectually prevented from dissolving. 
Thus H3-F, containing only 1.56 per cent. Cu, heated 20 hr. at 500° C. 
and quenched still contains free CuAl:, although its solubility at that 
temperature was about 3 per cent. Its structure is shown in Fig. 23. 
The undissolved CuAl, (light) is surrounded by FeAl; (dark). (The 
other light islands are Mg.Si, which are distinguishable under the micro- 
scope as of bluish color, but photograph light). This enclosure of the 
compound of one binary eutectic by that of another seems to be charac- 
teristic of light aluminum alloys. 

Fig. 20. shows an island of CuAl, enclosing one of Mg,Si. Such a 
structure explains probably the confusing heating and cooling thermal 
curves often obtained with copper-aluminum-magnesium alloys. In 
Fig. 16 were shown several normal heating and cooling curves for N-34 
containing both copper and magnesium. The inverse heat effect in the 
quenched alloy at about 360° C. and the eutectic arrest at 510° C: 
are both visible. In Fig. 17 are shown the heating and cooling curve 
of N-28 containing: Cu, 4.98 per cent.; Mg, 2.41 per cent. On the up 
curve, the usual 520° C. arrest is noticed; on cooling, however, instead 
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of one, three arrests are noticed: at 502° C., at 478°C.,andat456°C. This 
cycle will repeat itself indefinitely, not only in this alloy but in others 
containing copper and magnesium, particularly when of rather high 
copper and magnesium content. 

The structure of Fig. 20 was obtained in N-28 after the thermal analy- 
sis was completed and is characteristic ; practically all of the Mg.Si is 
surrounded completely by CuAl. Upon cooling, CuAl, separates at 
the first arrest (500° C.) ; at the second and third, Mg:;Si, and possibly some 
traces of Mg,Al;. These crystallize inside of the CuAl; the aluminum 
particles of the respective eutectics coalesce with the aluminum grains. 
Upon reheating this alloy, the surface of contact between Mg.Si and 
aluminum is so slight that the melting of the eutectic, which should nor- 
mally occur at the two lower cooling arrests, proceeds too slowly to give 
an arrest; and not until the protecting sheath of CuAl, melts as eutectic 
at the higher (520° C.) arrest does the Mg.Si melt also. Those thermal 
arrests obtained around 500° C. are related to the formation of the various 
eutectics and do not have anything to do with the hardening of 
duralumin. 


CoNCLUSIONS RELATIVE TO MANUFACTURE AND Hat TREATMENT 
oF DURALUMIN 


It has been shown that when duralumin is rapidly cooled by quenching 
from temperatures between 250° and 520° C., and aged thereupon at tem- 
peratures from 0° to 200° C., the hardness and, at least at lower aging 
temperatures, the ductility increase. The actual values of hardness 
and ductility thus obtained depend on the quenching temperatures; 
they increase with that temperature up to about 520° C., corresponding 
to the increase of CuAl, in solid solution. At this temperature, any 
free CuAl, melts as a eutectic and the material is spoiled; this eutectic 
temperature, therefore, marks the upper limit of the useful quenching 
temperature range. 

In order to develop the best mechanical properties by heat treatment, 
a quenching temperature should be used as near this as is possible without 
running risk of burning the metal by the melting of this eutectic. In 
practice, it should be possible to quench from temperatures between 
510° and 515° C. The period of time at which sheet material should 
profitably be held at the quenching temperature lies between 10 and 20 
min. Heavier sections, such as bars, might require more time at this 
temperature as the structure of such sections would be coarser and would 
require somewhat more time for the complete solution of the CuAls. 

Quenching. is best and most conveniently carried out in boiling 
water. The mechanical properties are better after quenching in hot 
than after quenching in cold water, and there is less danger of cracking 


due to cooling stresses. 
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The best temperature for subsequent aging depends on the mechanical 
properties that are desired. For most purposes it will be found best to 
age at 100°C. for about 5 to 6 days. The greater portion of the hardening 
effect. takes place within this period. Such a treatment develops both 
high strength and high ductility. If a material having a higher propor- — 
tional limit but lower ductility is desired, the material may be aged at 
higher temperatures up to 150° C. for from 2 to 4 days. 

The authors’ experience has not led them to recommend a different 
composition for duralumin than that in current use: Cu, 3 to 4.5 per 
cent.; Mg, 0.4 to 1.0 per cent.; Mn, 0 to 0.7 per cent.; 99-per-cent. Al, 
remainder. 

It is believed that it would be of advantage to preheat the ingots 
for hot rolling to a somewhat higher temperature than is sometimes used. 
It would be desirable to preheat to 500° C. or as near to that temperature 
as the temperature uniformity of the furnace permitted; the free CuAl, 
would have better opportunity of going into solution at this temperature 
than at lower ones. Rolling, however, cannot be done at this tempera- 
ture due to the eutectic melting of the Mg.Si at 450° C. and consequent 
hot-shortness of the material. It might, therefore, be advisable to pre- 
heat to 500° C. but to roll at about 450°. 


SUMMARY AND CONCLUSIONS 


The heat treatment of alloys of the type of duralumin was inves- 
tigated and the effect upon the mechanical properties observed of 
variations in the heat-treating conditions, such as quenching tempera- 
ture, temperature of quenching bath and of aging or tempering, and 
time of aging. Conclusions are drawn relative to the best conditions 
for commercial heat-treating practice for this alloy. The temperature 
of quenching should not be above that of the CuAl,—aluminum eutectic, 
which is usually about 520° C., but should be as near to this as possible 
without danger of eutectic melting. The pieces should be held at this 
temperature from 10 to 20 min. and quenched preferably in boiling 
water. The hardening, for most purposes, may best be produced by 
aging for about 5 days at 100° C. 

A theory of the mechanism of hardening of duralumin during aging 
after quenching from higher temperatures was developed, which is based 
on the decreasing solubility of the compound CuAl, in solid solution in 
aluminum with decreasing temperatures from 520° to ordinary tempera- 
tures. It is believed that the precipitation of excess CuAl., which is 
suppressed by quenching, proceeds during aging, the precipitation taking 
place in very highly dispersed form. The hardening is due to the forma- 
tion of this highly dispersed precipitate. 

According to this theory, the hardening of duralumin during aging 
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or tempering after quenching presents a very close analogy to that of 
steel, and the evidence in support of the theory is of the same nature and 
of approximately the same competence as that in support of the prevail- 


ing theory of the hardening of steel. 


- DISCUSSION 


. ZAY JEFFRIES, Cleveland, Ohio Bes discussion).—The autorsh 
conclude that there is a certain average size of precipitated CuAl, par- 
ticle which produces maximum strength and hardness in duralumin; that 
when the size of particle is smaller or larger than this particular size 
the hardness decreases. The writer agrees with this conclusion, because 
it seems to be directly indicated by the facts. 

Why does duralumin present this apparent discrepancy? Let us con- 
sider some physical aspects of the precipitation of CuAl, from a saturated 
solution on cooling. When a molecule of CuAl, is removed from the 
solvent, or matrix, and added to another group of CuAl; molecules, as is 
known to occur on slow cooling, the forces of adhesion between the CuAl, 
molecule and the solvent have been exceeded. Since a change in tem- 
perature only is sufficient to cause precipitation, it must also be sufficient 
to cause the loss of adhesion bonds between the excess CuAl, molecules 
and the solvent, or matrix. Lost adhesion bonds means loss of cohesion 
of the mass as a whole. 

When duralumin is cooled from 500° in a furnace, globules of CuAls, 
large enough to be seen easily with a high-power microscope, are f ormed. 
There are, however, globules so small as to be hardly distinguishable, 
and others too small to be resolved are suggested by the non-uniformity 
of the surface appearance of the section. As the smallest globule of 
CuAl, resolvable with a high-power microscope contains about 2,000,- 
000,000 molecules, it is evident that with rapid cooling submicroscopic 
particles of CuAl, must be present in large numbers; in fact, after quench- 
ing, the average size of particle must be submicroscopic. The whole 
phenomenon of aging must therefore involve changes that cannot be 
studied directly with a microscope. 

We must also accept the proposition that the change in properties on 
aging are due to molecular changes within the metal; that those mole- 
cular arrangements are not possible in liquid air; that they take place 
slowly at ordinary temperature and more rapidly as the temperature is 
increased. We can visualize these molecular rearrangements best by 
assuming that the precipitation of CuAl, and segregation into particles, 
are two distinct steps. Immediately after quenching duralumin from 
500°, the excess CuAl is considered to be precipitated; some of it will have 
formed into small particles, and some will be precipitated as single mole- 
cules which have little or no adhesion with the particles of the matrix. 
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This condition produces the low mechanical cohesion observed in dura- 
lumin after quenching and before aging. The increase in cohesion of the 
whole mass could be brought about by the agglomeration of these pre- 
cipitated molecules of CuAl,. In the first place, the particles of the matrix 
would establish cohesion bonds with one another in the space formerly 
occupied by a CuAl, molecule. This would increase the cohesion of the 
matrix, then the small globule, made up of many CuAl, molecules, would 
acquire its own specific cohesion. he 

Having thus produced increased cohesion of the matrix and the CuAl, 
particles, we have only to account for the observed increased cohesion or 
hardness of aged duralumin. 

As some CuAl, is soluble in the matrix at room temperature, 
it is only the excess that can form into minute globules. The pres- 
ence of a globule of CuAl, acts as a center of crystallization, and hence 
easily attracts to itself the adjacent excess CuAl, molecules in the matrix 
and impoverishes the matrix at the boundary. This accomplishes two 
things; it facilitates migration of CuAl, toward the globule by forces of 
diffusion and it reduces the number of CuAl, molecules in the matrix at 
the boundary with the globule to normal saturation, which is the condi- 
tion for maximum adhesion between CuAl, and the matrix. Thus the 
strong adhesion bond between these two substances is established. It is 
probable that the concentration of a saturated solution of CuAl, in 
aluminum in the absence of CuAl, nuclei is greater than when these nuclei 
are present. It is also probable that the actual boundary between a 
CuAl, particle and the matrix is an amorphous solution of CuAl, in 
aluminum. 

According to the above, the reason that maximum diffusion does not 
produce maximum cohesion is that the adhesion bonds between the excess 
CuAl, molecules and the matrix are not strong, and the spaces they occupy 
might act as voids in affecting cohesion. Aging removes the voids from 
the matrix, thus increasing its cohesion; it establishes cohesion in the 
newly formed CuAl, globules, and adhesion between these and the ma- 
trix. If the particles of CuAl, continue to increase in size beyond a 
certain average, and decrease in number, as in prolonged aging, at 200°, 
the cohesion decreases. 

The formation of cohesion and adhesion bonds between the atoms and 
molecules in duralumin at room temperatures might be questioned. If 
we press two pieces together and allow them to remain at ordinary tem-_ 
peratures for long periods of time, we cannot produce such results. No 
doubt the absorption phenomenon militates against this low temperature 
welding,'’ as do unclean surfaces due to oxidation. The formation of 


8 Langmuir: Jnl., Amer. Chem. Soc. (1916) 38, 2221; (1917) 39, 1848: (1919) 41, 
868. 
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cohesive masses of metal at ordinary temperature by electro-deposition 
teaches us that high temperature is not necessary for the formation of 
cohesive bonds. The interior of a mass of duralumin should be free 
from adsorption and oxidation, hence the atoms and molecules would be 
free to form bonds with one another at temperatures much below that of 
welding. It should be kept in mind that welding is accomplished at 
high temperatures in spite of the retarding influences of adsorption and 
oxidation. : 

The heat evolution observed at about 260° might well be due to a 


_ rapid crystallization of CuAl, rather than the mere precipitation. The 


fact that rupture takes place through the grains is evidence that, what- 
ever changes go on within the alloy, those that affect the physical prop- 
erties must be intracrystalline. 

Other alloys will, no doubt, show similar changes in properties when 
studied in the proper temperature range. Future investigations of 


_ alloys at various temperatures must form the basis for a more complete 


and modified interpretation of the new and old facts observed in connec- 
tion with the phenomenon called aging. Quantitative evidence must 
be introduced as soon as facts permit. Aging experiments on duralumin 
extending over a period of many years will be interesting with respect to 
the relations between the changes in properties and the engineering uses. 
It is obvious that the material cannot be used at 200° for a long time 
without changing markedly in properties. What is the maximum tem- 
perature that will permit so little change on extended aging of duralumin 
that it may be used with safety at that temperature? <A study of this 
question is necessary in order to change the specific composition and heat, 
treatment of the alloy to meet certain engineering requirements. 


P. D. Merica {author’s reply to discussion).—We are greatly inter- 
ested in Doctor Jeffries’ explanation of the increased tenacity of a 
colloidal solution of CuAl, in aluminum over that of a solution of mole- 
cular dispersion. It is only by searching out the molecular mechanism 
of changes of this character in alloys that we shall arrive at the ultimate 
truth regarding their nature. Based upon thermodynamical laws, which 
are accurate enough but rather barren of suggestion regarding molecular 
dynamics its methods in reaching beyond this firm foundation are rather 
those of “main strength and awkwardness” and there is unfortunately 
little of modern molecular theory available in the proper form for our aid. 
It is to be hoped that researches into the structure of solids with the aid 
of the X-ray diffraction microscope will bring much needed light into these 


matters. 
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Water and Chlorides in Cement Copper Briquettes 


BY EDWARD KELLER,* PH. D., NEW YORK, N. Y. 


(Chicago Meeting, September, 1919) 


ALTHOUGH the subject matter contained in this paper is presented 
under a new title, its writing was induced by the work of 8. Skowronski 
and K. W. McComas.! A discussion of the latter is here combined with 
the presentation of new and independent data. 

The physical constants quoted by the authors of that paper, such 
as melting and boiling points, as also the chemical reactions of the sub- 
stances involved, are so well established that the numerous confirmatory 
experiments and their application to metallurgical conditions leave 
little or no room for criticisms. On the contrary, they will greatly aid 
to dispel any lingering skepticism as to possible considerable losses of 
copper accruing when the metal is melted in the presence of its own and, 
probably, other chlorides and when no provision is made for the recovery 
of volatile products. Exception may be taken, to some degree, to that 
part of the work under the caption Melting Drillings of Copper Mixed with 
Sodium Chloride. These experiments should have been extended: in 
order to make the implied reactions clear and the results convincing. 
The latter are stated to be, ‘that when sodium chloride is present above 
certain minimum quantity relative to copper some of it is found to 
volatilize in the melt while another part reacts with the metallic copper 
to produce the volatile cuprous chloride, and that when smaller quantities 
of sodium chloride are present the reaction is complete and all chlorine 
is found to have volatilized as cuprous chloride.”” Metallic copper and 
sodium chloride are mentioned as the sole reagents in this chemical 
process, acting, according to the authors, in a neutral atmosphere of 
carbon dioxide. The chemist, quite naturally, will inquire into the 


formula according to which that reaction takes place and will find that it 
presents itself as follows: 


2Cu + 2NaCl = 2Na + Cu.Cl. 


It would appear that the truth of this formula will be challenged and 
a more rational explanation of the reaction sought. Apparently, carbon 
dioxide is neutral relative to metallic copper in its molten state; whether 
it remains neutral in the presence of sodium chloride is quite another 


* Metallurgical Chemist. 
*Volatilization of Cuprous Chloride on Melting Copper Containing Chlorine 
Trans. (1919) 60, 354. 
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question. Does it not at that high temperature become an oxidizer | 
and do not the conditions of the reaction change to those expressed in the 

following formula? 
2Cu + 2NaCl + 2COz = Na.CO; + CO + CuCl 
} 
f 


Nor has there been any mention made, as an element in the reaction, 
of the substance and relatively large surface of the boat in which the 
melt was made. Be it silica or alumina, the sodium, once oxidized, 
will readily combine with either to form sodium silicate or sodium alumi- 
nate, making the chlorine available to form cuprous chloride. It is 
most likely that the reaction takes place according to the last statements. 
In short, the reaction between metallic copper and such stable chlorides 
as those of sodium and calcium without the presence of a third, or acid 
principal, wouldappearimprobable. The copper losses due to such foreign 
chlorides in metallurgical practice would, therefore, largely depend on 
how readily the acid material is supplied and brought into contact with 
the chloride; furnace gases would always supply oxygen or carbon dioxide. 
The final question is, would a thoroughly basic condition of the fluxes 
in the melting furnace prevent the formation of cuprous chloride? 

Presence of Water in Briquettes—Some years ago copper cement bri- 
quettes became a problem in sampling. In a test demonstrating that 
drilling the briquettes was perfectly feasible, every tenth piece was taken 
for that purpose. Drilling was performed according to a templet fitting 
the flat side of the object and laid out in 1-in. (2.5 em.) square sections, 
each briquette receiving one drill hole. There was very little trouble on 
account of chipping on the exit of the drill; although occasionally a small 
piece became detached, it could readily be picked from the drillings, these 
being pulverulent. Cracking of the briquettes was rare. It was soon 
discovered that the briquettes contained considerable moisture but to 
determine this in the drilled sample was deemed inadvisable. 

Spontaneous Oxidation or Ignition of Briquettes.—The drying oven 

~ had been employed in drying converter copper slabs, which required 
a temperature of about 400° F. (204° C.). When the briquettes were 
removed after having been exposed to a recorded temperature of about 
200° F. (93° C.) their weight had increased; their darkened appearance 
made it evident that oxidation had taken place. As a consequence, 
it was decided to reduce the drying temperature to 180° F. (82° C.) and 
to lengthen the time of exposure to the heat. Still there would be, oc- 
casionally, a repetition of spontaneous oxidation and the briquettes 
would come out overweight. This in itself, however, was not considered 
objectionable; provided that there were no valuable losses or that these 
were negligible, correct results could be as well obtained as with the sam- 
ple in which the moisture was properly determined. For example, if a 


sample gained 7 per cent. of its original weight there would be a 
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corresponding reduction in the assay results; but these could be properly 
applied to the lot by increasing the original lot weight by 7 per cent. 

Presence of Chlorides in Briquettes—The presence of chlorine in these 
briquettes was known and some fumes and certain poignant odors were 
emitted from the lots that were oxidized. It had also been observed that 
the oxidized briquettes had attained a higher temperature than that 
observed in the atmosphere of the drying oven. This temperature of 
the briquettes was never determined, but it seems certain that it did 
not reach a red heat, as no glow was ever observed. The interior of the 
oven was carefully examined. Its wall, ceiling, and doors consisted en- 
tirely. of iron plates; the latter showed principally a thin sooty covering 
but in places it appeared mixed with a yellow substance. At one time 
when the oven was not in operation and, evidently, a little water had 
percolated through a joint in the ceiling, there was a place with a clean 
looking bluish accumulation; this was scraped off carefully and taken for 
a sample. Scrapings from the walls were taken for a second sample. 
The first will hereafter be designated as the ceiling condensation and the 
latter as the wall condensation. There can be no doubt but that these 
samples contained some of the condensed fumes that had been emitted 
by the briquettes, overheated by spontaneous ignition. 

In Tables 1 and 2 are given the analyses of the briquettes, which were 
quite uniform in composition, and of the condensed fumes’ samples. By 
simple arithmetical calculations are found the contents per unit of copper 


TaBLE 1,—Analyses of Cement Copper Briquettes and Condensed Fumes 


TCT FRE PURI PRERERONN REET Moers bee caren Ee 


Wall condensation,.... 1.48 0.970 0.550 


Copper, |Chlorine,| Arsenic, | g: | I | Sul + Weight 
Material Per Per | Per bce ce old, | Pent ee ’ fin Drying, 
Cent. Cent. Cent. unces | Ounces) Cent. Cent. Per 
Cent, 
Cement copper, dried....) 81.15 1.081 0.706 52.35 | 0.015 3.29 | 1.803 | —0.376 
Cement copper, oxidized| 76.44 0.960 0.679 | 47.82 | 0.015 3.64 | 0.510 | +8.910 
Ceiling condensation...| 14,74 8.100 | 1.800 | 144.12 | 0.040 
| 


TABLE 2.—Analyses of Cement Copper Briquettes and Condensed Fumes 
eae aR i (A I ERE as Sr er ep 2 
: | Copper, | Chlorine, Arsenic, | Sil 
Material Per Cent. | Per Cent. | Per Conte Odnbes | Onna 


Contents per Unit of “Copper 


Cement copper, dried............. 1 0.0133 0.00870 0.645 0.000186 
Ceiling condensation.............. 1 0.5490 0.122 9.76 0.00271 
Wall condensation... csi cee nc os if 0.6560 0.37 


Ratio of Elements Volatilized and Condensed 


Ceiling condensation.............. 1 eee aes 14.04 15.16 
Wrallicondensationn anecwnclneee ets 1M Ee Sea 42.53" sip 
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and from these the ratio of volatilization and condensation, which figures 


are also incorporated in the table. It will be noticed that in the wall con- 


densation the precious metals were not determined, due to the smallness 


_ of the sample. 


; In Table 3 are given a few physical data extracted from Moissan’s 
Traité de Chimie Minérale,” Paris, 1906. The chlorides of silver and gold 


TaBLE 3.—Melting Point, Boiling Point, and Volatility of Some Chlorides 


Chloride | Tea | ones rons Volatile at Degrees C. 
-_ a = j _ 2 p 

Cu.Cl, 434 934-1032 

AsCl; —16 | 130-160 Below boiling point 

AgCl 487-490 | | Begins at 260 

AuCl 288 Begins at 180 


having no boiling point, it is evident that they volatilize, or sublime, with- 
out boiling, at least to a certain extent; or that they become dissociated 
at higher temperatures. Apparently arsenious chloride is the most 
volatile and cuprous chloride the least volatile of the group in question. 
These facts explain the greater relative volatility of the chlorides of 
arsenic, silver, and gold than of the cuprous chloride. The greater quan- 
tity of arsenic in the wall condensation relative to copper than in the 
ceiling condensation is also readily explained by the facts that the bri- 
quettes were at a considerably greater distance from the walls than from 
the ceiling; therefore, the less volatile chloride would condense to a greater 
degree at the nearest surface, while the more volatile would reach more 
distant points. 

It is impossible to state in what combination the chlorine was origin- 
ally present in the briquettes. If the volatilized and condensed chlorides 
did not preéxist in the briquettes, their formation under the prevailing _ 
temperature would be somewhat difficult to explain, say, by the presence 
of sodium chloride. Ferrous chloride under the influence of oxidation 
might bring about such reactions and the actual presence of iron in the 
briquettes makes that explanation plausible. 

Under the described conditions of the technical operations it was 
impossible to conduct quantitative tests as to actual losses, but it may be 
stated, with quite a fair degree of confidence, that they were negligible, 
as judged by the small quantity of condensed material and the great 
weight of briquettes treated. However, all this occurred at compara- 
tively low temperatures and justifies the inference that, at the tempera- 
ture of the copper melting furnaces, losses in copper will be serious and 
that of the precious metals relatively still greater. The presence of 
arsenic, taking up its full share of the chlorine, will be somewhat of a 
palliative against greater losses of the more valuable metals. 
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Foretelling Losses Quantitatively—From what has been demonstrated 
by the analytical data presented, it becomes evident that the action of 
chlorine, or the chlorides, in the melting furnace on argentiferous aurif- 
erous copper, with the usual contingent of various impurities, becomes a 
very complicated chemical problem, making it practically impossible to 
foretell quantitatively the losses of valuable metals. 

The problem of melting cathode copper in contact with chlorides 
would appear a more simple problem, yet there is a great probability 
of conditions arising that would bring about great variations of copper 
losses, even with an invariable, quantity of chlorine present. It is not 
plausible that the acidity or basicity of the fluxes, be these intentional 
or accidental, will not influence the reaction between foreign chlorides and 
metallic copper. 

Judging by qualitative tests made, it would appear, with much 
probability, that greatly differing quantitative results will be obtained in 
the distilling tube and boat under conditions expressed, as examples, in the 
following formulas: 


zCu-+ y NaCl =? (1) 
x Cu + y NaCl + 28102 = ? (2) 
x Cu-+ y NaCl + z2CaO = ? (3) 


In tests according to these formulas, temperature, time and atmos- 
phere would be assumed to be invariable. 
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Electrolytic Zinc* 


BY C. A. HANSEN,f SALT LAKE CITY, UTAH 


(Chicago Meeting, Septemler, 1919) 
Roasting FerruGinous ZINC-SuLFIDE ORES 


In 1912, Mr. J. B. Keating was developing an electrolytic-zine process 
for application to the ores of the Bully Hill mines of the General Electric 
Co. These ores consist of blende and pyrite so finely crystallized and so 
intimately mixed that no mechanical separation of the individual minerals 
had been found possible. The ore was reduced to about 60 mesh and 
roasted in a hand-rabbled reverberatory furnace preparatory to leaching 
with sulfuric acid. The extractions obtained were quite irregular, varying 
from a minimum of about 70 per cent. to a maximum of about 90 per 
cent. This irregularity led to the construction of a small electrically ° 
heated roasting furnace, and to the study of roasting under definitely 
controllable conditions. From time to time, these studies have been ex- 
tended to other ores. Several commercial-plant operators profess to have 
gained useful information from the results of these studies and it is hoped 
that their usefulness may be extended by this publication. 


EXPERIMENTAL Evectric Roastina FURNACE 


The furnace used for experimental work is shown in Fig. 1. One 
fireclay sagger, or pot, was set within another and the space between the 
two filled with Silox heat insulation. The hearth is a cast-iron plate 
with an imbedded ribbon of nichrome wire; this wire heater is connected 
to a potential regulator, which permits a very close voltage control. A 
mechanically driven arm is fitted with rabble blades so arranged that a 
uniformly thick ore bed may be maintained indefinitely. This arm is 
usually driven at about one revolution per minute but its speed of rota- 
tion can be varied as desired. Compressed air is led into the furnace 
through a meter, and it was found necessary to preheat the air in order to 
secure the definitely isothermal conditions sought. 

With this arrangement, it is possible to maintain any desired tempera- 
ture constant within about 5° C. for any desired length of time and to 


*Second paper on this subject. The first, dealing with electrolysis of zinc 


sulfate solutions, appeared in Trans. (1919) 60. 
+ Metallurgist, General Elec. Co., Research Laboratory. 
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maintain temperature alike in the hearth, in the ore bed, and in the space 
above the ore bed. Heraous (Pt-Pt-Rh) thermocouples were kept in 
the hearth, in the space above the ore bed, and in the air feed-pipe and 
were connected to recording instruments. The couples were frequently 
calibrated, and considerable pretense to accuracy is claimed for the 
temperatures recorded in connection with this work. Gas samples were 
taken at the air outlet of the furnace, and calcine samples were taken 
at frequent intervals. 


LDS 


Air Inlet 


Thermo Couple 


S| 


2 Tron Pipe 
Quartz Tube 


NESE SSS Nat 
DITIN SIREN NOG 
Air Flow Meter 


ANALYTICAL MrEtTHops 


Sulfur-dioxide concentrations in the roaster gas were determined by 
absorption in standard iodine solution and titration with thiosulfate. 
Water-soluble zine in the calcines (zine sulfate) was determined by 
bringing to a boil 5 gm. samples of calcine together with 200 ¢.c. of water, 
and by titration of filtered off solution with ferrocyanide. Total solu- 
ble zine was determined by boiling, for 5 min., 1 gm. samples of 
pulverized calcines together with 0.75 gm. sulfuric acid and 100 c.e. 
water. (This gives a solution only faintly acid; the test is wholly an 
arbitrary one that has been found to give consistent results.) The 
filtered solution is titrated with ferrocyanide after the usual fashion. 
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Insoluble zine is determined in the residuum from the soluble zine 
determination, and the extractions reported refer to soluble zinc/soluble 
zinc plus insoluble zine. 

While this method of determining extraction is more tedious than 
one involving the determination of the total zinc directly, it leads to 
rather more consistent results and also to the direct determination of the 
insoluble zine, which, after all, is the most important of determinations. 

, 


Sources AND NatTurRE oF Ores TESTED 


Bully Hill, Bully Hill Copper Minirig Co., Shasta Co., Calif., is an 
unconcentrated ‘ore, massive sulfide. The minerals are apparently 
sphalerite and pyrite and are so finely crystallized, and finely intermixed as 
practically to defy separation. The gangue material is mainly barium 
sulfate. Butte Superior, Butte Superior Copper Mining Co., Butte, 
Mont., flotation concentrates obtained in 1912 were apparently a mixture 
of pure sphalerite and pyrite. Daly Judge, Judge Mining & Smelting 
Co., Park City, Utah, table and flotation concentrates are pure sphalerite 
and pyrite, quite coarsely crystallized. Individual zinc crystals contain 
no iron or lead and individual pyrite crystals contain no zinc. Broken 
Hill, Amalgamated Zinc (DeBavay’s) Ltd., Broken Hill, Australia, 
flotation concentrates have iron combined with zinc as ZnS :FeS. Frisco, 
Federal mines, Coeur d’Alenes, Ida., 1916, apparently a flotation con- 
centrate in which iron is apparently combined with zinc as FeS:ZnS. 


ANALYSES OF ORES TESTED 


Bully | _ Butte | Broken | Day Briscoe 
| Por Conia Per Goat Percent. pa roy Per Cent. 

Pere ean ee 2 4 23-80 °| 50570 | 48:80. | 47.70 |. 37:97 
bee hh ee eee led SB) 0.57% 1 ~0583-} 1612"), 0108 
Taye Sh ee 27a a ee | 16.60 | 2.30 8.55 | 4.50 | 7.90 
STAT Vig toe, Jey Sales eae ae ee ee i 31.50 |} 27.60 | 27.30 |) 27.00 | 24.00 
CES TN oe a a (0.30) | (tr.) 0.052 | (0.31) | 0.23 
Pee eee eae eee (i) 2079 || 6128 NE 2519 ie 1a 056 
SI CAMMSAET TES Teen inci cis (6.30) | 19.30 Tai (6.70) | 11.04 
TLAHEIVES, ous cud Be So cane eee inti(De 3] eet Ste 0.50 (4.95) 0.25 
IMIG AIOE SIT eve Gene eS eee een oe WSO alee eye eateks ee 00 cal aegis: | 0.46 
INGEST). nace Oo ee ee (8.26) | (1.56) | 0.56 Rolie ALU! 
IBATICCS Hoe oriech ate ve eck sites (2: G4) ae ae oe eoaetce atl hero Fee a 
iC eer omnes ae oes ees (0.60) | 1.50 teenie 01670) 20:76 
Silver tOUNnCESMrm cs * aoe een. ee (1.00) | 26.00 | 7.80 12.20 4.60 
Bold@rounce tees. t: a 0.03) | 0.046 | 0.01 | 0.02 | 0.005 


Figures given in parentheses refer to analyses of samples other than 
those specifically tested. 
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ScrEEN ANALYSES 


‘ s 


Plus 20 mesh 


Bull Broken Daly Frisco 

Hil Hi Judge 
whivavelsaiet edad. iets 0.0 0.0 |. 0.2 0.6 
pietaae appa lat Fart geo! 0.0. | 11.0., | 22.4. 10167 
aT De Beer 8908 O:0mado.4;.) 19-4 12% 
ary er nc. Sete ee oe ee eee "Reuter ea. 21.4 20.6 
RUSE RIG, kore eee 11.6 Tope, 1 > |p 2 
ier iA) ae 11.2h) 44:000780.6* | 38.3% 
Se eather ek ante Pers hy 5) 15.2 | . 
+. aD AIR, 56.0 


pee eS ie hl ee ee 
* Refers to minus 100 mesh. 
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Fra. 2.—Roastinc Buniy Hin ore, 575° C.; 7 LB. ORE TO 16-IN. HEARTH. 


1.15 cU. FT. AIR PER MIN. 


PREHEAT, 330° C. 


No screen analysis record of the Butte Superior concentrate is at hand. 
The material was very fine, most of it probably passing through a 100- 
mesh screen. 
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Resutts or ExpeRIMENTAL Roasting In ELECTRICALLY 
Heatep Roaster my 
Bully Hill Ore—This material was roasted isothermally at 425°, 
450°, 475° C. and so on at 25° intervals up to the limit of the roaster, 
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Fig. 3.—Butiy HILL oRE ISOTHERMALLY ROASTED; 7 LB. ORE TO 16-IN. 
‘HEARTH. 1.15 CU. FT. AIR PER MIN. 
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Fria. 4.—Butiy HILL ORE ISOTHERMALLY ROASTED. 


700° C. Fig. 2 shows the results obtained at the optimum tamparature 
575° C. Similar plots were made for each roasting experiment, and the 
results, in slightly idealized form, are shown in Fig. 3. The summarized 
data relative to the formation and decomposition of zinc sulfate are given 


in Fig. 4. 
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The sulfur-dioxide concentration curve in Fig. 2 shows quite markedly 
the flashing off of the pyrite sulfur and that practically all of such sulfur 
is oxidized before the zine sulfide is appreciably reacted upon. No water- 
soluble zinc sulfate is formed until the sulfur-dioxide concentration falls 
below some 2-3 per cent., but beyond the time at which the sulfur-dioxide 
concentration reaches this low value practically all of the zine sulfide 
oxidized was converted to zinc sulfate. Thus between the second and 
sixteenth hour, the gain in total soluble zine was 73 per cent. and the 
gain in water-soluble zinc was 69 per cent. 
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Fia. 5.—BuTTE SUPERIOR FLOTATION CONCENTRATES ROASTED AT 575° C, 


The effect of varying the amount of air fed to the roaster is indicated 
by the following: 


Cubic feet of air per minute......... 1.15, 0.86 0.56 
Pounds of ore on hearth............. i 30) oD) Ce 
Temperature, degrees C...:......... 575 575 575 
Hours roastedtr setae eteiens ieee 12.00 14.00 15.00 
Zine extraction, per cent............ 
Total-solubles paneweve eo eekce eee ener Ole 0 aa 0 ORES aU) 


Water solubless 32-2 ere 76.00 48.00 16.00 
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‘The formation of zinc sulfate is important in so far as water-soluble 
sulfate in the calcines reduces the amount of acid required from outside 
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. 6.—BUTTE SUPERIOR FLOTATION CONCENTRATES ISOTHERMALLY ROASTED. 


for) 
So 


& 


Extraction Per Cent 


Hours Roasted 
Fig. 7.—BROKEN HILL CONCENTRATES ISOTHERMALLY ROASTED. 


sources for the leaching operations. I 
to 4 per cent. of water-soluble zinc, based on the calcines weight, the zinc 


plant becomes self-supporting in its acid requirements, 
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Butte Superior Concentrates—Fig. 5 shows the behavior of finely 
divided high-grade zine concentrates roasted at 575° C. The sulfur- 
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Fria. 8.—Daty-JUDGE CONCENTRATES ISOTHERMALLY ROASTED. 
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Fig. 9.—Daty-JuDGE CONCENTRATES ROASTED ISOTHERMALLY AT 650° C, Errect 


OF SCREEN SIZE. 


dioxide concentration curve shows no flashing off of large quantities of 


pyrite sulfur. 


but there is 


The oxidation of zine sulfide begins almost immediately 
no formation of sulfate until the sulfur-dioxide concentra- 
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tion has fallen to about 2 per cent.; beyond this point there is a gain of 14 
_ per cent. water-soluble zinc, as compared with a gain of 17 per cent. in 
total soluble zinc. 
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; Fic. 10.—Dany-JupGE CONCENTRATES ROASTED ISOTHERMALLY AT 650° C. 
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Fig. 11.—Frisco (CorurR D’ALENES) CONCENTRATES ROASTED ISOTHERMALLY. 


° 


Fig. 6 summarizes very broadly the results obtained during four 
experimental roasts at 450°, 500°, 575°, and G0 ene 1h 4S curious to 
note that 22 hr. roasting at 450° C. rendered 97.6 per cent. of the zinc 
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soluble. The calcines obtained from the 450° roast accounted for all 
but 0.75 per cent. of the original silver content. The calcines obtained 
at 650° C. showed a loss of 13.9 per cent. of the original silver content. 
The writer understands that the roasting of similar concentrates at Bartles- 
- ville led to asilver loss of 26 per cent. The roasting at Bartlesville was 
accomplished in Zellweger furnaces where the concentrates were exposed | 
24 hr. to temperatures above 900° C. No pretense is made that the 
above silver determinations are more than merely indicative of the rela- 
tions between silver loss and roasting temperature. 

Broken Hill Concentrates—Fig. 7 summarizes the results obtained 
in roasting this material at 600°, 650°, and 700° C. It is apparent that 
the coarser screen size leads to a longer roasting period. In spite of the 
low iron content of these concentrates, we could not obtain extractions 
higher than 87 to 88 per cent. Similar concentrates roasted at high tem- 
peratures in Matthiessen Hegeler kilns yielded 87 per cent. extractions; 
roasted in a hand-rabbled reverberatory at high temperatures and at 
low temperatures also yielded 87 to 88 per cent. extractions. It appears 
that the zinc is combined with iron in the original mineral and that no 
manner of straight roasting will serve to break up the combination. 
This behavior is thoroughly characteristic of several isomorphous zinc- 
iron minerals (marmatites) with which we have experimented. 

Daly Judge Concentrates.—Fig. 8 summarizes the results obtained 
in roasting this material at 550°, 600°, and 650° C., while Fig. 9 indicates 
the effect of screen size upon roasting rates. There is an excellent indi- 
cation that in roasting a mixture of variously sized ore particles to secure 
maximum extraction for the mixture the fines will be over roasted. An 
interesting relation between screen size and the formation of zine sulfate 
is brought out in Fig. 10. 

Frisco Concentrates.—Fig. 11 summarizes the results obtained in roast- 
ing this material at 460°, 550°, and 650° C. This concentrate strongly 
resembles the Broken Hill concentrate in appearance and in its behavior 
in the roaster. 


RoastinG IN A HAND-RABBLED REVERBERATORY FURNACE 


The reverberatory roaster at Bully Hill had a hearth 8 ft. (2.4 m.) wide 
by 13 ft. (3.9 m.) long and was divided into two 4-ft. strips by a vertical 
partition wall. Ore was fed in periodically at one end of the two hearth 
strips, and periodically moved forward toward the discharge end. At 
the discharge end was placed a small combustion chamber into which 
oil was injected with steam. Roasting was carried on continuously and 
the following data are characteristic of continuous operating conditions. 
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Buriy Hrut Ore ; . REVERBERATORY ELECTRIC 
920 NT ONS CR Eas 50 oe 550-600 575 
Pounds roasted per'squit. per 24 hr.................°... 12.50 12.20 
Zine extraction, total per cent. 
SNA Ro od ond Oe rns 17.90 14.20 
SNS. ROR 5, bg Sheer 62.90 39.50 
GEELONG MMI GS ch ss hls Ck he Weed anes wie 83.60 62.00" 
VLE RRAOR IB AS 5 CSI ee ee rae 84.40 80.00 
HOME ERCORG HMMM TN TN 5. 8'c.c cae «arches eva wee nieinee goon 86.00 87.00 
Zine extraction, water per cent. : 
Pe [vee TRONS Se I Ps ee ee a en yr ty as oy 10.70 5.00 
REGAL, ok Ske’ oe fo Me TED 30.50 
RGSILOASGS « coscietic Shon calnscg » cstcbeesie te ae er eer ie ete 36.80 52.00 
SNP eTORS iio. ee ae ee Seo 32.00 63.50 
EO Hr rOas Gee ene. ee Ror eee ee kere ee 41.40 70.40 
Ging ineteed mperxcente ssw - eae te ee ee a eee 27.22 23.80 
TPO INSfCCU SCM CONG. 4 sepa aes Set tals Wary Messe cleestael fake « 15.00 16.60 


It should be noted that definite time samples are hard to get out 
of the reverberatory, and that the amount of water-soluble zinc obtained 
in the electric roaster could be controlled through control of air volume. 
At the time the above work was done in the reverberatory furnace, every 
endeavor was made to secure maximum oxidation to sulfate. The com- 
parison then covers maximum possible water-soluble zinc sulfate for the 
two furnaces. 


BRoKEN HILL CONCENTRATES REVERBERATORY ELECTRIC 
Temperature (gas), degrees C. 
Woldrendouturnace. + ae. .ce sess sone eee 605 808 650 
635 817 
705 820 
705 828 
lElays eiavel wi! RO oA 5 phen oes eer ar (AUS 840 650 
Average temperature, degrees C..........-. 713 821 650 
Zine extractions, total per cent. 

SU ipy TROL hes BS Sole ee aR eee 59.30 57.90 55.60 
(1G Te TROT hee os A oe. chein bo Bee oil onOene  e e 67.50 79.10 76.00 
(UR Ue TRO Ean & boy ce Seer cee or cuca cro een tc 83.50 82.90 87.50 
ONT RTOAS LER se etae. ertoe soonest ays 86.40 87.50 87.00 
AGT OAS Geese altel sie eas ar 88.60 87.50 87.50 

Per cent. water-soluble zinc in calcines. 

CUTMP, TROIS Bode a Poel cba mioattoks, Gigi avoibig ick 125 1.10 1.30 
{ID Twos TRATGT Pak o o ee cle cei e im 0a Dimer ions crane Mh PAS, 10D 4.80 
AGUNTM TOAST EOen et oot ites ces asi ae as 37 0.60 7.80 
OX ne. HOWE bs oe ceoe a anmon one o boner 3.95 0.40 9.65 

3.95 0.30 9.65 


DASH TRTOASt Mier «cin cick sa = citar ice 


Pounds roasted per sq. ft. per 24 hr. 
DAM TALOAS Ue Anes ee eel ene ek, et 14.4 14.4 5.80 
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It is apparent that in these two instances, the only instances where a 
direct comparison between the electric roaster and the reverberatory 
is possible from the data at hand, the two furnaces yielded practically 
identical extractions and that time factors for the two furnaces are at 
least comparable. The reverberatory furnace was rabbled with hand 
rakes about as frequently as a man could cover the hearth. 


Roastinc IN WEDGE FURNACES 


When the first electrolytic-zine plant, that at Trail, B. C., was built, 
practically no zinc ores had been roasted in the Wedge type of furnace 
(including the similar McDougal, Herreschoff, and Skinner designs) 
so far as the writer can learn. However, a Wedge roaster had been set 
up and operated in Philadelphia in connection with the manufacture 
of lithopone, but little information could be obtained relative to its per- 
formance. The general practice had apparently developed along the 
line of long-period roasting at relatively high temperature, Matthiessen- 
Hegeler, Zellweger, and other types of straight-line furnace types being 
used almost exclusively. 

The electrolytic-zinc process was developed primarily to treat the 
western low-grade zinc ores and concentrates. As it is essential, to secure 
good extraction from low-grade concentrates containing considerable 
iron, to keep the temperatures in the roaster reasonably low—around 
600° C.—it was thought that the Wedge furnace type could be adapted 
for this purpose. Since this time, Wedge furnaces have been operated 
continuously at temperatures approaching 800° C. but this appears to be 
about the limit, for the maintenance costs become almost prohibitive 
and frequent service interruptions are caused by the need for repairs. 
Temperatures considerably above 800° C. are commonly used in roasting 
for the retort—probably in order to break up the sulfates formed during 
the earlier stages of the roasting period—and it is probable that the aver- 
sion of the retort smelter toward the Wedge furnace type is more or less 
well founded. 

For low-temperature roasting, the Wedge furnace promised economies 
in lower first cost, lower labor costs, and lower fuel consumptions as com- 
pared with the straight-line furnace types, and further incentive to its 
selection rested in the fact that the Western smelters were most familiar 
with the type. In any case, each electrolytic plant in the West independ- 
ently selected the Wedge type of roaster but no published information is 
available regarding either practice or performance of the roasting equip- 
ment at these plants other than the brief statement made by E. H. Hamilton! 
to the effect that the Trail furnaces were treating 50 tons each per day. 


1 Trans. Amer. Electrochem. Soc. (1917) 32, 317. 
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It is unfortunate that the entire period’ of operation of the electrolytic- 
zine plants has been overlapped by the war period of abnormal cost and 
price conditions. Under these conditions, coupled with the fact that a 
completely new practice had to be developed throughout the zine plant, 
the cost of the zine available in the calcines has not been, by any means, 
the major item in the cost of producing electrolytic zinc. Almost any 
sort of roasting practice led to fair recoveries. Improvement in roasting 
practice could only lead to somewhat better recoveties of zine and there- 
fore only to the reduction of a minor cost item. Consequently, less 
attention has been given the roasting practicé than would characterize 
practice in normal times. This undeveloped state of the roaster practice 
has unquestionably led to a reluctance to publish accounts of the roasting 
work already done, a reluctance that is shared by the writer. 

All the operating electrolytic-zine plants are dealing with zinc materials 
containing important quantities of lead, copper, silver, and gold, which 
must be recovered by smelting methods from the zinc-plant residues. 
As the zine extraction is improved by improvements in roasting practice, 
the residues will decrease in weight and less penalty will be exacted by 
the smelter for zinc obtained in them. The savings accruing to a better 
roaster practice in these respects is quite as important as the direct addi- 
tional saving of zinc. That which follows in regard to the operation of 
the Wedge roaster at the Judge zinc plant may properly be considered 
a mere teething experience but it seems to point the way toward some of 
the possible improvements in practice. 


WEDGE FuRNACE RoastTiInNG oF JupGE M. & S. Co., FreBruaRy— 
ApriL, 1917 


The primary values in the ores of the Judge mines are lead and silver. 
The ores, however, carry considerable zinc and iron and the company had 
been marketing a zinc concentrate of the composition indicated in the 
analyses given earlier in this paper. In order to make a marketable zine 
concentrate, considerable zine was lost in an iron-zine middling product; 
much of which was taken over into the zinc concentrate when the electro- 
lytie-zine plant became available. This led to the zinc plant getting a 
lower grade of concentrate than that with which the preliminary experi- 
ments were conducted, which was compensated for, to a certain extent, 
by an advantageously high iron content in the zine-plant residues. 

The furnace used for roasting is a standard Wedge zinc roaster, 25 ft. 
(7.6 m.) outside diameter, 21 ft. (6.4 m.) inside diameter, seven roasting 
hearths with a total hearth area of 2350 sq. ft. (216 sq.m.). Each hearth 
is rabbled by two arms, carrying ten rabble blades each. The arms on the 
upper five hearths are air cooled, 5000 cu. ft. (140 cu. m.) of air being 
blown through them against a pressure of 2.09 oz. per sq. in. by means 
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Taste 1.—Hffect of Temperature upon Extraction—W edge Roaster 


Roaster Frep aes ge: Feri a 
VAIN Sid os aS PE fen ne ORE OE 34.80 plus 40 mesh 27.0 
(Gite oz, cB sd dae tna te Sea rac oo ree RTS ae te 0.40 40-60 mesh 24.4 
VIE Saul th ict iS M eae AM aC ee 15.50 60-80 mesh 16.2 
IVETING ERLE eso = clebiine cme bpha neon oitiae 0.30 80-100 mesh 7.8 
IPD Rept hears Pariciins pro fieeroeya>. orate matey 2.70 -100 mesh 23.1 
Shae itn Oy ORR RREN o Renee ema M,. 34.80 
SHO 3. cL, CO wee ror 4.70 
LATED), bicker AMR tees “ocala d RCIA 1°15 


Each series covers 24 hr. of uniform operation, and all analyses are based upon 
composite hourly samples for the entire day. 


SERIES : 1 2 3 4 5 
Onsweedsperccs urate. sent ae eects Ce memes 27.00 26.0 26.0 26.0 26.0 
sLons coal per 2amperep i enaar): cre setts whe eeka Ne okt Meee ete OSD 
Minutes perishatt revolutions eee eneety ees 00m 2 So ON Se OmmsnO MOE 
NP PTLOXIMIA TE HOUTS| TORS tae ae nn OQ DOy a tO, Oe mee 
, HEARTH TEMPERATURE, DEGREES C. 
Dre ee ergs eek. sis elt kraeaeceg edt eae aay ane Ae 405 470 510 450 
Ps AE ocr Sg rk Re IONE ROE TR aS RRO ONE eer 650 690 690 730 
are ey Tear cue ads eh yencGker tai Seager a ee eae C6055) 7051s 705 ean7 oO meee 
DR ee erate eens Ce Ree 590 655 685 690 710 
DO GSR euds herd tht ROMER ntact. eters 600 690 690 7385 740 
Gee tioek tale sp acichh quite ed eee ae 600 675 705 745 710 
(EAD DrOXIMa tel yaa meee eer ere ee een 575 600 600 600 600 


Average last six NearibSseeeesmecee cece $15 670 672 708 708 


Extractions, total zine per cent., discharged from hearth indicated 


ENA dere. hero. Spa PRINS ES, ee 3.4 220 onl ea Sey 
COG NEP RSC CRE Ray aes ern ed. Aare Site 5.1 3.0) Lon tee ORO 
A TENEAE BOA YA TONS Ol NEES, ates ae eee OUB" 91370 9201s 19,2 83626 
Dre eS ets fe tae ot 2 ae ee ee 12.9 23.2 30:9 31.5 48.3 
6 eter mete 14,9 24156535, 0N 6252 Sib 
Gal cin eine yi gue aa cee eae An Se AO Lifes ae MEO FAN 7B @ 
Water-soluble zine in calcines, per cent. .. . 2.8 1620168 lee 
Comparison Between Series 3 Above and Experimental Roaster 
CoNCENTRATE FRED WEDGE ELEctTRIc 
Aine} per cent Bere eee at ere ey: 34.80 47.70 
Iron eDeGECeD tant teh ne Sepa es ee ete 15.50 4.50 
Average temperature, degrees C.. 672.00 650.00 
Hourstrosstednan, 12-4) e ae 7.00 7.00 
Zinc Exrractions, Per Cent. WATER ToTau WATER Toran 
SoLtuBLE SoxLuBLE SoLuBLE SoLUBLE 
plus’40 meshinse en aon. eee ee 1.60 43.40 349 OOOO 
40-60 mesh........ EROS Me Ceo 2.49 51.80 4.22 64.60 
60-80 mesh... .4 1.1 e snes nee peer eae ANG, 60.30 Colt TE EOD 
80-100, meshi. 7.2522. eee 5.40 70.90 9.45 82.60 


=LOO meshitis.....\) A ee eee 9.80 85.50 13.75 87.50 


wed ail 
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of a No. 9 Buffalo fan blower. The cooling air is discharged into the 
space above the sixth and seventh roaster hearths. The arms on the 
lowest two hearths are water cooled, requiring some 20 gal. (75 1.) of 
water per minute, which later serves as cooling water for the Baker 
calcines cooler. The central shaft is driven through a Reeves variable- 
speed drive and its speed of rotation can be varied between the limits 120 
and 270 sec. per rev. Two coal-fired combystion chambers are arranged 
at diametrically opposite points; their flues conduct the combustion gases 
into the sixth and seventh hearth chambers. Wilson Mauelein pyrometer 
___ couples are arranged in grooves cut inte the upper surface of each hearth 
midway of the active hearth radius; all the couples are connected to 
multiple recording instrument. 
, The furnace was started with the intention of keeping temperatures 
as close to 600° C. as possible. It was soon found that with coarse con- 
centrates and a short roasting period, this temperature was too low 
for any reasonable roaster tonnage capacity. The temperatures were 
therefore gradually raised to 700° C. and above with the results shown in 
Table No. 1. The appended comparison between the roasting rates of 


TaBLEe 2.—Effect of Changing Speed of Rabble Shaft—Wedge Furnace 
Roaster feed is slightly higher grade than indicated in Table 1 but of about the 


same screen analysis. 
Each series covers twelve consecutive 8-hr. shifts under uniform operating condi- 


tions. All data averaged, and analyses refer to composite samples. 


- alae 3 
Seconds per shaft revolution............. 260.00 180.00 150.00 
Approximate hours roast................ 10.00 6.90 5.75 
Ponsweed percg4 brie an sae. eos hy = 3 yen 26.70 32.30 22.00 
Monsscoaliper wa yNl!. plein oe red es 6.00 6.60 6.25 
HeartH TEMPERATURE, DEGREES C 
Ths 0 & ave nea o NOI BI cag aee Nee nie One 605 559 518 
ET has eg ioetse Metelasytd eos 792 790 778 
Bes soe omy Ae Se IEA se IIA Be a eR oa 742 737 729 
LR POE NOE ee er as enka go" a FOO 735 725 
Sn eo ees cee hee anes 810 770 765 
Fi 58, cc bua chs che Ok oG Gite CPR  aee ia 772 762 152 
Uf che mei co GASES 2h cl Bo) Shaka eS eae Ee an 650 650 650 
727 716 


Average last six hearths.............-... 755 


CaLcINE ANALYSIS 


Mo talezinc sip eTsaCeWuaseraa aa wettel-l citar ks 44.50 45.50 45.20 
Water-soluble zine, per cent............. 0.29 Onl 0.30 
Total soluble zinc, per cent.............. 38.45 40.05 39.60 
Motalicons per COMbe are ee ketal erst 12.68 12.08 11.838 


Zine extraction, average 12 shifts, per cent. 86.50 87.90 87.50 
Maximum, per cent., best shift........ 89.7 89.3 89.1 
Minimum, per cent., poorest shift...... 83.0 87.1 84.6 

‘Sulfur dioxide in exit roaster gas, 
1.5-2.0 


per cent. by volume .....--.-- 
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Tasue 2 (Continued) —Composite Hearth Samples for all Shifts— 
Above Series 


Series 1 (10-hr. roast) 


Hearth Zinc, Per Cent. | Poe Sulfur, Per Cent. 
Number ; re a ai | 2 : ime ; 

Soluble | Soluble | Extractioa | Bautars | Total || aotfas 
1 0.00 Re | pe | 14.0 0.19 24.3 23.6 
2 1.35 10.0 K2gge ty ia ie 17.3 16.2 
3 0.20 | 15.4 | 35.5 |, 1. OS: aia 14.3 
4 0.10 27.9 62.8 | 124 | 1:43 | 18.8 7.4 
5 0.25 } 35.5 | 79.8 | 12.0 | 1.35 } 61 4.3 
6 0.10 39.3 he My | 1.74 4.0 2.3 
7 0.15 S70) S69. tee es 4.2 ye 

Series 2 (6.9-hr. roast) 
1 0.05 1.5 3.9 12.5 0.34 241 WS oa 
2 0.15 Ea Co iro Wa Mr Gag es ee Pee eae Wee as 
3 0.20 7.5 1 40.3.0) ties ea ry | 10.8 
4 0.20 23:1! U5E.61) 1s eae a2 5.9 
5 0.65 33°80 136.7 11.4 2.54 6.0 | 3.5 
6 O10 yous) BStee WM gl We Pe 0 44° 4%) 19 
7 0.05 38.9 86.8 1270 ai" 1°99 4.5 °) *9.5 
Series 3 (5.75-hr. roast) 

1 0.05 erie wae oy 13.0: he 0624 25.6 25.4 
2 0.15 8.2). 2178 14,6) L125) kr Seles 
3 0.15 15.4 37.7 | 12.9 at 16a 313.0 Tie 
4 0.25 22.8 57.8 17 235 pe gal ee a 
5 | 2.35 | 33.6 | 80.3 1173 3.45 S21 c4ss 
6 0.35 | 36.5 | 91.0 10.2 2.40 5.5 | Sal 
7 0.60 39.8 | 90.5 Wee 2.50 "ta ou oan 


the various screen sizes in the Wedge furnace and in the experimental 
roaster clearly indicates the need for finer grinding of the roaster feed. 
Finer grinding was impracticable at the time, as the zine plant was not 
equipped for grinding concentrates. It was also known that at Trail 
the use of a very fine roaster feed led to the collection of 7 per cent. dust 
in the flues and the Cottrell system installed there; the Judge roaster 
was not equipped for dust collection. The alternative appeared to be to 
increase the roasting period by slowing down the speed of rotation of the 
rabble shaft. The results are shown in Table 2. 

The extraction and sulfur elimination data given in Table 2 are shown 
in Fig. 12. Slowing down the rabble shaft slows down the rabbling rate 
and also leads to a thicker ore bed upon the hearth. Both of these 
factors lessen the oxidation rate to such a point as to more than offset 
the effect of the longer roasting period. 
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The next set of experiments concerned itself with the relations be- 
tween the rate of feed to the furnace, extraction, and fuel consumption. 
Here, again, the effect of screen size upon extraction was noted, with the 
results given in Fig. 13. Comparing these results with those given 
in Fig. 9 shows that there is a fairly definitely fixed relation between 
screen size and roasting rate. There is little question but that the con- 
centrates should be reduced to pass at least a 60-mesh screen. The 
limiting feature is undoubtedly too low an oxidation rate; i.e., it is failure 
to oxidize sulfur rather than the formation of insoluble ferrites that leads 
to low extractions in this case. This is brought out by the data relative ° 
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Fic. 12.—Jupee Mining & SMELTING Co. WEDGE ROASTER. AVERAGE TEMPERATURE, 
740° C.; AVERAGE TONS FEED PER 24 HR., 24. 


to the nature of the insoluble zinc compounds in the calcines, as given in 
Table 4. - 

With the furnace draft and temperature remaining as they were 
during the above experiments and with the concentrates not further 
reduced in size, the economic capacity of the furnace does not exceed 28 
tons per day with a fuel consumption of about 20 per cent. of the concen- 
trates weight. By grinding to 60 mesh, it is probable that the roaster 
capacity can be increased to rather better than 35 tons per day with acoal 
consumption not greatly exceeding 10 per cent. of the concentrates 
weight. It also appeared possible to increase the oxidation rate by in- 
creasing the rabbling rate. The number of blades per rabble arm was 
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accordingly increased to 15 and the pitch was proportionately decreased. 
No detailed experiments have been carried out, however, to determine 
the difference in furnace behavior. For the month preceding the change, 
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Fie. 13.—Jopen Mrnine & SMELTING Co. WEDGE ROASTER. FINENESS VERSUS 
EXTRACTION. 8.08 HR. ROAST AT 720° C. 


TABLE 3.—Feed Tonnage versus Extraction and Fuel Consumption 


Roaster feed is very nearly the same as in Table 2. 
Each series covers 24 hr. operation under uniform conditions. 


= SERIES : 
Monefeed per 24 bri. nme sets ss se esennd | 2070) BORNE S400 eae 
Mons ICOMMpPernae Tena. a) tuner. clheinnties 5.50 4.75 4.75 4.25 
Coal per concentrates, per cent............... 20.60 15.80 14.00 11.50 
Seconds per shaft revolution................ 210.00 210.00 210.00 210.00 
LMS OLHO> aan eNO NOISY oe Gas oee sada ogee aa tele 8.08 8.08 8.08 
HEARTH TEMPERATURE, °C, 
INOculisea thr sr sk ibs vs cs han eae are 550 524 537 478 
INO eee arate: a tas eee NS Ea tans Sire 740 733 756 717 
NOMS Gertie eters | sence oe RT eee 720 740 746 756 
INORG ities he Sabena Rune ee hee en 702 716 728 710 
INCOR OR Soe Sate le ERA ACS s, SRR I Oi OE ERE 736 750 756 745 
NOMOLE: Be sealins Lehr a ee. Lee 702 679 697 699 
Average lastellVe ADOVE... cur + ly Apsece sas 720 723 737 725 
Catcinres ANALYSIS . 
Total zine, “per Cents os bers cg. nace ee tears PaO, OU y AoeT On ease ies eo 
Water-soluble zine, per cent................. 0.78 0.68 (O)., SS 0.70 
Rotalisolubleizine, per cenitimenen sss eee 38.90 34.80 35.70 34.70 
‘Lotalaron, per contia:eepe see eee Gh ee Oe () 7.70 deL0 8.60 


Extraction, Zinc, per cenitn ssn at ene 88.60," 81.5014) 78.90; »76580 


ot pital 
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Screen Sizes versus Extraction (Best Shift Sample Above Series) 


SERIES 


Tons feed per 24 hr..:..... 26.7 37.0 
Seren SCS. ean. ss 20-60 60-100 -100 20-60 60-100 —100 
Extractions, zinc, per cént. 
Hearth Nosies..:.. ss. 7.8 8.0 tao 5.0 5.4 7.0 
EGartheNow2 sat cus 4: 18.2 25.8 25553 483 4.7 7.0 
earth Nosecerety ss <4 « 32.3 41.7 64. 0 8.2 13.6 23.9 
Hearth Noe 4c uso 2 43.8 59.2 76.8 26.9 33.8 56.5 
HIEARUMINOssOiks: cnc vec 4 58.2 73.9 85.2 34.3 42.5 67.2 
; Hearth No, 6-......... 82.8 89.5, 88.7 . 45.3 63.6 82.0 
: Waleines. yee BIS. 90.0 91.8 87.6 56.6 15.7 86.4 
‘ Whole sample......... > S186 78.2 
' Average total zinc, per cent. 50.3 48.4 49.9 39.6 42.7 45.9 
Average total iron, percent. 6.6 8.0 8.8 17.2 IL te 11.8 


oa i io 


TaBLE 4.—Disposition of Insoluble Zinc in Judge Calcines 


TABLE 2 SERIES 1 2 3 

PRONS AeeCd* peren+ NTs se aie Ase eO hs app ers» git bees tyes 26.70 238.30 22.00 
iRoastemstemperatune, degrees ©...) castes. lt cere tee ss 755.00 727.00 716.00 
ELQUTSTOASHCUME RI Cree eran re ee ee ae ined kes ole 10.00 6.90 6.25 
otal sronsin Galcinespericentiater. sss eee Sa Fk. aie 12.68 12.08 11.83 
hove lezin CAMSCAIEIN Gs DELI CCM erst ae oe mela bins coh iste tae aks 44.50 45.50 45.20 
Moialesoluiple wins Der Clie aia ie aeeiye sis y. 88.45 40.05 39.60 
Tiasailnialke, inte, qo Dele Ci he.* asa eee ee ee nen aia 6.05- 5.45 5.60 
Sulfide sulfur, per cent.. ; EE peti Ie, 294.0% 220502700 
Assuming all sulfide leas ea, as s InS* 

VaniGyadh ZS APCTICeNb pals cme seh soi iage eel: fer ith cra 4.91 5.12 4,09 
Total insoluble zine, per cent............-+-+++e-eece eee 6.05 5.45 5.60 
Zinc as ferrites, by difference, per cent.........-.+++-++.++5 ia West) ih ./pl 

TABLE 3 SERIES 1 2 3 4 

Mons teed per 24 hiyayen cn. cae eee > pce 2 26.70. 30.00 34.00 37.00 
Roaster temperature, degrees C..........------+: 720.00 727.00 739.00 725.00 
BIE ROGGE, ave be bo towoc one MOmoBlon Gee CpeioomEe 8.08 8.08 8.08 8.08 
Total iron in calcine, per cent.......--.-----2 sees 99507. 708 7.10 8,60 
Total zine in calcine, per cent.......--.---2+++++:: 43.90 42.70 44.70 45.20 
Total soluble zinc, per cent......-.----++-++eceee 38.90 34.80 35.70 34.70 


Insoluble zine, per cent........--. 266s eee e eres 6.00 7.90 9.00 10.50 
Sulfide sulfur, per cent.......---- 2600s sere rere 2.00 38.50 4.03 5.02 
Tine as 20S, Per CONb. oi. s eee fae ee ores £.09. 7:15, 58:25 107380 
Total insoluble zinc, per cent.........--+++-++ee00> 6.00 7.90 9.00 10.50 


0.20 


Zinc as ferrite, by difference, per cent......--.----- 1F9L 0275 0875 
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the average tonnage roasted per day was 28, with calcines yielding 90 
per cent. zinc extractions. For the month following the change, and 
with no other alterations in feed or practice generally, the calcines averaged 
a trifle over 92 per cent. soluble zinc. It appears that at 28 tons feed 
rate the extraction was improved by about 2 per cent., and that for the 
same extraction the capacity of the furnace was raised to about 32 tons 
per day. 

A greater rabbling frequency would seem better practice in a new 
furnace installation, but it would be better to add arms than to add more 
rabble per arm, as fifteen rabbles per arm brings the blades rather too 
close together. Reversed blades may be used on one arm on each hearth, 
as in the small electric roaster, so that the ore bed may be stirred with- 
out translating it across the hearth so rapidly. 

Greater capacity might be obtained by increasing the roaster tem- 
perature, but a material increase in temperature above 750° C. greatly 
increases maintenance costs and service interruptions. 


DISCUSSION OF ROASTING Data 


Roasting in General.—Roasting is essentially a diffusion process. 
Mobile, gaseous oxygen must be brought into contact with relatively 
immobile, solid, sulfide molecules in order to effect oxidation of the latter. 
A cube of blende that will pass a 100-mesh screen contains some 101° 
molecules of zine sulfide of which less than one millionth are freely exposed 
to oxidation at the surface of the cube. In order to contact with and 
oxidize the interior molecules that make up the mass of the ore particle, 
oxygen must diffuse into the ore particle. It would appear that this 
alone might fix the relative roasting rates of variously sized ore particles 
in that given roasting conditions would lead to the oxidation of a surface 
layer of uniform thickness. 


RoastiInG oF JuDGE CoNCENTRATES AT 650° CG. 


MesuH 


40-60 60-80 80-100 

Maximum screen opening, mm........... OSS L7 Ori OLD, 

Minimum screen opening, mm............ OL2TT ORS ee Onl 27 

Average side equivalent cube............, 0.264 0.184 0.142 
Average volume of cube, mm?........., 0.01834 0.00623 0.00286 

Hours Roastev ExTRActTIon, Par Centr, Zinc 

DOF siti aan con ieee Soe 43.1 D205 

TE OY et dol rea ke 64.6 79.0 82.6 

OBO isucee cee ep ae ee 90.0 92.0 93.0 


THICKNESS OF OXIDIZED SURFACE 
LAYER, IN MILuMerTers, as Caz- 
CULATED FROM EXTRACTIONS 


Sa OR Perce 5 6535 a 0.018 0.015 0.015 
TOM oce Tor eae 0.089 0.038 0.031 
OO. Troe earhenke arene 0.142 0.105 0.084 


| 
| 
| 


Nad ol ; 
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The agreement here is too good to be wholly accidental. The diffu- 
sion rate of oxygen into the ore particle, and thus the roasting rate, must 
be determined by the oxygen concentration at the surface of the indi- 


. vidual ore particle. Oxygen must diffuse into the ore bed before it can 


diffuse into the ore particle itself, and the relative rates of oxidation on the 
hearth and during the dropping of the ore particles from hearth to hearth 
through the roaster gas and the relative rates of oxidation in the ordinary 
roaster, as compared with the Dwight Llo¥d machine or the “porous 
hearth” blast roaster described by Greenawalt,? would indicate that the 
first diffusion step is as great a limiting feature as is the second. 
Diffusion into the ore bed can be, in part, set aside by mechanical 
means, that is, by rapid and frequent stirring or rabbling, or by forcing 
the roaster gas through the ore bed. For example, it is reported that 
considerable success has been attained in Australia recently in blast 


' roasting zinc-sulfide ores for the retort smelter. Diffusion into the ore 


particle itself is beyond control except so far as it can be accelerated by 
increasing temperatures. It will reach its maximum rate when the oxy- 
gen concentration at the surface of the ore particle is the same as the 
oxygen concentration in the roaster gas as a whole. This is very impor- 
tant in its bearing upon fuel consumption in roasting. The energy of 
combustion of the average zinc concentrate is sufficient to heat to the 
roaster temperature some three times the amount of air required for its 
oxidation yet the cost of the fuel used for roasting zine concentrates is 
by far the greater item in the cost of roasting. This will be taken up 
later in discussing the energy balance determined for the Wedge roaster 
at the Judge plant. 

Roasting of Zine Sulfide to Oxide and Sulfate—Zinc sulfate can be 
formed through any one of the following reactions: 


ZnS + 40 = ZnSO, 
ZnS + 30 = ZnO + SO,z 
ZnO ote SO, + O = ZnSO. (a) 
ZnO + SOz. + Fe.Oz = ZnSO, + 2FeO (b) 
2FeO + O = Fe.0; 
ZnO + SO3 = ZnSO, (c) 


There is considerable evidence that the first reaction is responsible 
for most of the sulfate formed. The only gaseous reagent is oxygen and 
there are no gaseous reaction products, therefore, the oxygen concentra- 
tion alone should mainly determine the amount of sulfate formed. 
Reactions (a) and (b) involve two gaseous reagents, so that the amount 
of sulfate formed will be determined mainly by the product of the con- 
centrations of oxygen and sulfur dioxide. 


l| 


2“ Ftydrometallurgy of Copper.” 180. N..Y., 1912. McGraw-Hill Book Co. 


¥ 
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In the case of Bully Hill ore, see Fig. 2, no appreciable amount of 
sulfate was formed until the sulfur-dioxide concentration fell below 2 
per cent. Beyond this point, when the sulfur-dioxide concentration 
averaged much below 1 per cent., 73 per cent. of the zinc was oxidized 
and 94.5 per cent. of that was oxidized to sulfate. Of the added sulfur 
oxidized during this later stage, more than 50 per cent. was converted to 
sulfate. It was found that increasing the air rate, which raises the oxy- 
gen concentration in the roaster gas and lowers the sulfur-dioxide con- 

centration, rapidly increased the amount of sulfate formed. 

In roasting the high-grade Butte Superior concentrates, see Fig. 5, 
no appreciable amount of sulfate was formed until the sulfur-dioxide 
concentration fell below 2 per cent. During the first 4 hr. of the roast- 
ing period, when the sulfur-dioxide concentration exceeded 2 per cent., 
82 per cent. of the zinc was oxidized. During the later period, and while 
the sulfur-dioxide concentration averaged so low that one could breathe 
the roaster gas without serious discomfort, an added 17 per cent. of the 
zinc was oxidized and 85 per cent. of this was converted to sulfate. 
Finely ground ore should lead to higher oxygen concentrations at the 
contact between the interior zinc-sulfide molecules and the roaster gas, 
since it should lead to thinner diffusion diaphragms; it is to be noted that 
fine ore particles consistently lead to greater amounts of zinc sulfate. 

It is by no means clear why a high iron content should lead to the 
formation of more sulfate than a low iron content, but when the low iron 
content Butte Superior concentrate was roasted in the same manner as 
the high iron Bully Hill ore, the Butte Superior concentrate yielded only 
20 per cent. of its zine as sulfate while the Bully Hill ore yielded 76 per 
cent. This relation appears to carry through all of the experimental 
work done; a high iron content seems essential to the formation of large 
amounts of zinc sulfate in spite of the fact that, during that part of the 
roasting period when the zine sulfate is formed, nearly the same propor- 
tion of the remaining zine sulfide is converted to sulfate. 

Zinc sulfate decomposes when it is heated above 575° C., the rate of 
its decomposition increasing rapidly as the temperature is increased. 
This is clearly shown in Fig. 4 and agrees with the known chemistry 
of zine sulfate. Woehler and Plueddemann’ studied the decomposition 
pressures of zinc sulfate heated to various temperatures in closed vessels 
and Mostowitsch‘ studied the decomposition of zine sulfate heated to 
various temperatures in dry air currents. Mostowitsch showed that 
zinc sulfate heated in the presence of iron oxide decomposed more 
rapidly than zine sulfate heated alone, which indicates a definitely 
exothermic reaction between zine oxide (or sulfate) and iron oxide to 
form ferrites. He further showed that the presence of silica did not 


5 Berichte Deut. Chem. Ges. (1908) 41, (1), 7038. * Metallurgie (1911) 8, 763. 
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accelerate the decomposition rate of zine sulfate until the temperature 

exceeded 1000° C., indicating that zinc silicate is not formed below that 
temperature. The data of Woehler and Plueddemann and of Mosto- 
witsch have been plotted in Fig. 14. 

Mostowitsch further showed that the breaking up of zine sulfate at 
750°.C, required 24 hr. for its completion. It is not, then, a rapid reac- 
tion at such temperatures we are concerned with. His data, plotted 
in Fig. 15, are consistent with the existence of one, and only one, reac- 

tion product intermediate between zine sulfate and zinc oxide, and the 
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Fic. 14.—DeEcomposITION PRESSURE OF METAL SULFATES HEATED IN CLOSED VESSELS. 
(Data by Wéhler and Pliiddemann and by Mostowitsch. See footnotes.) 


break in the curve indicates this to be a basic zinc sulfate of the composi- 
tion ZnO:2ZnSO,. This same compound, in hydrated form, is found 
in the zine leaching plant, where it is distinctly disadvantageous. It is 
formed’ by the direct solution of zinc oxide in neutral zinc-sulfate solu- 
tion; it is formed through the precipitation of zine hydrate when lime 
is added to coagulate the leaching solutions and by the action of metallic 
zine upon zinc-sulfate solution with the liberation of hydrogen during the 
purification processes. That basic sulfate is to be found in roasted cal- 
cines is at times indicated by the presence of sulfur, which is insoluble in 
water but readily soluble in dilute hydrochloric acid. The highest val- 
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ues found for such basic sulfate sulfur were determined in Bully Hill 
calcines, which contained 0.74 to 0.89 per cent. 

Formation of Zinc Ferrites—The writer uses the term “‘ferrites”’ 
from mere habit. Hamilton, Murray, and McIntosh’ use the more chem- 
ically correct term ‘“‘ferrates”’ in describing work they did at Trail in the 
way of synthetizing ferrates by heating together intimately mixed por- 
tions of pure zinc and iron oxides. By heating molecular proportions of 


Ca 
i) 


Loss of SO 3 Per Cent 


| Corresponds to a ZnO-2 ZnSO4 


Decomposition above this point is 
determined by decomposition pressure of the Basic Sulfate 


20) 
Decomposition below this point is determined 
by the decomposition pressure of the normal Sulfate 


One kink in curve only — only one basic Sulfate 


0 4 8 12 16 20 24 28 
Hours 


Fig. 15.—DEcomposiTIoN OF ZINC SULFATE HEATED AT 750° C. IN DRY AIR CURRENT 
(Data by Mostowitsch.) 


zinc oxide and ferric oxide at various temperatures, they found that the 
zine oxides became insoluble. The following data are interpolated from 
their plots: 


TEMPPRATURE, Zinc RENDERED INSOLUBLE " 
DEGREEs C, IN 5 Hr., Pur Cent. 
593 0 
648 %3 
704 82 
759 91 
815 100 


From similar experiments, in which the proportions of zinc oxide and 
ferric oxide were varied, they concluded that no ferrates were formed 
that contain more zine than ZnO-Fe.O3, but that when these oxides 
are heated for any length of time above 650° the iron will render one-half 
its equivalent of zine insoluble. They also give the results obtained in 
heating thirteen various ores in a small hand-rabbled muffle furnace at 
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750-800° C. They found that the majority of the ores yielded calcines 
in which the insoluble zine and total iron bore simple molecular ratios, 
but that some of the calcines, notably those from the Sullivan ores, 
carried much less insoluble zine than was to be expected from their iron 
content. Their explanation is of decided interest. 

“In some way, therefore, the combination is prevented from being as 
complete as one should expect from the composition of the ore. One _ 
explanation may be that at this concentration of the zinc and iron another 
compound may be formed than that represented by the formula ZnO-Fe20Os, 
but we have been unable to prove this and regard the existence of any 
combination except ZnO-Fe.03 as unlikely. On the other hand, it may 
be that free crystals of pyrrhotite do not combine as readily with those 
crystals which are directly attached to crystals of blende, or as that iron 
which may be isomorphous with the zinc in the blende.” 

The experimental data presented here were selected to cover the 
various ore types mentioned, and it seems that the experimental results 
leave little doubt as to the correctness of the above explanations. 

The Daly Judge ores contain pure blende and pure pyrite, so coarsely 
crystallized that the crystals can be separated and analyzed to make 
sure that the zine and iron are not isomorphous. Furthermore, the min- 
erals are so coarsely crystallized that the major fraction of the particles 
of concentrate roasted are either blende or pyrite and seldom part one 
and part the other. The concentrates were coarse which made it neces- 
sary to roast them for long periods at temperatures well above the known 
formation temperature of the ferrates. In spite of this, the resulting cal- 
cines contained but from 3.2 to 14.1 per cent. of the insoluble zine called 
for by the iron content and the ferrate formula. 

Bully Hill ore is a massive sulfide in which the minerals are so finely 
divided and intermixed that it is practically impossible to identify blende 
or pyrite. But the ore contains sufficient sulfur to account for the iron 
as pyrite and sulfur is volatilized in roasting. This is presumptive evi- 
dence against isomorphous crystallization since the isomorphously crys- 
tallized iron is invariably FeS rather than FeS:. The ore, however, is 
so finely crystallized that the average roaster feed particle must contain 
both blende and pyrite attached to one another. The careful roasting of 
Bully Hill ore below the formation temperature of ferrates led to 93.6 
per cent. zinc extractions, leaving insoluble zinc in the calcines amounting 
to but 15.7 per cent. of that called for by the iron content and ferrate for- 
mula. Roasting for long periods at 700° C. led t6 65 per cent. extractions 
and to calcines containing 86 per cent. of the insoluble zinc called for by 
the iron and ferrate formula. It is probable that the calcines contained 
some sulfide sulfur, which would still further reduce the amount of insolu- 
ble zinc accounted for as ferrates in the above. 

Broken Hill concentrates appear to consist of isomorphously crystal- 
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lized zinc and iron sulfides. No pyrite is obtrusively visible and the 
concentrates do. not contain sufficient sulfur to account for the 
iron as anything but FeS. No manner of roasting, either below or 
above the formation temperature of ferrate, led to extractions higher 
than 87-88 per cent., and the same extraction was invariably obtained 
so long as the sulfides were oxidized. The amount of insoluble zine 
left in the calcines is slightly greater than that called for by the iron 
content. 

The Frisco concentrates appear to be made up of isomorphously 
crystallized iron and zinc sulfides, and the highest extraction obtained 
still left in the calcines 80 per cent. of the insoluble zine called for by the 
ferrate formula. . 

The formation of ferrates can take place in but two ways: The reac- 
tion takes place between two solid oxides or one (or both) of the oxides 
must be sufficiently volatile to distil into contact with the other. 
It seems more probable that the first is the more important and that unless 
the iron and zine are isomorphously crystallized there must be mutual 
diffusion of one oxide into the other before the reaction can take place. 
Diffusion is, at best, an extremely slow process, hence ferrates are formed 
readily only when the zine and iron are isomorphous. When blende and 
pyrite are firmly attached to one another there is, at least, a common 
contact plane through which diffusion can take place. Probably no 
ferrate is formed if the temperature is kept sufficiently low, and more 
ferrate is formed as the temperature is raised and the diffusion rate is 
increased. Ores of this type, like the Bully Hill ore, can be commer- 
cially roasted to yield far better extractions than ores containing similar 
amounts of zine and iron that are isomorphous. 

Finally, when the roaster feed is made up mainly of separate particles 
of blende and pyrite, as in the case of the Judge concentrates, and possi- 
bly in the case of the Butte Superior concentrates, there are only casual 
contacts between the iron and zinc particles through which diffusion can 
take place and the formation rate of ferrate is so low that it scarcely 
enters into the roasting problem at all. 

Solubility of Iron in Roasted Calcines—Much dire distress was pre- 
dicted in connection with the leaching of ferruginous calcines. Iron is 
very readily oxidized and the trouble in the leaching plant has been due 
to leaching too little iron rather than too much. At Bully Hill, the aver- 
age leaching solution, made up to 100 gm. zine per liter by leaching cal- 
cines with acid and water, contained 0.020 gm. of iron per liter. Later 
on, when it was found that dissolved iron was essential to the complete 
removal of arsenic and antimony, we tried to so roast the ore that more 
iron would dissolve; to use such acid concentrations as would lead to dis- 
solving more iron; and finally purchased iron and iron salts as being 
the cheaper alternative. The solubility of iron at various stages of the 
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roasting process is indicated by the following data taken from the Wedge 
furnace at the Judge plant (experimental series 1, Table 2): 
Soiusie [ron BAasEp on 


Beep Catctnges, WEIGHT 
UMBER Perr CrEnt. 


0.3700 
0.2870 
0.2255 
0.1292 
0.0431 
0.0046 
4 0.0015 

Behavior of Manganese.—Practically all the manganese dissolved in 
the leaching plant is present in the calcines as manganese sulfate, which 
is stable at higher temperatures than zine sulfate. Ordinarily, about 
10 per cent. of the manganese present in the calcines will be dissolved in 
the leaching plant. 

Behavior of Silica—A bugaboo in the shape of ‘colloidal silica’”’ has 
traveled about the various electrolytic-zinc plants and great importance 
has been attached to tracing it to its source. The natural oxidized zinc 
ores (oxide, carbonate, and hydrated silicate) frequently do give trouble 
in the leaching plant since considerable amounts of silica can be dissolved 
from them and it requires but 2 or 3 gm. of silica to gel a liter of solution. 
All siliceous calcines worked with have yielded very small amounts of 
silica to the solution and it does not appear that the amount of silica 
dissolved bears any relation to the source of the roaster feed, nor to its 
total silica content. Trouble from dissolved silica has frequently been 
traced directly to the lime or limerock used for neutralizing and coagulat- 
ing the leach solution; probably this is the more frequent source of trouble. 

Behavior of Bases.—The acid consumption in leaching various cal- 
cines makes it appear that both lime and magnesia are converted to 
sulfate in the roaster. In no case has it appeared that these bases con- 
sumed acid in the leaching plant. Magnesium sulfate is a cumulative 
impurity in the zinc-plant solutions but it has not been of any importance 
in any instance as yet on record. 

Behavior of Lead.—Lead sulfide is converted to lead sulfate during the 
early stages of the roast and is left in the calcines as sulfate, since the 
lead can be almost completely extracted from either the calcines or from 
the leach-plant residues with strong sodium-chloride solution. It does 
not appear that any insoluble lead-zinc compounds are formed but there 
is a very marked tendency for high lead concentrates to sinter in the 
early stages of the roasting process. 

Behavior of Arsenic and Antimony.—Both arsenic and antimony are 
volatilized in roasting, but not so completely as to render them unimportant 
in the calcines. In roasting ores from the North Star mine (Hailey, 
Ida.) in the small electric roaster, the outlet air tube became choked with 
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arsenic trioxide shortly after the roasting had started, and further evolu- 
tion of arsenic soon ceased. 


Hours ar ARSENIC IN CALCINES, 
650° C. Per Crenv. 
0 2.96 
5 5 0.25 
10 0.20 
20 0.20 


Antimony appears to be less completely volatilized than arsenic. 
From the operating standpoint, it matters little whether the roaster 
feed carries a fair fraction of arsenic and antimony, or whether it carries 
a barely detectable trace of them. In either case enough arsenic and 
antimony will be dissolved to cause need for their removal from the leach- 
ing solution. 

Behavior of Copper.—Ordinarily the roasting temperature used in 
roasting for zinc extraction is too high to yield a high copper extraction. 
As much as 50 per cent. of the total copper has been dissolved in regular 
practice, but the average is probably nearer 20 per cent. 
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APPENDIX 
Heat Balance-Judge M. & S. Co. Wedge Roaster 


Kg. Calories 
Combustion Heats 


| Per Mol. | Per Kg. of Metal 
Calcine | 

ZnS + 40 ESO A Ae cere 186.6 | 2850 Zine 
TeSurs 8s ano 4 SO Me eee | 111.1 | 1700 Zine 
EbSE RAO T= JP bSOR Me ee eee eee | 195.4 | 945 Lead 
DheSacHr LO =" HesOs--486.,. 0. ee eee 425 2 3800 Tron 
Asse 90 = As,Os-+- BSOo 2.2000 sp okbce | 3384.0 2230 Arsenic 
SbiS3 + 90 = Sb20; + 380z.................| 340.4 | 1420 Antimony 
CuS + 30 =e CUO) Selo SO) ae ee ee 98.9 | 1555 Copper 


Coal, Rock Springs, Wyo.¢ 


Per CEenrT. 
Bay's 10> 50 ag ange aoe cg eee 5.36 
OD ih ing 4 (se 9"s: 6 sb-4 Wighr ce Rae age Secs she ete 21.04 
Cid naga tee » dina dl a ale BUI te ee 66.15 
ASH. Aa2s forsee oe ANS Rha are 5.48 
B.t.u. per pound.. 2i tet bls SOO tere 6550 Kg. cals. per kg. 


Net oxygen required for complete combustion, 1.984 kg. oxygen per kg. coal. 


anaes and combustion data from Marks’ Handbook; analysis as received 
(8.53 per cent. moisture), 
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seoderen Dara | . 3 | 4 - 7 
Tons concentrate per day........... Sonn ore 26.70 | 30.00 | 34.00 | 37.00 
PEGnS CORE DOM GROMMET  ............0.05 00, O00 4 (Dae evo Ay oF 
Concentrates analysis 
Zinc (as ZnS), per cent........................| 39.90 | 38.90 40.60 | 41.20 
Tron (as FeS,), per'cent.......................|" 8-63 7.00 | 6.46 | 7.82 
Lead (as PbS) average, per cent. Lae oes PY at 3.00 | 3.00} 3.00! -3.00 
Arsenic (as As2S;) average, per cent... ea ee 0.30; 0.380} 0.380) 0.30 
Antimony (as Sb.S;) average, per cent.....’..... 0.30 0.30 0.30 | 0.30 
Copper (as CuS) average, per cent............. POO Gel 00k 00s mele 00 
Disposition of above constituents in final calcines 
Zme to sulfate, per cent.22.......;.-...520)...) 1,78 | 1.59.1 1¥98 a5) 
Hine to oxide, per. cent b. te. ete el. | 89.00 | 81.70 | 80.30 | 75.65 
Zine as sulfide, per cent........000.0.....000005. | “922016272 118 y425iF 92-20 
Assumed 
: Head torsuliate, percent... 30.25... i 6a. 0 ss. . 100.00 100.00 |100.00 |100.00 
i: Proeteeres Oe Der tent. 77. ss ke 100.00 |100.00 100.00 |100.00 
I Copper to CuO, per cent...................... 100.00 100.00 100.00 |100.00 
: Arsenic-antimony to M2O;, per cent........... ‘100.00 100.00 |100.00 |100.00 


Heat SUPPLIED 


Per ton concentrates charged to roaster kg. calories. 


1 2 3 4 
Beynsto oxide A .. 545,000 | 493,000 502,000 | 481,000 
MOT LOISUlia Leen ton 6. oh sos os 18,300 16,000 13,400 | 16,400 
EO EO BUMMER. ge niyo ors 2 - iene} 25,700 25,700 25,700 25,700 
BesotonHesOzeeaeccn .-- San. Jl 297,000 | 241,000 | 222,000 | 269,000 
ose to AsO; onsite | 6,000 6,000 6,000 | 6,000 
SPct to sb.0n0. 0. ff... 4,000 4,000 | 4,000 | 4,000 
(CUS Gree os ora Geena 14,000 | 14,000 | 14,000 14,000 
pe | | 
Fhotal concentrate. ...2.-....-- 910,000 799,700 787,100 | 816,100 
Coal per ton concentrates. ...... 1,300,000 - 996,000 | 873,000 725,000 
Total per ton concentrates...... 2,210,000 | 1,795,700 | 1,660,100 | 1,541,100 
Total heat supplied to Caaeed | | 
per day, kg. calories | ioe 
Mons'concentrate......--20...- | 26.7 | 30.0 | 34 i S70 
Total kg. calories X10°....... 59.0 53.9 | 56. 57.1 
Distribution of heat supplied | 
Per cent. supplied by concentrate) 41.2 44.5 | 47.3 52.8 
Socom 62.7 47 .2 
Per cent. supplied by coal...... 58.8 | : | . ; 
100), OcR eae LOOKO | 100.0 100.0 
| 
aaa ae ee ee a Sk 
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Heat Accountep For, Ke. Catories X 10° ppr Day 


Series 1 2 3 4 

CALCINES: 

U Mavis} tl tiie See Nate crs oe ta ey, 24.20 | 27.00} 30.60 | 33.30 

Temperature, degrees C., approximate. .| 700.00 700.00 | 700.00 | 700.00 

Calories X 108 per day......-.-++ +--+ +) 2.94 | 3.28 O.tL 4.04 
Coouine WaTER: | | 

26 gals per Mile. on sie we da ls Soe 

Incoming temperature, 8° C........... 

Outgoing temperature, 37° C..........- 
Galoricsp 10% per day.css.0--222 eo) 2.99 2.99 2.99 2.99 
RADIATION: 

Total exposed surface...........-- 3000 sq. ft. 

Mean effective temperature........ (rite (6s 

Radiation-watts per sq. ft......... _ 42, approximate 


Calories: Xp LO per days sacs + eee a 2.70 | 2.70 2.70 2.70 


MolstTurRE IN CoNCENTRATE, EVAPORATED 
on Drier HEARTH: 


Per cent. moisture average............. 3.00 3.00 | 3.00 3.00 

Tons moisture per GRY «oa. 1 ei- ce 0.77 0.90 1.02 1.18 

Calories ex<41 O8tper day -.c.0t « ereenonor 0.42 0.49 | 0.55 0.60 
MorsturE IN CoAL, ELIMINATED AT STACK 

TEMPERATURE: | 

Per cent. moisture, approximate....... 5.48 | 5.48 5.48 5.48 ° 

(Tons moisture per G&y.c. =. = tea 0.30 1) 0.265)5 7 0-26 0.23 

Galories <i105 per day asecncoa-- os hres 0.23 | 0.19} 0.19 0.17 
Srack Losszs, Toran SupriiepD Less THAT | 

ACCOUNTED FOR ABOVE: A 

Galories C108 per Cay sewn... <0 =» orien 49.82 | 44.25 46.26 46.60 
DistripuTioNn oF Heat ACCOUNTED FOR, | 

IN Per Cant. oF TOTAL: | 

Inoaloing. soe sate ee ey esacee £08 OL OD Mima amma 

In Cooling Waters. v.45 sc asm Sct 1 O00 th O05 Meo. ou 5.24 

BV OLAGIAUION cays. See eimarreneecl Ate eet | "4258 5.02 4.80 4.73 

By moisture in concentrates........... joan ihr a 0.91 0.98 1.05 

ByemMoiscure 10. Coal neck ec ei ce eee 0.39 0-35 0.34 0.30 

Tn ‘stack: Pasesscc. craic wmgae ele sere 84:30 | 82.10 82.00 81.60 

Total.......... 02 cece eee eee ee eee! 100.00 | 100.00 100.00 | 100.00 


Gas Volumes, Gas Temperatures, Stack Heat Losses.—As previously 
stated, the pyrometer couples in this roaster were installed in grooves 


: 
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cut into the upper surface of each hearth. The temperatures reported 
throughout are calcine temperatures rather than gas temperatures. The 
following comparison of gas and calcine temperatures covers one day’s 
operation under uniform conditions: the usual pyrometer installation is 
made with the thermocouples so arranged as to measure gas temperatures 
rather than caleine temperatures. It is the calcine temperature which 
determines ferrite formation, and not gas temperature directly. We 
had trouble with the couples placed in the hearth in that as the hearth 
raised the couples were pried out and caught by the rabble blades. 


HeartH NuMBER TEMPERATURES, DEGREES C. 

Hearth Gas 
1 495 400 
2 690 590 
3 660 585 
4 | 700 575 
5 li 735 600 
6 | 730 685 
a | 700 450 


This is the only direct comparison at present available and in that 
which follows it is assumed that the difference between calcine tempera- 
ture and gas temperature remains as above. 


Serics 1 2 3 | 4 
Menmperinrestitai. Meath ns ocencls cols ox50syrer lke | 550| 524 537 478 
Temperature stack gas, approximate............. 455 429 442 383 
Calories X 108 (accounted for by difference) in stack! 
rases mas pemnent DAlaNCG..cc- so ena e hae 49.8|} 44.3) 46.3] 466 


Corresponding gas volumes, referred to 10° C. and | | 
7500 ft. altitude: 


@ubiesmeterssperdayu oc | 0322-6 il. some. ee | A477 462 468 546 

Cubicsicetipersaminutesisc 5. eae pee 28 cine na eo | 11,700 | 11,300 | 11,450 | 13,350 
Sulfur dioxide, volume percentage calculated from | | LE aleun OS 

sulfur burned and above gas volumes: | | 

Calculated percents OOsmee nie tutes aaa el: 1245)\) 1.59 

Determined: percents SOz.2.52 2.2.08 «es de. os oi | 2.0 


Air volume required to theoretically account for | 
complete combustion of coal and concentrates as 
above, assuming 100 per cent. utilization of 
oxygen contained in air, cubic feet air per minute: 


IByCOMCEMULA LES smtety cs cal: Sane ae stern tater ice: 1,315 | 1,245) 1,400] 1,500 
IB yeCOal see icicke Oleratrcken dom chil aon eee 1,170) 1,045) 1,060 910 
ANON seo poe ae CO RSLS C0 wea Pace 2,485! 2,290) 2,460) 2,410 


Corresponding maximum SO: content obtainable, 


with coal consumption as given: | 
Rerecentepe Osta. seen eric ctate cit tei iersy ss oss 7.50} 8.02} 8.42} 8.95 
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The agreement between the calculated sulfur-dioxide concentrations 
in the roaster gas and the determined concentrations is sufficiently close 
to fix the air-feed volume between 10,200 and 11,450 cu. ft. (285 and 
320 cu. m.) per min. for series 3. It is to be noted that the mean of these 
volumes [10,825 cu. ft. (303 cu. m.) per min.] is something like 7.8 times © 
the air volume theoretically required for the oxidation of the concentrates, 
and something like 4.4 times as great as the air volume theoretically 
required for the concentrates and for the coal actually consumed. 

More than 80 per cent. of the heat supplied to the roaster is accounted 
for in the stack gases, and it would appear that a very considerable 
reduction in coal consumption could be brought about by reducing the 
amount of air fed to the roaster without materially affecting the opera- 
tion of the furnace. With the furnace arranged as at present any addi- 
tional air fed to the furnace must be heated to the stack temperature (at 
least) through combustion of coal and at the expense of oxygen contained 
in that air. It does not appear at all impossible that the use of an ex- 
cessive volume of air might actually lead to lower oxygen concentrations 
in the roaster gas, and thus to lower oxidation rates and to lower roaster 
capacities. 

The following calculations, based on the roasting of 30 tons of con- 
centrates per day, as in series 2, are at least interesting in that they 
indicate some possibilities of air volume control. 


Auu Arr VoLUMES REFERRED TO 10° C. AND 7500 Fr. ALTITUDE 


(Judge Plant) 


Gubic feet air per minute......00.5..00+ + ress 2,290 | 4,000 | 6,000 | 8,000 | 10,000 12,000 | 20,000 


Cubic feet per minute to stack.............. | 1,920 | 3,640 | 5,640 | 7,640 | 9,640 | 11,640 | 19,640 
Kg. cals. xX 106 accounted for per day in stack) | | | 
gases leaving at 450° C...........+seeeeee | 9.5 | 15.1 | 23.3 | 31.5 | 39.7°| 48.0 | 81.0 
Kg. cals. X 106 accounted for per day in calcines, | | | | 
cooling water, radiation, ete., see heat balance.| 9.7 92% |ey8e7 Hex Qie7 Wee Oiyar aeRO siz | Oi, 
Total kee. Cals, 261 08. treysieria ale sie 0) 00) 6lorerelety elvis 10.25) OAs a 33) Onl a teo e AOL. 57.7) | 0087 
Kg. cals. X 106 supplied by concentrates in | 
MOASUIN SUH OM sie cteletayeretere sister® cert elute sieste arenes 24.0 | 24.0 | 24.0 | 24.0 | 24.0 24.0 24.0 
Kg. cals. X 106 required from coal to balance ....—4.8 | 0.8 | 9.0 | 17.2 25.4 | 33.7 65.7 
Coal required to supply needed heat assuming | | | 
100 per cent. combustion efficiency : 
Koh non ad ayer. cy nemsiitie no suse ae butte etre eta | 0.0} 115 | 1,290 | 2,470 3,640 4,830 9,450 
Per cent. of concentrates weight...........) 0.0 0.4 4.9 9.1 13. ot See: 36.1 
Per cent SOz in roaster gas.........+.e esos] 8.0 a Sees 7 2.0 1.6 les 0.8 
Per cent, oxygen in roaster gas (a) assuming no, | 
coal consumed, (b) with coal consumption as) 
indicated: | : | 
Poet O Waar time ett sc reser | 10.4 | 18.8 | 15.8 | 16.9 | 17.8 | 17.9 | 18.7 
Dortociit.! O.90) soc nee bok ae ae ees |/10.4 | 13.6 | 14.6] 15.3 | 15.7 || 15.9 | 16.4 


If we assume that the oxidation rate, and therefore the roaster 
capacity, is proportional to the oxygen concentration, and this is an 
ultra-conservative assumption in this case, the relation between air 


oe ere 
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volume, roaster capacity, and fuel consumption must be something like 
the following: 


RELATIVE 
Cusic Freer or AIR Prr Crent., Roaster Per Crnt., Furn Tons Coat Per 
PER MINUTE. Capacity CONSUMPTION Ton CoNncENTRATE 
4,000 86.5 2.9 0.004 
6,000 93.0 35.3 0.049 
8,000 97.5 Ghosom: 4 0.091 
10,000 (assumed unit) 100.0 «100.0 0.139 
12,000 101.3 133.3 0.185 
20,000 104.5 253.0 0.361 


It appears quite certain that there is more to be gained in fuel economy 
through careful study of air volumes than there is to be gained in greater 
roaster capacity through the use of excessive air volumes. 

The Wedge type of furnace was probably developed to serve the 
particular purpose for which it is mainly used, that is for the incomplete 
combustion of sulfides without need for outside fuel, rather than for such 
complete combustion as is necessary in roasting zine concentrates. 
There is little or no indication that this type of furnace cannot be well 
adapted for the roasting of zine sulfides, as well adapted perhaps as any 
other type of furnace, but it is possible that it will require considerable 
study and, possibly, some special development of the furnace and prac- 
tice, before completely satisfacrory and most economical operating con- 
ditions are both realized. ; 


100 o-——0——— 8x1 ® 
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Fig. 16. 


The furnace is at present updrafted, and the calcines pass downward 
through the furnace. The major fraction of the heat evolved by the 
burning sulfide is liberated in the upper parts of the furnnce, is imparted 
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to the roaster gas, and is carried on upward through the furnace. In the 
lower parts of the furnace, insufficient heat is evolved to maintain the 
temperature required for complete combustion in reasonable time. This 
is brought out in Fig. 16, where curve A indicates the amount of heat 
absorbed by the calcines (weight, specific heat, and temperature of the 
calcines); curve B indicates the total amount of heat accounted for on 
each hearth in cooling water, by radiation, and absorbed by the calcines; 
curve C indicates the amount of heat evolved on each hearth by the com- 
bustion of the sulfides. The shaded area between curves B and C rep- 
resents an amount of heat that must be supplied merely to maintain 
the roaster temperature, and the unshaded area between the same two 
curves represents heat that should be available for supplying the defi- 
ciency on the lower hearths and for heating the roaster gases, without 
resort to the use of coal or other fuel. 

It is clear that so long as the furnace is updrafted there is no possi- 
bility of utilizing the excess heat in the upper parts of the furnace to 
make up the deficiencies in the lower parts of the furnace. That defi- 
ciency, which must be made up through the use of other fuel, amounts to 
3,000,000 kg.-cal. per furnace per day and is made up almost wholly of 
cooling water losses and radiation, both of which can be reduced some- 
what. In addition (at the Judge plant, and it is the usual arrangement), 
some 5000 cu. ft. per min. of air, used in cooling the upper rabble arms 
and thus heated to 165° C., is discharged into the fifth hearth chamber 
and must be heated to about 600° C. if it is not to cool that hearth 
materially. The heat required to heat this air is supplied by the 
combustion gases from the coal-fired grates; and in order to effect the 
600° C. average temperature in the hearth chamber these combustion 
gases are actually maintained at nearly 1400-1500° C. (as measured in 
the flues that connect the coal-fired combustion chambers with the 
roaster). Less than 5 per cent. of the oxygen required for the combus- 
tion of the sulfides is consumed on the lowest three hearths, and evidently 
only a very few hundred cubic feet of air per minute would be sufficient 
for this purpose. The excessive amount of air introduced into the fifth 
hearth chamber, however, makes it necessary either to add very much 
larger quantities of hot combustion gases in order to heat this air, or else 
to add smaller quantities of combustion gas heated to excessive tem- 
peratures. Under the conditions maintained while the experiments were 
in progress, the temperatures in the combustion gas flues were such that 
only silica brick would stand up, and it is evident that one cannot get 
much further on by heating still smaller combustion gas quantities to 
still higher temperatures. It would seem that better results could 
possibly be obtained by either discharging a fair part of the air used 


for cooling the rabble arms outside the furnace or, at least, higher up 
in the furnace. 
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Again, the major item of upkeep expense of the roaster has certainly 
been occasioned by the extremely hot gases entering the roaster from the 
firebox flues. It would not appear at all impossible that much of this 
trouble could be done away:with, and that the roaster could be made 
virtually independent of outside fuel, by downdrafting all the furnace, or 
at least the lower five hearths. To do this would probably require ex- 
haust fans, since otherwise noxious gases weuld probably fill the roaster 
building whenever a roaster door was opened; but this does not seem to 
be a very decided disadvantage. Neither does it appear impossible to 
substitute electrical energy for fuel firing, with the furnace otherwise 
unaltered as regards the draft arrangement. At most, it would require 
the supply of some 3,000,000 kg.-cal. to the roaster per day at a tempera- 
ture potential well within the reach of metal heaters. This amounts to a 
continuous load of some 145 kw. per furnace, and this could certainly be 
reduced if a little attention were paid to the rabble arms and furnace 
walls of the lowest hearth chamber. An electrolytic-zine plant must in | 
any case have cheap power, say 0.4 to 0.5 c. per kw.-hr. Good coal 
scarcely exists in the districts where electrolytic-zine plants appear to 
have their most promising future, and even poor coal in some of these 
districts is very expensive. The writer has in mind one prospective 
plant for making 150 tons of spelter per day where coal yielding 8000 
B.t.u. per lb. will cost $12 to $15 per ton, and where power will not exceed 
$15 per hp.-yr. . The use of power, say at the rate of 100 to 200 kw. 
per furnace, with a furnace capacity of 30 to 40 tons per day is by no 
means out of question as regards the relative costs of power and coal, 
and it would appear possible that the use of power would lead to a more 
uniform roaster practice. 

Again, the writer has in mind several interruptions: of service at the 
Judge plant during recent winters through failure of the coal supply and 
through failure of the transport service between the coal mine and the 


' gine plant coal bunkers. The question of fuel economy and of the possi- 


ble substitution of power, for fuel-is not, then, so far fetched as it might 
appear, and it has led to the building of a small electrically heated roaster 
with which it is hoped that some of these possibilities may be explored. 


DISCUSSION 


G. D. Scuout, Keokuk, lowa.—I want to emphasize the point brought 
out: if solutions are absolutely pure, the tank-house troubles are very 
few. If you have one part in two million of antimony, you will have 
trouble, and lots of it, in the cell room; that is about the gage you might 
take of the degree of purity to which the electrolyte must be brought. 
Our investigations have not been exhaustive, as the plant with which 
I am connected is being dismantled. When we knew we were going 
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to dismantle, we ran a good many tests, doping the commercial cells 
with impurities, such as arsenic, cobalt, and nickel. Cobalt is very 
injurious and must be kept very low. 


C. A. Hansen.—I should like to call attention to one more matter, 
Leaching processes generally are assuming an increased importance, and 
they are sure to become much more important than they have been in 
the past. We have in this country large deposits of low-grade copper 
ores, such as that at Ajo. In general the surface portions of the ore- 
body are oxidized, the underlying ores are the original sulfides, and the 
intermediate ores contain both sulfide and oxidized copper minerals. 
So far leaching has been confined to the treatment of the oxidized surface 
ores with sulfuric acid. This treatment recovers little or none of the 
sulfide copper. On the other hand, present concentration methods 
applied to the mixed ores recover but little of the oxidized copper. It 
is therefore proposed to crush the mixed ore, leach out the oxidized 
copper, grind the leached tailings, and recover the sulfides by flotation. 
I believe that there is an excellent chance that we can make an 85 per 
cent. extraction of all of the copper in mixed ores of this coaracter by 
roasting and leaching them, and that the operating costs for such a proc- 
ess will not be as great as the costs of leaching followed by flotation. 
The development of such a process depends very largely upon working 
out proper roasting methods. It seems to me that the small electrically 
heated roaster which was used for the zinc-roasting experiments points 
to a readily available tool for exploring the copper-roasting problem. 


EK. H. Haminton,* Salt Lake City, Utah (written discussion).— 


There is a difference in the results obtained in roasting in a muffle, or ~ 


single-hearth furnace, compared with results obtained when the hot ore 
drops from one hearth to another through a current of hot gas, as in the 
case of McDougall, Herreshoff, and Wedge furnaces. When dropping 
through the hot gases, there is an intensified action on the small particles, 
which flash up at an intense heat while the mass and relatively smaller 
surface exposure holds down the heat in the larger particle. Where 
iron is in close contact with the zinc, the tendency to form ferrite is 
greater in the very fine material, while the tendency to have unroasted 
zinc increases with the size of the particle. 

In the grinding of ore in a dry tube mill without air separation, there 
is a marked difference in the proportions of. the various sizes from the 
product obtained by wet grinding in closed circuit with a Dorr classifier. 
It is necessary to exercise good judgment in deciding the best procedure 
for grinding. Itis not correct to screen out the various sizes of the leached 
product and have these analyzed and then assume that the size which 
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contains the higher per cent. of zinc is yielding less zinc. In some cases 
T found that the finest particles from the leached product ran high in 
zinc; but this was partly due to the fact that the finest material in the 
roasted product ran relatively high in zine. 

In all roasting operations, sizing of the particles is of the greatest im- 
portance. This is especially true of roasting mixtures of iron and zine 
sulfides for zine leaching, because the unroasted sulfide of zinc is not 
dissolved; and if ferrate of zinc is formed, exch unit of iron renders 0.58 ~ 
unit of zine insoluble. 


C. A. Hansen.—As with many otlier new processes, certain advan- 
tages have erroneously been claimed for the electrolytic zinc process, 
erroneous at least in degree. In particular, it has been claimed that low 
zinc content ores can be advantageously treated directly by roasting and 
leaching. Many of the ores in this class are ferruginous; the majority 
of them can be concentrated by old and well established methods; 
and, in my opinion, concentration ahead of roasting and leaching will 
generally make for a better economic return than the direct roasting 
and leaching of the original total ore bulk. In either case, the ore must 
be crushed and ground; the concentrator expense, aside from the grinding 
costs, will generally be less than the roasting cost, per ton of material 
handled; the cost of roasters alone, when treating the entire ore bulk, will 
generally be greater than the combined cost of concentrator and roasters 
if the ratio of concentration materially exceeds 3:1. The extraction of 
zine will ordinarily be as great for the combination of concentrator 
and zine plant as it will be for the zine plant alone, while the zine plant 
costs will be diminished in many respects in proportion as the tonnage 
requiring treatment is diminished. In the west, practically all of the 
zine ores carry valuable byproducts—gold, silver, lead, copper. These 
byproducts become available only through smelting processes. Their 
concentration in the original ore is seldom such as will permit sending 
the leach-plant residues to the smelter, while their concentration in the 
leach-plant residues resulting from the milled product will generally 
make it profitable to smelt those residues. 


O. C. Rautston (Niagara Falls, N. Y.).—I have noticed that, where 
ferrites are troublesome in the roasting of zine ores, the extraction is 
usually very much lower than where they are not supposed to be present. 
I think that ferrites sometimes are blamed for some unroasted zine for 
the reason that when ferrites do form, the temperature of roasting is 
usually maintained somewhat lower than is allowed where iron is not 
present in a form that produces ferrites. Grading the ore will, therefore, 
allow us to get the highest temperature conducive to good roasting 
without the formation of ferrites. 
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Mr. Hansen says that when roasting a ferruginous blend, it is much ~ 
easier to form sulfate of zinc. It seems to me that this is fairly easily 
explained from the fact that iron oxide is the contact material very often 
used for making sulfuric acid, and from that angle, it seems very reasonable 
that marmatite ores should allow us to form a greater proportion of the 
zinc sulfate during roasting. I feel that marmatites are perhaps blamed 
for more than they might be. In my experience, the most extreme case of 
iron sulfide in solid solution with zine sulfide—which constitutes marmatite 
—contained about 14 per cent of iron in the purest piece of the mineral 
that could be picked from the ore and was almost coal black. The same - 
piece of mineral ore would contain, say, 54 per cent. of zine. 

The formula for ferrite of zinc would only call for about the equivalent 
weight of zinc on iron which, in this case, would be, say, 15 per cent. of 
zinc. In other words, if ferrite were the explanation of low extraction 
of zine during leaching, the iron in that ore should have held back 1544 
of the total zinc. Actually, it was impossible to roast the ore to leave 
only that amount of zinc behind, and you could always find some un- 
roasted blende on grinding and mechanical separation in the laboratory, 
which seems to say that the formation of ferrites makes it impossible for 
us to roast it at a temperature which will allow complete desulfurization. 


THe CHarRMAN (KE. P. MatHewson, New York, N. Y.).—The Ana- 
conda Mining Co. has a plant that produces daily 150 tons of electrolytic 
zinc. The Consolidated Mining and Smelting Co. of Canada has a 
plant at Trail, B. C., that was producing regularly 30 tons of electrolytic 
zine per day, but during the war the capacity was increased to double 
that. In Australia, they built one plant to produce 10 tons a day; that 
plant is so successful that they are going to increase it immediately to a 
capacity of 100 tonsaday. There were several small plants in the United 
States. One was producing 7 to 8 tons of zinc per day. The war prices 
for high-grade zinc, of course, assisted a good deal in the.development of 
the process. Now that the war prices are being modified and the demand 
for zine temporarily lessened, the work is greatly curtailed. 


Dorsry A. Lyon, Washington, D. C.—As Mr. Hansen has brought 
out, we must look to hydrometallurgical processes to treat our ores. I 
believe that the day of the old-line treatment of those western ores is 
past. We will have to find a treatment for ore where we are far away 
from railroads, and under desert conditions, where we have no water, or 
have to contend with one kind of fuel; the electrolytic zine is just one 
phase. Notwithstanding the great progress of the last few years, there 
will be greater progress in the treatment of these ores in the next decade. 


C, A. Hansen.—It has been said that the electrolytic zine process is 
not a poor man’s process. The criticism is a valid one. Aside from 
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the cost of the primary power station, the cost of a completely equipped 
electrolytic zine plant may be taken atfrom $30,000 to $20,000 per ton per 
day of zine capacity, as compared, for example, with something like 
$35,000 or $40,000 per ton of copper per day capacity for a large smelter 
and refinery treating fairly rich copper concentrates. I believe that, in 
respect to plant cost, the electrolytic zine plant compares favorably with 
that of the alternative retort plant, whateyer the scale of operations. 


G. D. Scuott.—The plant at Keokuk was small, about 10 tons a 
day, but it was very successful. It is not being dismantled on account of 
failure but because it was decided not to build a commercial plant at this 
time. We had a peculiar plant; we treated fume entirely. A combina- 
tion of fume and concentrates would be very good. We did not have 
time enough to develop as much of that work as we wished, but we did 
do a little with a combination of roasted Joplin ore and fume. The 
great difficulty in electrolytic zine is the impurities. It is necessary to 
work to a very close limit and if roasted ore is combined with the fume, 
it is possible to dilute the impurities that come from the fume, and then 
by liberating certain portions of the solution every day, a happy medium 
may be obtained. There is much work to be done along these lines. 


J. W. Ricuarps,* South Bethlehem, Pa.—I do not know exactly 
why the metallurgy of zinc in America has run toward the electrolytic 
method and in Europe toward the electrothermal. At present four 
plants in Norway, Sweden, and Finland are working on zine ore by the 
electrothermal process and they are apparently prosperous. They have 
not taken up electrolytic methods at all. The reason may be their very 
cheap power. A furnace in southern Norway of 1000 kw. capacity is 
working on distilling zinc from zinc dross, possibly dross brought over 
from Germany. That furnace is operating with about 2000 kw.-hr. per 
ton, distilling the zinc at a cost of about $12 a ton. A very interesting 
side business was the distilling of an alloy containing 9 per cent. zinc and 
4 per cent. copper, which was used for some purpose in Germany dur- 
ing the war. The zine distilled over, leaving the aluminium-copper 
alloy, with lead and iron, for which they had found no use. Electric 
furnaces for working ore and distilling zinc have found a permanent 
place in the Scandinavian countries. 


C. H. Futron.—Are any details as to the type of furnace used in 
Norway, Sweden and Finland available? 

J. W. Ricuarps.—At the present time, the companies are extremely 
secretive. They say they are working under the De Laval patents or 
some modification of them but will give no information as to the form of 


the furnace. 


*Prof essor of Metallurgy, Lehigh University. 
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O. C. Ratston.—It seems to me that the electrothermic extraction 
of zine, when we know better how to operate it, will probably be better 
adapted to the small pocketbook. Mr. Allmand’ describes a zine dis- 
tilling plant built during the war, or just before, in the Cologne area, 
which he investigated for the British Government. He describes a 
large, cylindrical furnace, 15 ft. in diameter by 15 ft. long with four 
electrodes at each end, and a smaller condenser with its end abutting on 
to the furnace proper. It was stated that a 77 per cent. recovery of zinc 
was made in this furnace during the war, with a zinc fume and zinc oxide 
charge, containing over 70 per cent. zinc. Until this recovery is im- 
proved, I do not think this furnace will compete with ordinary thermic 
zinc, but it seems to be a very promising kind of furnace and does not 
involve briqueting, with its endless troubles. Incidentally, the expense 
would be lower, as no particular preparation of the charge is necessary, 
whereas one of the papers read today describes an electrothermic zinc 
extraction process in which a highly involved briqueting, calcining, and 
handling treatment is used. These recent developments in electric 
zine distilling lead me to feel that economic units of small capacity, 
united to the size of small pocketbooks, will soon be possible. 


Cuarrman Matuewson.—I would like to modify the last speaker’s 
statements to some extent. In the first place, the power required in the 
electrothermic treatment is about two and a half to three times as much 
as that for the electrolytic, so that power must be extremely cheap for 
that process to compete with the electrolytic method. Further, it has 
been found that for successful electrothermic treatment, a preliminary 
treatment must be given to the ore. 


C. H. Funron.—What power is required for electrolytic zinc? 


CHAIRMAN MatHewson.—The power is calculated on the zine pro- 
duced from the solution; you can easily average 10 lb. per Klowatt-day 
by the electrolytic method, but only 4 lb. with the best electrothermic 
treatment. For days at a time, considerably over 12 lb. per kilowatt-day 
has been produced in some of the electrolytic plants. 


C. A. Hansen.—We have consistently made zine under commercial 
operating conditions, but at current densities approximating 10 amp. 
per sq. ft., with as little as 2500 kw.-hr. direct current per ton of zinc 
cathodes. This, however, is not good economy by reason of the excessive 
cost of the low-current density electrolytic plant; 3000 kw.-hr. direct 
current per ton of cathodes is a perfectly practicable figure. The total 
power consumption for a reasonably large plant should not exceed 4000 
kw.-hr. high-tension alternating current per ton of spelter actually 


6 A. J. Allmand and E, R. Williams: Some Chemical Plants in the Coleene Area. 
Jnl. Soc. Chem. Ind. (Aug. 15, 1919) 38, 285. 
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shipped, this figure covering all power consumed in the zine plant but 
not including power required for concentration. 

Professor Fulton asked for power consumption reduced to the ton of 
60-per cent. concentrates. It is right here that the basic difference 
between the retort process, or electrothermic process, and the electrolytic 
process comes in. The power consumption for the latter plant is prac- 
tically independent of the grade of ore treated, and it is virtually 4000 
kw.-hr. per ton of zinc output regardless as t0 whether that zinc is made 
from 60-per cent. zinc concentrates or from 25-per cent. zine ores. On 
the other hand, with the thermic processes, the power consumption, the 
coal consumption, and in fact the costs as a whole, are practically the 
- same for a ton of material treated, without regard to the zine available 
from that ton of material. 


GrorGe A. Gusgss,* Toronto, Can. (written discussion).—On study- 
ing Mr. Hansen’s figures I noticed the very high percentage of heat in his 
roaster gas, so having made balance sheets on roasters in which the figures 
were considerably less, I recalculated Mr. Hansen’s problem. It is my 
opinion that the safest way to make a balance sheet is to actually calculate 
the heat in the gases and then leave the heat unaccounted for to heat lost 
by conduction, as figures for conduction and radiation are not very 
reliable. 

Nearly every man has his own way of stating a heat balance. On 
smelter work I have always used the ton calorie, when weights were in 
tons of 2000 Ib. The relation between cubic feet and ounces being the 
same as between cubic meters and kilograms simplifies calculations 
in English units. 

My finding is that only 61.5 per cent. of the heat generated in the 
roaster is carried away in the furnace gases; this figure also compares 
with my previous experience. 


Heat SUPPLIED PER TON OF CONCENTRATES ToON-CALORIBS 

ZnS to oxide, 39.9 @ 89 @1700......-.. 6. eee eee ene eee es 604.0 
ZnS to sulfate, 39.9 @ 1.78 @ 2850......... 0... eee eee tee ees 20.8 
PbS to sulfate, 3 per cent. @ 945.......... 2... eee eee eens 28.3 
FeS: to oxide, 8.63 @ 3800.......... 26. . eee e eect ne eee beeen ees 328.0 
Arsenic sulfide to oxide, 0.3 per cent. @ 2280..........- esse eee eeees 6.7 
Antimony sulfide to oxide, 0.3 per Sit (OVW. scopostesnoaearsedesc 4.3 
CuS to CuO, 1 per cent. @ 1555.........---. PA Rena PA Metta bat ited 15.5 
Total from concentrates..........- 600s sees rete eee Ee ea 1007.1 
Minloried in Coal et eins ce: onsocing eet aici echo aiet ss lop hoi inet os 1350.0 
PAS TY Ca ib 


RU NGAl per LOW Sere tras tte ee nee ee Pe Set ayes sata 
26.7 tons of concentrates, total per dev 63,000 ton-calories. 
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Gas por Day Tons SO» Tons CO2 Tons H20 

Omarion evaitenqrlaClyccogesucdorca uphaoce 9.32 
Oxidation oliton sulfidG.j.ncnnss gene see ae SAP 
Oxidation: ob arsenic SULGCLel sei iy ee eet 0.10 
Oxidation of antimony sulfide................ 0.06 
Oxidation of copper sulfide.................. OL2ii 
Oxidation OW CaLoOl nnn suet nia: armen ere en 13.35 
Oxidation of Dy. drogen wns ar sree eo. 2.66 
IVEOISEUEROSL: COAL Mens 's AGA es aia Ss ote ee Beene Mea  . ae 0.3 
IMoaistuream concentrates:....-.- ne acess oe Soa) | ere 0. 8 

RGA ERA CE TA eae ee bweteey Gir, een ere eye 15.02 13.35 3.7 


At normal temperature and pressure the above weights would correspond to the 
following volumes in cubic feet. 
; Cusic Fuser 


S16) pete, eae tank A eka Oe eine OE Pepa 168,200 
COMMONS Me NACL Se sks LV IUR 3. OS Age 217,900 
EEO Hts wah stehtlinecs fet adeline Maen “ayia ccat dna 149,800 

535,900 


The only determined SO: in his furnace gas was 2 per cent. in test No. 3. 
Taking this figure, the total volume of gas will be 8,410,000 cu. ft. per day, and deduct- 
ing the above total gives 7,874,100 cu. ft. per day of oxygen and nitrogen. 


Heat In FurNAcE Gasus PER Day TON-CALORIBS 
LES 200 CUatts Os G).0.03 lenge 5601 O.nmi eer een eee 1,185 
PULTE OKO) eats ots KOO HCl OW OP Elites, sac oe coy bl BO tesla WE aeeukun eed Sea oS o ae Se 1,450 
149'S00 cust) HO" @10.025 1S ee eee ee ee ee 855 
(eS (AsLOOKCU seh ts Oran sNe (G00 OG7 cement aren 35,200 
Motal Neat, CASES. seers «101 castedeon ste ois a topes tee eee 38,690. 
Wotaligenerated fens... fii avocados ete eis eee ee oe ee 63,000 
Percentage Jt: FaSOs 5 os. sis. sie-asid.ccss « pha dla tle he EE Ne aa 61.5 


For conduction losses, I have taken a difference in temperature of 650° C., 18 in. 
of firebrick, K value 0.0042, which gives a heat loss for the furnace per mainte of 
22,000 pound-calories or per ay 15,840 ton-calories. My heat balance then would 
be as follows: 


TON-CALORIBS PER CENT, 


PBR Day Toran 
meal CINGS Ret igen cn. ae cee aye marin at ee ee 3,220 Bee 
Woolinpiwy ater en wiseraita snows hae oer eee ne a en ee 4,350 9 
Moisture evaporated....: EE ee ht Ai ee te Se ~ 590 0.9 
Conduction And Tadtation -c). yi atleaeiet eer erie ante 15,840 PA 
Jib bu eh cfe Wt ofelsk aaPninin in Ua adeoemetEmONG Gronkol uee cctsets Somes. 38,690 61.5 
Unaccounted ors pace «seri: Ce een en ae hee 310 0.5 


Total. ecrg ses chachansiai aces <ayanenotae een 63,000 100.0 
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C. A. Hansen (author's reply to discussion).—I separated various 

screen portions and leached these separately. Each portion was analyzed 
both before and after leaching and I believe the conclusions reached 
regarding the relations between screen size, extraction, ete., are correctly 
reported. I feel, then, that I should escape Mr. Hamilton’s criticism 
in this respect. 
. I agree with Mr. Ralston that the presence of iron in zine concentrates 
probably has much to do with the formation of sulfate zine. I tried to 
develop some definite relation between iron content and sulfate forma- 
tion, but I did not succeed in finding a relationship that would stand my 
analysis. . 

There are several reasons for not accepting so simple a relationship 
as that which Mr Ralston proposes. Perhaps the most obvious is 
suggested by the behavior of two such dissimilar materials as the Bully 
Hill ore and the Butte Superior flotation concentrate during the. latter 
stages of the roasting period. It is not impossible to roast a high iron- 
zine concentrate, whether marmatite or otherwise, so as to eliminate 
practically all sulfide sulfur. The average sulfide-sulfur content of 
the calcines obtained at Bully Hill was not higher than 0.1 per cent. 
and it was often lower. Mr. Ralston may have tried to roast a coarse 
concentrate or to roast too quickly. I do not in the least doubt that 
zine concentrates are often incompletely roasted in commercial 
practice, and that insoluble sulfide zinc is frequently charged im-. 
properly as ferrate zinc, but I do not agree that the presence of con- 
siderable iron will cause one to choose between ferrate formation and 
incomplete desulfurization. . 

I thoroughly agree with Mr. Guess that it would have been preferable 
to determine the volume of the roaster gases, and their heat content, in 
making up a roaster heat balance. Both my own heat balance, and that 
of Mr. Guess were, unfortunately ex post facto balances. Either could 
undoubtedly be much improved were the data collected with definite 
regard to composing a proper balance. 

At the time my data were collected, we were trying to get a new plant 
into production and we naturally compromised considerably between 
expediency and thoroughness. We had no proper facilities for measuring 
gas volumes nor for accurately sampling the roaster gas. In fact, the 
reported sulfur-dioxide content meant little more to us than that it 
showed an ample supply of oxygen. On the other hand, I have con- 
siderable data covering the rate of heat dissipation of various surfaces 
maintained at various temperatures—data collected in connection with 
the design of electrically heated apparatus. 

It was comparatively easy to measure the surface temperatures 
at various points on the roaster shell. Whatever inaccuracies may be 
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Deterioration of Nickel Spark-plug Terminals in Service 


BY HENRY S. RAWDON* AND A. I. KRYNITZKY,} WASHINGTON, D. C. 


(Philadelphia Meeting, Septegaber, 1919) 


THE most ‘commonly used material for terminals in spark plugs is 
commercial nickel wire, because of its relatively high temperature of 
melting, excellent heat conductivity, and slow rate at which the metal 
is oxidized, even upon continued heating at high temperatures. The 
grade commonly used for this purpose averages 97 per cent. nickel, the 
remainder being manganese, cobalt, iron, copper, with traces of other 
impurities always found in commercial nickel. 

A peculiar and interesting type of deterioration that occurs in these 
nickel terminals during the service life of the spark plug was recently 
brought to the attention of the Bureau of Standards. Commercial 
spark plugs vary greatly in their size and shape and the terminals differ 
considerably as to their relative size, shape, number, and arrangement 
with respect to one another. Although this defect was studied in detail 
in only one form of spark plug, the deterioration is a characteristic of 
the material, i.e., of nickel wire, rather than of the particular type of 
spark plug in which it was noted and studied. The mechanical features 
of the plugs, however, have a considerable bearing on the time required 
for the deterioration to become serious. The results of this study of the 
deterioration of nickel terminals in service should be of value to the 
makers of all types of spark plugs in which the terminals are made of 


this metal. 
CHARACTER OF DETERIORATION OF WIRES DuRING SERVICE 


Macroscopic Appearance and Properties of Changed Wire.—The nickel 
terminals in which the deterioration was studied were taken from spark 
plugs having a central terminal with the ground or side terminals 
attached firmly at both ends to the shell of the plug. In some of the 
plugs, two side terminals were used, one on each side of the central one. 
Although both terminals were found to have deteriorated to some extent, 
the attack of the central one was quite negligible compared to that of the 
side ones. ‘These latter wires had developed, in service, transverse cracks 
that, in many cases, were as sharp and definite as a knife-cut. After a 


separation occurred, the breach widened by loss of material from the 
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ends of the fractured wires until a gap of as much as 1 cm. often resulted. 
Fig. 1 shows the appearance of some of the side terminals in different 
stages of deterioration. In Fig. 2 is shown the appearance of the sur- 


a b 


Fig. 1.—END OF SPARK PLUGS, NATURAL SIZE, SHOWING FRACTURE IN SIDE TER- 
MINALS. @ AND b REPRESENT DIFFERENT GRADES OF WIRE. 


face of the side terminals after the removal of the carbonaceous deposit 
that usually covers them. The surface is roughened by a series of parallel 


Fig. 2.—SURFACE OF SIDE TERMINAL AFTER CONSIDERABLE SERVICE, SHOWING TRANS- 
’ VERSE CRACKS THAT DEVELOP. ~X 8. 


transverse cracks; none of these, however, have penetrated deeply enough 
to cause a break of the wire. In general, these transverse cracks occur 
more frequently on the side of the terminal on which most of the sparking 
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occurs, that is, the one facing the central terminal, than on the farther 
side. The central terminal shows no appreciable change other than a 
slight roughening of the tip. 

The appearance of the fracture of the side terminal is that of very 
brittle material, there being no elongation and no reduction of cross- 
sectional area. The face of the fracture itself is rough and crystalline. 
The mechanical properties of three samples of new wire, said by the manu- 
facturers to be of the same stock as the terminals that failed, were 
determined with the results given in Table 1. _ | 


TaBLE 1.—Mechanical Properties of Nickel Wire 


| ; Elongation, 
Number of Specimen -|Character of Wire tase aa Fer Cont: 
t In’8 in. | In 2 in. 
1 _ Hard drawn | 110,000 not determined, very small 
2 Annealed 73,000 26 | 30 
3 Annealed 78,500 | 29 31 
4 Annealed 65,200 | 28 


Specimen 1 was said to be the material from which the used terminals 
shown at a Fig. 1 were made and resembles it quite closely, see Table 2 
The terminals shown at 6, which were said to have been made from 
wire similar to specimens 2 and 3, evidently were made from wire quite 
similar in composition to specimen 4, see Table 2, though not necessarily 
of the same mechanical properties. Specimen 4 is a sample of annealed 
nickel wire from the Bureau of Standards stock; this material was used 
in all the experimental work described later. 

The fragments of the deteriorated wire terminals removed from the 
spark plugs were found on the whole to be rather ductile and to stand 
several sharp right-angle bends before breaking. The extreme end por- 
tion immediately adjacent to the break, however, was brittle and broke 
readily when an attempt was made to bend it. An explanation of the 
embrittlement of nickel wires used for the winding of an electric furnace, 
offered by Carpenter,! assumes the presence of occluded gas within 
the metal, which is liberated under the combined action of electricity 
and heat. The wires described by Carpenter separated into a bundle of 
long thin threads after considerable use of the furnace. ‘The explana- 
tion does not answer in the present case, in which the wires are always 
fractured by a series of transverse cracks. 

Both the deteriorated terminals and samples of unused wires were 
analyzed ON the seule are TEER in pale 


Pe Ga dale Gane National Physical rae Collected PRA weies ¥s (1908) 5 Ole 
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TABLE 2.—Chemical Composition of Commercial Nickel Wire 


* Silicon, ‘ 
Specimen por Gent |Per Cont. | er Gent, et, | ar'Geats [Per Gent. 
| 
Galleed Wiressaj jeder. seks dian: 97.32 0.10 0.40 1.50 0.5 
PEN Ok Nn Pek AAS. 97.24 0.10 |0.40| 1.50 0.5 
Oellged. wiles. wmateene ecto aol | O9.0% 0.10 0.40 0.05 0.4 
Aad) a BM abi reese Ct ee 99.14 0.10 0.40 0.05 0.4 
CUNDre LA Dale miner amenities <0 97.1 0.7 0.14 | 0.12 1.30 0.6 
Nos? iTable Ue ementec. 4. 32% | 96.9 | 0.8 | 0.09 0.25} 1.60 0.8 
BeNGRS ‘Table diate ote ee os oes | 97.1 | 023, } 0.009] CIS tap) | 0.8 
ANOVA ST ADIe Vek, vyvatony ogo | 98.1 | 1.1 | 0.18 |0.07| 0.20 0.3 


2 Cobalt was not determined, it is included with nickel. 


It will be noted that deterioration occurs in both the usual ‘‘97 per 
cent. grade”’ of nickel wire with relatively high manganese content and 
in the wire of higher nickel content. 

Microstructural Features—In Fig. 3 is shown the microstructure of 
commercial nickel wire in the hard-drawn and in the annealed states 
(specimens 1 and 4, Table 1, respectively). The metal consists of but 
one type of crystals, as is true with pure metals and solid solutions in 
general. In the hard cold-drawn wire, the crystals show the results of 
the severe distortion due to the drawing, by their elongated form; upon 
annealing sufficiently, a recrystallization takes place and the character- 
istic appearance shown in 6b results. The minute inclusions of oxide 
and other impurities, which have been arranged in lines parallel to the 
direction of working during the drawing operation, have been dissolved 
by the strong etching solution (concentrated nitric acid), which is neces- 
sary to develop satisfactorily the crystalline structure of nickel; a definite 
etching pit marking the location of each inclusion results. At c is 
shown the outer surface of the annealed nickel wire of 6. This wire 
has received no treatment after the final annealing by the manufacturers. 
In an extremely thin outer layer, a structural change very similar to that 
which occurs in the nickel terminals during service has taken place. This 
undoubtedly occurred during the final annealing, the hard-drawn wires 
showed no trace of such a change in the surface metal. Inthe following 
discussion of structural changes produced experimentally in the nickel 
wire, it should be borne in mind that the extreme surface layer has been 
changed already to the extent shown in c. 

Longitudinal sections of the deteriorated side terminals were prepared 
for microscopic examination. The small fragments of the wire were 
plated with a heavy deposit of electrolytic copper to preserve the edges 
of the section during the process of polishing; the coated piece was then 
mounted in a suitable matrix and the resulting composite specimen sec- 
tioned and polished. In most of the photomicrographs a part of the 
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surface of wire. Intererystalline fissures appear 
in very thin surface layer of metal, probably formed during final annealing of wire. 


Fig. 3.—MicrosTRUCTURE OF WIRE OF GRADE USED AS SPARK PLUG TERMINALS. 
ETCHING, CONCENTRATED NITRIC ACID, 5 sec. X 500. 


ae “ 


c. Edge of section shown in 0., 7.€., 
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c. Unetched specimen. d. Specimen c after etching, 
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protective layer of copper appears immediately adjacent to the edge of 
the section of the wire. 


& 


ETCHING. 


OF SPARK PLUG AFTER DE- 
ErcHING DEVELOPED INTER- 


TERMINAL 


SIDE 


THER ALONG «—2’. 


CRYSTALLINE FISSURES IN OUTER LAYERS; SOME CRYSTALS HAVE LOOSENED AND DROPPED OUT OF PLACE. 


ma 
u 


. 


SECTION THROUGH NICKEL 
x 250. 


THE TWO MICROGRAPHS SHOULD BE FITTED TOGE 


Fig. 6.—MEDIAL LONGITUDINAL 


CONCENTRATED NITRIC ACID, 5 SEC. 


TERIORATION. 


8 8 

In Fig. 4 is shown the appearance of longitudinal sections of the side 
terminal. A series of parallel transverse cracks, some of which extend 
very deeply into the otherwise sound metal, is apparent in the unetched 
specimen. By etching with concentrated nitric acid for several seconds, 


HENRY S. RAWDON AND A. I. KRYNITZKY 137 


the crystal boundaries of the metal are revealed and the intererystalline 
nature of the transverse cracks is made evident. Fig. 5, a and b, 


b and ¢ show lower left-hand corner before and after etching. Some intercrystal- 
line fissures show a gray non-metallic substance, evidently oxide. Etching, con- 
centrated nitric acid, 1 to 2 sec. X 375. 

Fig. 7.—LONGITUDINAL SECTION THROUGH FRACTURED END OF WIRE. 


shows the course of one of these cracks at a relatively high 


magnification. 
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‘In addition to the intererystalline transverse cracks that penetrate 
deeply into the metal, the microscopic examination revealed a zone on 
the outside of the wire in which the crystal boundaries etch very readily, 
forming a complete network of intercrystalline fissures; in some cases 
entire crystals become detached in this zone and fall bodily out of place. 
These features are shown in Fig. 6, which gives a narrow transverse sec- 
tion entirely across one of the side terminals. 

In Fig. 7 is shown a part of one of the side terminals adjacent to the 
fracture that occurred in this wire. The break was distinctly intercrys- 
talline, as is to be expected from the nature of the transverse cracks. 
Before etching, many of the intercrystalline fissures are seen to contain a 


Fra. 8.—LONGITUDINAL SECTION OF A SIDE TERMINAL DETERIORATED IN SERVICE, 
UNETCHED., EUTECTIC-LIKE NETWORK FORMS BETWEEN CRYSTALS IN OUTER ZONE OF 
WIRE. ARROWS INDICATE EDGE OF SECTION OF WIRE. X 500. 


film of gray non-metallic substance. This is shown in b andc. In 
Fig. 8, the intererystalline eutectic-like network, in the outer parts 
of the deteriorated wires, is shown; this appears in the unetched speci- 
men. Tig. 9 shows a section through the fracture of one of the broken 
side terminals and clearly shows the intercrystalline path of the fracture 
together with some of the sound unchanged metal just back of the face 
of the break. 

The examination of the central terminal showed that a change of the 
same general character as occurred in side terminals had taken place in 
this one also, but to a very much less extent. In a zone of metal that 
covers the upper end of the terminal like a cap, the intercrystalline net- 
work is well developed. This cap was found in some terminals to be 
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approximately 0.3 mm. (0.012 in.) thick at the tip and to extend as a 
layer of constantly decreasing thickness for approximately 15 mm. 
(5¢ in.) along the length of the terminal. In the same specimen the side 
terminal had fractured and a gap of over 7 mm. width had formed. 
In Fig. 10, the general extent of the deterioration of the central terminal 
is shown; in no case were there found any of the definite transverse 


Fia. 9.—LoNGITUDINAL SECTION THROUGH FRACTURED END OF BROKEN TERMINALS. 
PATH OF FRACTURE IS TRULY INTERCRYSTALLINE; UNCHANGED SOUND METAL APPEARS 
JUST BACK OF BREAK. ETCHING, CONCENTRATED NITRIC ACID FOR 5 SEC. X 500. 


cracks noted in the side terminal. Tiny fissures gradually form in the 
attacked metal that caps the end of the terminal, and small fragments 
become detached, thus gradually shortening the terminal. The relative 
intensity of the attack in the central and in the side terminals is shown 
in Fig. 11. A section of a cross-section of the top of the central terminal, 
the fractured end of a side terminal and the cool end of the same fragment, 
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that is, the end attached to the shell of the plug, shows the depth of the 
zone of deterioration in each case. 

To illustrate the service behavior of side terminals anchored .at only 
one end, a number of spark plugs of a different type used for; various 
periods in a Liberty engine were examined. ‘The side terminals in this 


Fic. 10.—LoNGITUDINAL SECTION THROUGH TIP OF CENTRAL TERMINAL TO SHOW 
EXTENT OF DETPRIORATION. ‘THIN LAYER THAT ENTIRELY CAPS UPPER END HAS BEEN 
AFFECTED. ETCHING, CONCENTRATED NITRIC ACID, 1 TO 2sEc. 55. 


plug are bent at a right angle, fastened to the shell at one end, and ter- 
minate near the tip of the central terminal, which is of nickel wire of the 
same size as the side terminals. Both terminals show the same type of 
deterioration as was found in the central terminals of the plugs previously 
examined, that is, a cap of metal in which the intercrystalline fissures are 
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well developed covers the free end of each. Fig. 12, a and b, shows 
the appearance of the two. In none of the terminals, side or central, were 
any of the deep transverse cracks found. The plugs had been subjected 


oS Sie 


a. Portion of cross-section of upper tip of central terminal. 
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b. Portion of cross-section just back of c. Portion of cross-section of oppo- 
fracture of side terminal. site end of 6, 7.e., where terminal is 
attached to plug casing (cool end). 


Fig. 11.—RELATIVE DETERIORATION OF CENTRAL AND SIDE ELECTRODE. CENTER 
OF WIRE CORRESPONDS QUITE CLOSELY IN EACH CASE WITH LOWER CORNER OF PHOTO- 


MICROGRAPHS. X 75. 


er, 


to a continuous service, which varied in the different plugs from 934 to 
28 hr. The thickness of the zone of deteriorated metal in the terminals 
that had the longest service does not differ markedly from that of the 
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b. Longitudinal section of tip ef central terminal. 


Fig. 12.—TERMINALS FROM SPARK PLUGS IN WHICH SIDE TERMINAL IS ANCHORED 


AT ONE END ONLY, REMOVED AFTER 9 HR. SERVICE IN LIBERTY MOTOR. ErTcuHING, 2 
SEC. IN CONCENTRATED NITRIC ACID. X 55. 
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terminals of the shorter service. The loss of surface metal from the tip of 
the wires during service in part explains the rather striking uniformity in 
thickness of the cap of deteriorated metal. 


PossIBLE Factors ConrripuTInG To THE DETERIORATION 


Chemical Composition—From the resultS of Table 2, it is evident 
that variations in chemical composition, such as occur in commercial 
nickel wire, are not a determining factor in the deterioration of the wire 
in service. Terminals of nickel of relatively high purity (for commercial 
wire) were found to be attacked in the same manner as those of lower 
nickel content. Wires in which the manganese content was purposely 
left rather high appear to behave the same in service as those in which 
the minimum amount of manganese for controlling the sulfur content has 
been used in the metallurgical operations previous to casting. It was 
found possible, as described later, to experimentally reproduce the same 
type of deterioration in nickel wire (specimen f, Table 2) in which the 
impurities were, in general, less than those of any of the wires that 
deteriorated in service. 

Oxidation.—In order to determine the part played by oxidation in the 
development of the intercrystalline network of fissures by which the ma- 
terial is embrittled, specimen 4, Table 1, several wires were heated at a 
high temperature for periods of several days by being suspended in a 
small tube furnace of the resistance type. The ends of the tube were 
loosely plugged with asbestos to prevent convection air-currents, which 
interfere in maintaining the temperature desired, but no other precau- 
tions were taken to exclude the air, see specimens 3a, 4a, and 12a, Table 3. 
In Fig. 13 are shown the structural changes produced by heating for 120 
hr., 48 hr. at approximately 750° C. (740°-768°), and 72 hr. at approxi- 
mately 870° C. (862°-882°). A very slight etching, 1 sec. in concen- 
trated nitric acid, is necessary to show properly the changes that have 
occurred. The thick oxide coating that forms has a very smooth shining 
surface resembling varnish; it is very adherent to the metal beneath. 
On the inner side of this black oxide layer there is a thin film of green 
material. This layer, according to Burgess and Foote,*is probably nickel- 
ous oxide, Ni,O, the thick outer layer being nickel oxide, NiO. In 
the outermost portion of the metal, immediately adjacent to the oxide 
layer, an intercrystalline eutectic-like network has formed. Microscopic 
examination at high magnification shows that this network on the inner 
side, that is, toward the center of the wire, of the zone in which it has 
formed, consists of discrete particles, probably of the nickelous oxide, which 


2 G, K. Burgess and P. D. Foote: U. 8. Bureau of Standards, Sci. Paper 224, 53. 
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dissolve very readily in the etching fluid, leaving definite etching pits. The 
appearance of the granular network is that of a eutectic. Without doubt 


b. X 375. c. X 750. 
Fie, 13.—LoNnGITUDINAL SECTION OF SPECIMEN 12a, TaBLe 3, HEATED 120 uR.; 
48 HR. AT APPROXIMATELY 750° C., 72 HR. AT APPROXIMATELY 870° C. DEFINITE 
EUTECTIC-LIKE INTERCRYSTALLINE NETWORK HAS FORMED IN MBTAL JUST BENEATH 
THE HPAVY OXIDE LAYER. NETWORK AS IT FIRST FORMS IS GRANULAR IN APPEARANCE, 
LATER COMPLETE FILM IS FORMED. HErcHIne, 1 sec. IN CONCENTRATED NITRIC ACID. 


this network indicates the manner in which the oxidation progresses into 
the solid metal. A similar tendency of steels of a rather high nickel 


‘ 
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content to oxidize selectively along the boundari 
: es of th 
Sheela: ee: g of the crystals has been 
: ee series of heating and cooling curves were taken to illustrate the 
ehavior at high temperatures of nickel that had been oxidized by heating 


Gs >< a. c. X 750. 
Fig. 14.—Same MATERIAL AS Fic. 18, ETCHED DEEPLY. GRANULAR EUTECTIC- 
LIKE NETWORK HAS DISSOLVED LEAVING NUMEROUS ETCHING PITS AT CRYSTAL BOUND- 
ARIES. ETCHING, CONCENTRATED NITRIC ACID FOR 8 SEC. 


for 120 hr. as given above. No evidence was obtained in the behavior of 
the metal as recorded in the heating and cooling curves that the eutectic- 


3 J. E. Stead: Jnl. Iron and Steel Inst. (1916) 44, 243. 


VOL, Lxiv.—10. 
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like network fuses within the temperature range 500° to 900° C.; although 
it is formed at a temperature considerably below the upper limit given. 
The heating and cooling curves obtained were identical with those of the 
same material before oxidizing. 

As the oxidation progresses, the isolated particles of the eutectic coa- 
lesce and a continuous film is formed, as is to be seen in the outer portion 


. Similar cross-section, ae 5 sec. in concentrated nitric ad: 


ines eens Rr OF A REDUCING ATMOSPHERE (CARBON MONOXIDE) ON NICKEL 
WIRE HEATED FOR 5 HR. IN CARBON MONOXIDE AT 720°C. X 500. 


of the zone of the intercrystalline network, b, Fig.13. In Fig. 14, the same 
material is shown after deeper etching, the appearance of the structure 
is identical with that of the terminals that have deteriorated in service. 
Upon long continued heating, the width of this zone of intercrystalline 
network widens and a considerable embrittlement of the wire results. 
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Long continued heating also increases the crystal size of the metal very 
materially and thus adds to the weakness of the overheated metal. In 
none of the wires that were heated was it possible to produce the definite 
transverse intercrystalline cracks, such as were found in the deteriorated 
terminals and by which the fractures are caused. It would appear that 


b. Similar cross-section, etched 5 sec. in concentrated nitric acid. 


Fig. 16.—EFrrect OF REDUCING ATMOSPHERE (ACETYLENE) ON NICKEL WIRE HEATED 
FOR ABOUT 3 HR. AT 980°C. Gas WAS PASSED OVER THE HOT WIRE INTERMITTENTLY 


AND HEAVY DEPOSIT OF CARBON FORMED. « 100. 


continued heating in the presence of air at a high temperature contrib- 
utes to the embrittling of the material. The effect of oxidation is very 
slight, however, compared with that of some of the other possible contrib- 
uting causes and may probably be disregarded as one of the causes of the 
embrittling of the wire when used in a spark plug. 
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Reducing Atmosphere.—The effect of a strongly reducing atmosphere 
upon hot nickel wires was determined by heating wires, in carbon monox- 
ide and in acetylene;specimen 4, Table 1. The carbon monoxide was pre- 
pared by the action of concentrated sulfuric acid upon sodium formate 
and passed through soda lime to remove any carbon dioxide that might 
be present. Carpenter and Smith have shown that carbon dioxide in any 
appreciable amount will inhibit the carburization of iron by means of 
carbon monoxide.‘ 

The effect of carbon monoxide was determined at two temperatures. 
In the first case, 710°, the gas was passed at a very slow rate continuously 
over the wire, which was contained in a long silica tube electrically heated 
at the center for 5 hr. In the second case, the furnace was maintained 
at 980° C. and the gas was passed intermittently, the furnace being tightly 


Fie. 17.—Loneirupinau SECTION THROUGH SPOT PRODUCED UPON SURFACE OF 
NICKEL WIRE BY ELECTRIC SPARK. IN ZONE 1, METAL HAS BEEN HIGHLY HEATED; 
INTERCRYSTALLINE NETWORK PRODUCED EXTENDS INTO ZONE 2; THE SOUNDEST 


METAL WHICH HAS REMAINED RELATIVELY COOL. ETCHING, CONCENTRATED NITRIC 
ACID FOR 3 sec. > 500. 


closed at both ends when the gas was not passing; the specimen was 
exposed to the hot gas for 4 hr. In both cases carbon dioxide was 
produced, as was shown by the escaping gas as it bubbled through barium 
hydroxide but no pronounced deposit of carbon on the wire was formed. 
The effect of the gas on the nickel is essentially the same in the two 
cases. Fig. 15 shows the appearance after the treatment. No change 
was apparent in the unetched state, slight etching reveals a thin surface 
layer in which the intercrystalline fissures are well developed. 

The specimen that was exposed to acetylene was heated at 980° C. 
for approximately 3 hr. A very heavy deposit of carbon was produced 


* H. C. H. Carpenter and C. C. Smith: Reaction Between Carbon Monoxide and 
Electrolytic Iron. Jnl. Iron and Steel Inst. (1918) 98, 139. 
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in this case and it was not possible to pass the gas through continuously. 
The surface of the wire became coated with a thin black brittle coating, 
which flaked off on slight bending, leaving the surface roughened. Un- 
doubtedly this layer is a carbide. Fig. 16 shows the change produced in 
the wire by the hot acetylene. The wires were still ductile after heating, 
in both cases, and gave no evidence of pronounced brittleness upon 
bending. 

The effect of the hot reducing gases appéars to be somewhat greater 
than that of an oxidizing atmosphere, although the method of attack is 
the same in each ease, that is, intererystalline» No indications of local- 
ized action, which might result in deep transverse cracks in the wire, 
were observed in any of the wires exposed to the reducing gases; the 
metal is uniformly affected at the exposed surface. 

Intense Local Heating.—In general, the effect of the electric spark on 
the terminal must be regarded as an intense local overheating. Two 
nickel wires, specimen 4, Table 1, were used as electrodes and sparks passed 
between them. The sparks were produced by breaking the secondary 
circuit of a ‘transformer (an “ electric-stylograph” used for writing on 
metals, was used). The current in the secondary winding could be 
varied from approximately 100 to over 300 amp. These conditions, 
of course, are not comparable with the ignition system of the engine. It 
was not attempted to duplicate service conditions, but rather to accelerate 
the action. The aim, however, was to strongly heat the metal in a very 
small area while the remainder remained relatively cool. Specimens were 
prepared by sparking in air and also in an atmosphere of carbon dioxide, 
in order that oxidation might be reduced to a minimum. The results 
obtained in both cases were of the same general character. 

In Fig. 17 is shown the appearance of a spot produced by a relatively _ 
weak spark. The part that has been heated strongly is sharply differen- 
tiated from the metal that remained rather cool. A network of inter- 
crystalline cracks has broken up the continuity of the overheated metal; 
these extend for some distance into the surrounding sound metal as 
intercrystalline fissures. 

A much larger overheated area is shown in Fig. 18. This specimen 
was sparked in an atmosphere of carbon dioxide, a much heavier current 
being used. Three zones are to be noted; an outer one in which the metal 
was fused, an intermediate one that was strongly overheated and devel- 
oped the network of intercrystalline fissures, and the inner or relatively 
cool metal, which is unchanged for the most part except for the inter- 
crystalline cracks of the overheated zone that extend into it. The dis- 
tinct dentritic pattern of the metal in the outer zone is proof that the 
metal here has solidified from the molten state with the production of 
this characteristic structural pattern. The line of demarcation between 
the overheated (but not melted) metal and the relatively cool portion is 
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very definite. The intercrystalline cracks have, however, extended into the 
sound metal of the interior; they are truly intercrystalline in their course. 

In none of the wires heated by the electric spark could any of the defi- 
nite transverse cracks be found, although in some cases the effect of as 
many as 25 to 30 sparks was concentrated in a narrow ring around the 
wire. The intercrystalline network produced by the local heating by 


b. X 375. Zonelofa. Metal has been ce. X 375. Zone2ofa. Metalhas been 
melted and, on solidification, produced the highly heated but not melted. Inter- 
characteristic dendritic structure. crystalline network produced extends into 
Zone 3 of a, the sound metal which re- 
mained relatively cool. 


18.—LoNGITUDINAL SECTION THROUGH SPOT PRODUCED ON SURFACE OF NICKEL 
WIRE BY ELECTRIC SPARK IN ATMOSPHERE OF CARBON DIOXIDE. 


Fic. 


the electric spark is properly to be regarded as a heat effect only and is 


not accompanied by oxidation, except in the outermost surface of those 
produced in air. 


Influence of Combined Action of Tensional Stress and Heat.—In order 
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to explain the formation of the definite transverse cracks that form in the 
side terminals, a series of wires were stressed in tension while heated 
at a high temperature; specimen 4, Table 1. No attempt was made to 
reproduce the temperature of the terminals in service, since no accurate 
measurement can be made of the temperature of the small spot at which 
the spark occurs; the measured temperature of the terminal would be con- 
siderably below the actual temperature at this spot. The temperatures 
used below and elsewhere are considerably “above the average service 
temperature of the terminal. The work of Rosenhain and Ewen? has 
shown that the fracture produced in metals broken in tension while hot 
is always intercrystalline in its course. The samples of wire tested 
were about 2 ft. in length; the specimen was inserted through a small ver- 
tical tube furnace of the resistance type, firmly attached to a support 
above and loaded with a weight below. Only the central part of the wire 
was heated; in all cases the break took place within this heated portion. 
The results are summarized in Table 3. 


TaBLE 3.—Combined Effect of Heat and Stress on Nickel Wires 


poet en | Temperature, pe | Results and Remarks 
if! 942 3300 Wire put in cold furnace, gradually heated, 
broke in 3 hr. 
970 3800 _ Put in cold furnace, gradually heated, broke in 
| 3hr., 50 min. 
3 940 3300 | Put into hot furnace, broke in 20 min. 
3f 940 no load | Heated continuously for 72 hr.2 
4 940 3800 | Put into hot furnace, broke in 20 min. 
4a 940 | noload | Heated continuously for 72 hr.? 
5 | 988 | 3800 Put into hot furnace, broke in 10 min. 
6 |. 993 3300 ~—s- Put into hot furnace, broke in 13 min. 
i 993 | 3500 | Put into hot furnace, broke in 12 min. 
8 1004 | 3300 Put into hot furnace, broke in 13 min. 
9 1020 3300 Put into warm furnace, heated rapidly to 
temperature, wire broke in 30 min. 
10 1100 1180 Wire broke, time not determined as wire broke 
during night. 
idl 740 1180 Heated 72 hr., wire did not break. 
740 1180 48 hr. at lower temperature, 72 hr. at higher, 
12 880 | wire did not break.¢ 
12 en no load 48 hr. at lower temperature, 72 hr. at higher.? 


@ Microexamination showed the beginning of an intercrystalline network. 


5 W. Rosenhain and D. Ewen: Intercrystalline Cohesion in Metals. National 
Physical Lab., Collected Researches (1913) 10 and tal 
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The ultimate strength of the wire tested at ordinary temperature was 
65,000 Ib. per sq. in. (4569 kg. per sq. cm.); elongation in 2 in. (5 cm.), 
28 per cent.; diameter of wire, 0.073 in. (1.9 mm.). 

The stress necessary to produce fracture in the hot wire is very small 
compared with the ultimate strength of the material at ordinary tem- 
peratures (approximately 5 per cent.). The appearance of the fracture 
is very characteristic, a sharp crystalline break with no appreciable 
elongation or reduction of cross-sectional area. A series of small trans- 
verse cracks, parallel and close to the face of the break, is usually to be 
found. Fig. 19 shows the appearance of two of the wires broken in this 
manner and shows the characteristic features of the fracture. 

The changes in the microstructure produced by the combined action of 


= 7 


Fig. 19.—FRacTURED ENDS OF TWO NICKEL WIRES BROKEN IN TENSION WHILE HOT. 
X 5. 


tensional stress and heat are shown in Fig. 20. A network of fine inter- 
crystalline fissures with numerous transverse cracks extending into the 
body of the wire is produced. In Fig. 21 there is shown a section through 
the end of one of the fractured wires. The fracture is distinctly inter- 
crystalline and has resulted from the formation of transverse intererys- 
talline cracks, which are identical in appearance with those found in the 
terminals that deteriorated in service. 

The brittleness of metals at high temperatures has been explained by 
Rosenhain and Ewen® as due to the weakening of the intercrystalline 
“amorphous cement” upon heating. The behavior of nickel is very 
similar to that of lead, tin, and the other metals of relatively low melting 
point, which were used in the work of Rosenhain referred to. Nickel 
differs, however, in one important respect, in that the intercrys- 
talline weakness becomes manifest at temperatures far below the melting 
point. Metals, such as tin, lead, and aluminum, must be heated to 


6 Loc. cit. 


AND A. I. KRYNITZKY bitsy 


hoe ease #E Sy 


a. ened: 


i LI EA EP Egg ME 


~— 


b. Etched 3 sec. with concentrated nitric acid. > 100. 


Fig. 20.—LONGITUDINAL SECTION OF NICKEL WIRE STRESSED IN TENSION WHILE HOT 
UNTIL FRACTURE OCCURRED. ARROWS INDICATE EDGE OF SECTION. 
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within a few degrees of the melting point in order to demonstrate this 
intercrystalline weakness. Nickel also differs markedly from iron in its 
behavior at high temperatures. Rosenhain and Humfrey’ demonstrated 
that iron and mild steel will break under a relatively very low stress at 
high temperatures with an intercrystalline break but with a very pro- 


Fria. 21.—LonerrupinaL section THROUGH FRACTURE PRODUCED IN HOT WIRE 
UNDER CONSTANT LOAD; FRACTURE IS DISTINCTLY INTERCRYSTALLINE AND IDENTICAL 
IN APPEARANCE TO THOSE PRODUCED IN SERVICE. ARROWS INDICATE FACE OF FRAC- 
TURE. PHOTOMICROGRAPH SHOWS ENTIRE SECTION OF WIRE. ETCHING, CONCEN- 
TRATED NITRIC ACID FOR 3 SEG. X 65. 


nounced elongation, often over 100 per cent. Nickel breaks with no 
elongation. 


EXPLANATION OF SERVICE DETERIORATION OF ‘TERMINALS 


The types of deterioration of the nickel wires in service as spark- 
plug terminals are to be attributed to the combined effect of several 
causes. The surface layer of wires heated continuously in a reducing 
atmosphere shows evidence of intercrystalline brittleness. This be- 


7, W. Rosenhain and J. C. W. Humfrey: National Physical Lab., Collected Re- 
searches, 11. 
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havior of nickel is in agreement with the fact that deterioration in service 
begins at the surface and progresses inward. Prolonged heating in the 
air will likewise develop brittleness in the outer layer by the formation 
of an intercrystalline eutectic-like network. This effect is very slight, 
however, in comparison with other causes and probably does not mate- 
rially affect the rate of deterioration of the terminals. The increased crys- 
tal size due to prolonged heating will contribute somewhat to the failure 
of the wires by facilitating the formation of*the transverse intercrystal- 
line fissures. 

Local overheating by the electric spark, with the subsequent cooling, 
gives rise to the definite intercrystalline fissures in such overheated 
areas that contribute to the local brittleness of the wire. The more rapid 
wearing away of the metal on the side exposed to the spark is probably 
due to this. The weakening of the ‘“‘intercrystalline cement”? upon 
heating and the pronounced intergranular separation that occurs upon 
application of a very low stress is probably, however, responsible for 
the definite ‘“‘knife-cut”’ fractures that occur in some terminals. Such 
stresses may be due to the effect of unequal heating and cooling of the 
wire, to the vibratory and explosive action of the spark, and to the con- 
stant jarring and vibration of the engine as a whole in service; this is 
particularly pronounced in the case of airplane motors. The stressing 
of the side terminals firmly anchored at both ends by the differential 
expansion of the shell of the plug is probably, however, the most potent 
source of danger to which such terminals are exposed. The other pos- 
sible stresses cited affect all terminals and probably aid materially in the 
formation of the intercrystalline network that is always formed and by 
which the wire is embrittled. 


SUMMARY 


1. The service deterioration of nickel spark-plug terminals is shown 
to be due to the embrittlement of the wire by the formation of a system 
of intercrystalline network and definite transverse cracks. 

2. Variations in chemical composition of the nickel wires do not 
appear to have much bearing on the deterioration; it occurs in wire of 
relatively high purity as well as in the “97-per cent. grade” usually 
specified. 

3 Continued heating of nickel wire in the air at a high temperature 
contributes slightly to the embrittlement of the wire by the formation 
of an intercrystalline eutectic-like oxide network. 

4. Nickel wires heated in a strongly reducing atmosphere show evi- 
dence of an intercrystalline embrittlement of the surface metal. A thin 
brittle surface skin, apparently carbide, forms in case considerable car- 


bon is deposited on the wire. 
5. Intense local heating by means of the electric spark together with 
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the sudden cooling contributes to the embrittling of the wire by the forma- 
tion of fine intercrystalline fissures in the heated zone. 

6. The application of a relatively low stress to the hot wire is sufficient 
to fracture the wire by the formation of transverse intercrystalline cracks. 
The tensional stress due to the differential expansion of the shell and the 
terminals is probably sufficient to cause the formation of the transverse 
breaks in those electrodes that are firmly anchored at both ends. Such 
cracks were not found in other forms of nickel terminals. 


DISCUSSION 

Francis B. Siuspen,* Washington, D. C. (written discussion).—This 
paper is an interesting example of: the solution by the methods 
of metallography of what seemed at first a purely chemical problem. 
The authors have shown. in detail, how the well-known corrosion of spark- 
plug terminals is due to the dropping out of the individual crystals of the 
metal as it becomes surrounded by an oxide film. This corrosion is 
usually quite slow but in special cases may become a serious factor in 
limiting the life of spark plugs. There still remains the problem for the 
metallurgist to produce a material that will be entirely free from this 
trouble. 

One of the most startling results of the work is the demonstration that 
it affords of the deleterious effect of a mechanical stress continuously 
applied to material that is at the same time subject to adverse chemical 
or thermal conditions. The particular style of spark plug shown in the 
illustration, and in which serious trouble was caused by this corrosion, 
has the side terminals fastened at both ends and the method of assem- 
bling is such that a considerable initial tension is applied to the wire. It 
is without doubt this superimposed tension that causes the intererystal- 
line network to line up, as it were, into a few continuous and deeply 
penetrating transverse fissures instead of forming a great number of 
shallow surface cracks. This result is clearly shown both in the case of 
wires suspended in the electric furnace and in the spark-plug terminals 
themselves. 

This phenomenon is closely analogous in some respect to another case 
of deterioration, which, oddly enough, also arose in connection with the 
work that the Bureau of Standards has been carrying on during the past 
two years on spark plugs and ignition apparatus. The second instance 
is the cracking of the rubber insulation on the high-tension eables con- 
necting the spark plugs to the distributor. The ozone produced by elee- 
trical discharges in the neighborhood of such cables attacks unstressed 
rubber uniformly and very slowly. The presence of a very little mechan- 
ical tension in the insulation, however, is sufficient to localize the corrosion 


* Associate Physicist, U. 8S. Bureau of Standards. 
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into a few deep cracks, which rapidly extend to the core of the cable and 
render it useless. This failure of the cable and the breaking of the nickel 
wire described in this paper are doubtless only two of the many similar 
cases where a material fails under a combination of adverse conditions, 
no one of which is alone sufficient to cause any serious damage. 


Paut D. Merica, Bayonne, N. J. (written discussion).—The mode 
of intercrystalline oxidation which the authors have so well observed and 
described is characteristic of nickel that has been exposed to the action 
of an oxidizing atmosphere at higher temperatures, such as those at 


Fic. 22.—UNETCHED SURFACE OF SAME NICKEL SHEET SHOWING SURFACE CRACKING 
AND CHECKING DUE TO OXIDATION. X 100. 


which it is annealed or heated for rolling or forging. Oxidation under 
such conditions proceeds inward from the surface along the crystal 
boundaries producing a network, probably of oxide, which causes a 
very brittle condition of this surface material. This, in turn, generally 


results in surface cracking and checking during further rolling and a 


defective sheet or other product is produced. 

An example of this is shown in Fig. 22, which shows the surface of a 
badly surface-cracked sheet of nickel produced by incorrect heating con- 
ditions. A cross-section of this sheet etched with nitric acid is shown 1n 

: ; : eet e lla dati rork adjacent to 
Fig. 23, which reveals the intercry stalline oxidation network ad) 


158 DETERIORATION OF NICKEL SPARK-PLUG TERMINALS IN SERVICE 


both surfaces. These layers are so brittle that it is not possible to deform 
them by rolling without severe cracking along these lines or planes of 
weakness. The best, and possibly only, remedy for this condition lies 
in its prevention by the maintenance of a neutral soft flame for heating 
and annealing nickel during the entire course of its manufacture. 

I should like to suggest that those making microscopic investigations 
of nickel and nickel-rich alloys try the use of acetic-acid solutions of 
nitric acid for etching these metals rather than aqueous solutions of nitric 


Fig. 23.—CROSS-SECTION OF NICKEL SHEET ETCHED WITH NITRIC ACID (50 PER CENT. 
IN 50 PER CENT. ACETIC ACID) SHOWING INTERCRYSTALLINE OXIDATION OF SURFACE 
LAYERS. XX 100. 


acid. I have found that a solution containing 50 per cent. nitric acid, from 
25-45 per cent. acetic acid, and from 25-5 per cent. water gives excellent 
results with wrought and cast nickel and Monel metal and superior 
results to those obtained with nitric acid alone. The acetic acid seems 
to inhibit the passivity that nickel often assumes toward nitric acid and 
much more uniform etching may be obtained, The proportions of nitric 
and acetic acid may be varied somewhat from those given without mate- 
rially altering the quality of the etching, although without any distinct 
improvement in it. 
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Grain Growth in Alpha Brass 


BY F. G. SMITH, * S. B., WATERBURY, CONN. 


(Philadelphia Meeting, Septembem 1919) 


A FEW years ago, the writer encountered a problem that, at first, 
seemed to be due to peculiar conditions, affecting grain growth. Large 
cups made from heavy metal failed in the first drawing operation in the 
process of making seamless tubes. The metal, as cast, appeared to be 
sound and strong; it rolled successfully and withstood the first cupping 
operation, but on the first draw it failed, with a crystalline fracture. The 
failure appeared in the slightly worked part of the bottom of the cup, 
and microscopic examination revealed exceptionally large grains. 

Knowing the general conditions governing recrystallization of brass, 
which were later published by Mathewson and Phillips,! an investiga- 
tion was outlined with the idea of including various conditions under 
which new grains might form, and which would include the effect that 
a previous anneal might have upon the anneal following. These con- 
ditions were produced by annealing specimens of brass at five different 
temperatures, indenting them with a 10-mm. ball under four different 
pressures, and then reannealing at each of the five temperatures five 
specimens each of which had been annealed at one of the five 
temperatures. 


PREPARATION OF SPECIMENS 


The material used was cartridge brass 0.400 in. thick, having the 
following composition: Copper 66.60 per cent., zine 33.35 per cent., 
lead 0.02 per cent., iron 0.03 per cent. This was rolled with 35 per cent. 
reduction after a 700° C. anneal. Fig: 1 shows the structure of this ori- 
ginal bar on which all subsequent anneals were made. Pieces 1 in. 
(2.5 cm.) wide and 3 in. long were prepared and annealed for 16 hr. at 
450°, 550°, 650°, 750°, and 850° C. Each of these pieces are indented 
under the Brinell test with a 10-mm. ball at 500, 1000, 2000, and 3000 kg. 
pressure. Then, sets of five pieces from each of the original anneals 
were reannealed at 450°, 550°, 650°, 750°, and 850° C. 


* Metallurgist, American Brass Go: 
1 Trans. (1916) 54, 608. 
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DescRIPTION OF STRUCTURE AS SHOWN BY MACROGRAPHS 


Fig. 2 shows the progressive grain size due to the anneals and, to 
some extent, the deformation under the ball impressions. Fig. 9 shows 
the structure of these anneals at 75 diameters. 

Fig. 3 shows the five anneals after reannealing 14 hr. at 450° C. 
This series, when compared with Fig. 2, shows recrystallization under 
the ball impressions. Examination under the microscope shows a de- 
crease in the amount of recrystallization with decrease in deformation 
on each specimen. A decrease in the amount of recrystallization with 
increase of previous anneal under a ball deformation made by a constant 
load does not take place. The explanation is that the same load does 


a. Longitudinal section parallel to surface. b. Longitudinal section perpendicular to surface. 


Fic. 1.—THIrtTy-FIVE PER CENT. REDUCTION AFTER 700° C. ANNEAL. ETCHED WITH 
AMMONIA AND HYDROGEN PEROXIDE. ™X 75. 


not produce the same deformation after a light anneal that it does after 
a heavy anneal. Also, a certain load may produce local severe defor- 
mation on the light annealed metal and a gencral and shght deformation 
on the heavily annealed metal. The crystalline equilibrium overbal- 
ances the effects in the higher anneals. It will be observed that under 
the deepest impression (3000 kg.) the amount of recrystallization in- 
creases with the amount of deformation up to 650° original anneal, but 
decreases to almost nothing beyond, due to the more stable equilibrium. 
The unworked portions of all pieces originally annealed above 450° C. 
were not recrystallized. There are no apparent zones of abnormal 
grains. Figs. 10, 11, and 12 show, at 75 diam., changes in structure 
under above conditions. ; 

Fig. 4 shows the five anneals after reannealing 14 hr. at 550° C. 
This series, compared with Fig. 2, shows an increase in the amount of 
recrystallization under the ball impression, complete recrystallization in 
the specimen originally annealed at 450° C., but no reerystallization in 
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ie unworked portions of specimens originally annealed above 550° C, 
; ere oes zones of abnormal grains in the specimens originally annealed 
apes and 550° C. but none in specimens originally annealed above 


a. 4 hr. b. 4 hr. c. 4 hr. d. ¥% hr. e. & hr, 
450° C. 550° C. 650° C. OE CE 850° C. 
Fig. 2.—FiIvE ORIGINAL ANNEALS. X 13. 


It will be shown in the accompanying plates that the ideal condition for 
the growth of abnormal grains in this series is attained in the specimen 
reannealed at 550° C. The abnormal grains in the specimen reannealed 


at 450° C. are the result of its being heated slowly through its germina- 


tive temperature (450° C.). Figs. 13, 14, 15 show, at 75 diam., the 


structure under these conditions. 


VO LXV ll. 
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Fig. 5 shows the five anneals after reannealing oo) hr. at 650° C. 
This series, compared with Fig. 2, shows a slight increase In the amount 
of recrystallization under the ball impressions in the softer specimens, 
complete recrystallization in the unworked portions of specimens origi- 
nally annealed at 450° and 550° for 44 hr., but no recrystallization in 


a b c d z 


Fig. 3.—FIvE ORIGINAL ANNEALS AFTER REANNEALING 14 HR. AT 450° C. xX 124. 


the unworked portions of specimens originally annealed above 650° C. 
There are distinct zones of abnormal grains in specimens originally an- 
nealed at 650° C., none in specimens originally annealed above 650° C., 
and only a few in specimens originally annealed below 650° C. No ab- 
normal grains are found in specimens originally annealed above 650° C. 
because the germinative temperature of the whole specimen has not been 
reached, and normal recrystallization only has taken place. The few 
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abnormal grains in the specimen originally annealed below 650° GC. are 
the remains of those formed while the specimens were. being heated 
through their germinative temperatures, 450° and 550°C. The distinct 
zones of abnormal grains in the specimen originally annealed at 650° C, 
are due to the fact that the germinative temperature of the unworked 


E 


a b c d e $ 
° 
Fig. 4 —FIve ORIGINAL ANNEALS AFTER REANNEALING 13 HR. aT 550° C. X 1%. 


portions was identical with the temperature of the final anneal which 
caused recrystallization under the ball impressions. ig eel Oem Lene kes 
show, at 75 diam., the structure under these Bones ee 

Fig. 6 shows the five anneals after reannealing Ze. hr. at 750 
This series, compared with Fig. 2, shows a further increase in the 
amount of recrystallization under the ball impressions, complete re- 
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crystallization in the unworked portions of specimens originally annealed 
below 750° G., but no recrystallization in the unworked portions of speci- 
men annealed above 750° C. There are distinct zones of abnormal 
grains in the specimen originally annealed at 750° C., but none in other 
specimens. The germinative temperature of the specimens originally 


Fie. 5.—FIve ORIGINAL ANNEALS AFTER REANNEALING 44 oR. AT 650°C. X 124. 


annealed below 750° C. were so much exceeded, or specimens were heated 
so quickly through this range that only a few grains were formed. 
Figs. 19, 20, 21 show, at 75 diam., the structure under these conditions. 

Fig. 7 shows the five anneals after reannealing 44 hr. at 850° C. 
This series shows complete recrystallization of all specimens originally 
annealed below 850° C. and a few large grains in specimen annealed at 
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850° C. There are no well-defined zones, however, because the ball 
impressions were too near together and the specimen was not thick 
enough to allow the zones to form. Figs. 22, 23 show, at 75 diam., the 
structure under these conditions. 

Fig. 8 illustrates the effect of prolonging the time of anneal on re- 
crystallization and growth of abnormal grains. a and b were originally 


as o 
Fig. 6.—FIvE ORIGINAL ANNEALS AFTER REANNEALING ly ur. at 750°C. X 13. 


annealed 14 hr. at 550°C. a was reannealed for 44 hr. at 550° C. and 
b reannealed for 5 hr. at 550°C. c and d were originally annealed 
16 hr. at 650° C., c was reannealed for 14 hr. at 650° C., and d reannealed 
for 5 hr. at 650° C. Ss 

It was shown, in the previous figures, that reannealing at the original 
temperature and time did not affect the unworked portions. In the 
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case of the 5-hr. reanneals at the original temperature the unworked 
portions have recrystallized. The zones of abnormal grains cover a 
larger area, and the abnormal grains have increased in size. The struc- 
ture at 75 diameters under these conditions is shown at b and c, Figs. 18, 
14, and 15, and at c and d, Figs. 16, 17, 18. 
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Fic. 7.—FIVE ORIGINAL ANNEALS AFTER REANNEALING 14 HR. aT 850°C. xX 134 


DESCRIPTION OF STRUCTURE AS SHOWN BY MIcROGRAPHS 


Original Anneal.—Fig. 9 shows the structure of the original anneals 
at 75 diameters. At e is shown a part of a very large grain, which will 
be referred to later. 


—— 
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After Reannealing at 450° C_—Fig. 10 shows the structure under 3000 
kg. impression after reannealing the five original pieces at 450° C. for 
14 hr. It illustrates how the previous anneal affects the grain size on 
recrystallization after deformation. The grain is refined in every case, 
but germinant grains are larger with increase of original anneal until, at e, 


co 


. & hr. bso) hire c. % hr. d. 5 hr, 
“550° C. 550°C. «650° C. 650° ©, 
Fig. 8.—EFFECT OF PROLONGING TIME oe REANNEAL AT 550°C. anp 650° C. 
i Xx 1%. 


the point is reached where only parts of the original grains are recrystal- 
lized. Particular attention is called to the location of these new grains, 
which have begun to form either at the grain boundaries or along the 
boundaries of twin bands. A careful examination did not reveal any 
new grains forming along slip bands within the crystal boundaries, 
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vi) 


c. 650° C. for 34 hr. 


d. 750° C. for 14 hr. e. 850° C. for 4% hr. 


Fig. 9.—ORIGINAL ANNEALS. ETCHED WITH AMMONIA AND HYDROGEN PEROXIDE. 
S15 
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|: ea cae £1 Fe ee : : 
b. 450° C. for 44 hr. after 550° C. for }% hr. c. 450° C. for 44 hr. after 650° C. for 34 hr... 


d. 450° C. for 14 hr. after 750° C. for }2 hr. e. 450° C. for 14 hr. after 850° C. for }% hr. 


Fra. 10.—Srrucrure UNDER 3000 KG. IMPRESSION, AFTER REANNEALING THE FIVE 
ORIGINAL PIECES AT 450° C. ETcHED WITH AMMONIA AND HYDROGEN PEROXIDE. 


x 75. 
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is ’ a < ae 
ae 7h > ore £5: 


a. 450° C. for % hr, after 450° C. for +2 hr 


b. 450° C. for 4% hr. after 550° C. for 44 hr. 


— Ey 


x te pS yy 
d. 450° C. for 14 hr. after 750° C. for 44 hr. e. 450° C. for }4 hr. after 850° C. for 34 hr. 


Fig. 11.—SrRUCTURE OF FIVE ORIGINAL PIECES REANNEALED AT 450° C. wirHourT 
INTERMEDIATE DEFORMATION. ETCHED WITH AMMONIA AND HYDROGEN PEROXIDE. 
SC Ge 
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a. 450° C, for 144 hr. after 450° C. for ig hr. 


b. 450° C. for 14 hr. after 550° C. for }4 hr. 


c. 450° C. for 14 hr. after 750° C. for }4 hr. 


° . 
Fic. 12.—STRUCTURE IN GERMINATIVE AREAS AFTER REANNEALING AT 450° C.; 
mack 2s , ; ; 
THE ORIGINAL PIECES ANNEALED AT 450° C., 550° C. anp 750° C. ErcHEeD WITH 
AMMONIA AND HYDROGEN PEROXIDE. X 75. 
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Mathewson and Phillips have suggested that deformation in metals is 
a process of grain fragmentation and recrystallization a coalescence of 
these grain fragments. I should prefer to explain these phenomena by 
Beilby’s amorphous theory, which postulates that there is always amor- 
phous material at grain boundaries and that amorphous material is 
formed within the grains by deformation. It follows that there should 
always be more amorphous material at grain boundaries after any defor- 
mation and that with subsequent annealing new grains should always 
form first at the grain boundaries. 

Fig. 11 shows the structure in specimens reannealed at 450° C. in areas 
not affected by deformation. A comparison with Fig. 9 shows that the 
grains have not grown. At e is the identical crystal shown in Fig. 9; 
there has been no recrystallization. 

Fig. 12 shows the structure at 75 diameters in the germinative areas 
of three specimens reannealed at 450° C. At a is shown the abnormal 
grains produced under these conditions, which should be compared with 
a, Fig. 10. At bis shown a few slightly enlarged grains, which should be 
compared with b, Figs. 9 and 10. At ¢is shown normal recrystallization 
under these conditions. The larger grains are parts of crystals remaining 
from the old crystallization. It should be compared with d, Fig. 10. 

Structure After Reannealing at 550° C.—Fig. 13 shows the structure 
under 3000 kg. impression after reannealing the five original specimens at 
550° C. There is complete recrystallization in each case and only a slight 
change in grain size due to previous anneal in those specimens reannealed 
for 14 hr. This figure should be compared with Fig. 10. At ¢ is shown 
the structure after annealing for 5 hr. at 550° C.: at this annealing tem- 
perature, time has considerable influence on grain size. 

Fig. 14 shows the structure of specimens reannealed at 550° C. in 
areas not affected by deformation. A comparison with Fig. 9 shows 
that the reanneal for 14 hr. has no effect on crystal growth when the 
final anneal was below or at the temperature of the original anneal. The 
specimen a, originally annealed at 450° C. for 14 hr. and again at 550° 
for 14 hr., has a grain size normal for the final anneal. It should be 
compared with 6, Fig. 9. At c is shown the structure after reannealing 
fOr oO DT DO Ge 

Fig. 15 shows the structure in the germinative zones after reannealing 
specimens at 550° C. At a and b are shown slightly enlarged grains in 
the germinative zones; see b, Fig. 9, and a, Fig. 14, for a comparison 
of grain sizes. At ¢ is shown the structure in the germinative zone after 
reannealing for 5 hr. at 550° C. See also b, Fig. 9. The photograph 
plainly shows the characteristics of abnormal grains; they are always 
banded with twin crystals in a regular manner. In these specimens the 
bands were always either at 90° or 60° angles. At d is shown only a 
slight trace of abnormal grains, and e and f have nearly a normal 
structure. 
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3a ei rr 4 


d. 550° C. for 1% hr. after 650° C. for 4 hr. 


f. 550° C. for 14 hr. after 850° C. for }g hr. 


Fig. 13.—SrructTuRE UNDER 3000 KG. IMPRESSION FATER REANNEALING THE FIVE 
ORIGINAL PIECES AT 550° C. ETCHED WITH AMMONIA AND HYDROGEN PEROXIDE, 


x 75. 
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c. 550° C. for 5 hr. after 550° C. for 44 hr. 


= s eck PUL a 
e. 550° C. for 44 hr. after 750° C. for 34 hr. f. 550° C. for 14 hr. after 850° C. for 14 hr. 


Fig. 14.—SrrucrureE OF FIVE ORIGINAL PIECES REANNEALED AT 550° C. witHouT 
INTERMEDIATE DEFOP**ATION. ETCHED WITH AMMONIA AND HYDROGEN PEROXIDE. 
anion 
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a 
r. after 450° C. for 34 hr. 


a. 550° C. for $33h 


d. 550° C. for 4% hr. after 650° C. for 44 hr. 


e. 550° C. for 4 hr. after 750° C. for +2 hr. f. 550° C. for 4 hr. after 850° C. for 44 hr. 


Fia. 15.—STRUCTURE IN GERMINATIVE ZONES AFTER REANNEALING THE FIVE ORIGINAL 


PIECES AT 550° C. ETcHED WITH AMMONIA AND HYDROGEN PEROXIDE. X 75. 
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after 450° C. for 16 hr. b. 650° C. for 4% hr. after 550° C. for 16 hr. 


c. 650° C. for 1g hr. after 650° C. for 44 hr 


rN 


f. 650° C, for 44 hr. after 850° C, for 19 hr. 


e. 650° C. for 49 hr. after 750° C. for 14 hr 


Fia. 16.—SrructurE UNDER 3000 KG. IMPRESSION AFTER REANNEALING THE 
FIVE ORIGINAL PIECES aT 650 & 
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a. 650° C. for 14 hr. after 450° C. for 34 hr. b. 650° C. for 14 hr. 


d. 650° C. for 5 hr. after 650° C. for }% hr. 


pi ie A 


e. 650° C. for #4 hr. after 750° C. for 16 hr. 


f. 650° C. for }% hr. after 850° C. for 14 hr. 


Fia. 17.—STRUCTURE OF FIVE ORIGINAL PIECES REANNEALED AT 650° C. WITHOUT 
INTERMEDIATE DEFORMATION. ETCHED WITH AMMONIA AND HYDROGEN PEROXIDE. 
x 75. 
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Structure After Reannealing at 650° C.—Fig. 16 shows the structure 
under 3000 kg. impression after reannealing the five original pieces at 
650° GC. Each specimen is completely recrystallized and there is the 
uniform grain size characteristic of the 650° C. anneal, regardless of the 
previous annealing temperature. Compare a, b, c, e, and f with ¢, Fig. 9. 
At d is shown the structure after reannealing for 5 hr. at 650° C.; at this 
annealing temperature time has very little influence on grain size. 

Fig. 17 shows the structure of specimens reannealed at 650° C. in areas 
not affected by deformation. a and 6b show that the grains of the origi- 
nal anneal have been replaced by new grains, which are normal for the 
final anneal at 650° C. Compare with c, Fig. 9. d shows no change in 
grain size after reannealing for 5 hr. at 650° C. e and f show that speci- 
mens originally annealed at 750° and 850° C. were not affected by the 
reanneal at 650° for 14 hr. 

Fig. 18 shows the structure in the germinative zones after reannealing 
specimens at 650° C. a and b show a few remnants of abnormal grains 
in the specimens originally annealed at 450° and 550° C. which were 
formed while these specimens were being heated through their respec- 
tive germinative temperatures. c and d show the characteristic ab- 
normal grains. d after reannealing for 5 hr. at 650° C. shows portions 
of very large grains. e and f show a structure more nearly normal, 
although they have some characteristics of abnormal grains. These 
grains were at the border of the recrystallized zones shown at d, Fig. 
5, and are no doubt a mixture of the old and new crystallization rather 
than new abnormal grains. 

After Reannealing at 750° C.—Fig. 19 shows the structure under 3000 
kg. impression after annealing the five specimens at 750° C.; each speci- 
men was completely reannealed and has a uniform grain size. However, 
the grains were larger than in the specimen originally annealed at 750°. 
This figure should be compared with d, Fig. 9, and a, b, and ¢, Fig. 6. 

Fig. 20 shows the structure of specimens reannealed at 750° C. in 
areas not affected by deformation. a, b, and ¢ show that grains of the 
original anneals below 750° C. have been replaced by new grains, which 
are normal for the final anneal at 750° C. Compare with d, Fig. 9; 
d and e, Fig. 20, show no change in grain size. 

Fig. 21 shows the structure in the germinative zones after rean- 
nealing specimens at 750° C. a shows no abnormal grains; compare 
with d, Fig. 9, and a, Fig. 17. This specimen was probably heated 
through its germinative temperature (450° C.) so rapidly that no grains 
were formed which were larger than those formed at the maximum tem- 
perature. 6 and ¢ show few abnormal grains; there are more in c than 
in b; see b and c, Fig. 7. d shows about one-fifth of a large abnormal 


grain and e shows a few grains in the area of recrystallization that have 
some characteristics of abnormal grains. 
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d. 650° C. for 5 hr. after 650° C. for }¢ hr. 


c. 650° C: for 4% hr. after 650° C. for }2 hr 


e. 650° C. for % hr. after 750° C. for 4 hr. f. 650° C. for 14 hr. after 350° C. for 44 hr. 


THE FIVE 


Fia. 18.—STRUCTURE IN GERMINATIVE ZONES AFTER REANNEALING 
ORIGINAL PIECES AT 650° C. ErcHmD WITH AMMONIA AND HYDROGEN PEROXIDE. 


x 75. 
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a. 750° C. for 44 hr. after 450° C. for 14 hr. 
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b. 750° C. for 14 hr. after 550° C. for 14 hr. c. 750° C, for }% hr. after 650° C: for 44 hr. 


= * itt, as z 
d. 750° C. for 14 hr. after 750° C. for 14 hr. e. 750° C. for }4 hr. after 850° C. for 14 hr. 


Fig. 19.—StructurE uNDER 3000 KG. IMPRESSION AFTER REANNEALING THE 


FIVE ORIGINAL PIECES AT 750° C. Ercupp with AMMONIA AND HYDROGEN PEROXIDE. 
x Sy. 
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a. 750° C. for 14 hr. after 450°C. for 34 hr. 


. 750° C. for % hr. after 650° C. for }4 hr. 


750° C. for 14 hr. after 850° C. for 44 hr. 


d. 750° C. for 44 hr. after 750° C. for 14 hr. @. 


E ORIGINAL PIECES REANNEALED AT 750° C. WITHOUT 


Fig. 20.—STRUCTURE OF FIV 
ETCHED WITH AMMONIA AND HYDROGEN PEROXIDE. 


INTERMEDIATE DEFORMATION, 
x 75. 
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a. 750° C. for 4 hr. after 450° C. for 44 hr. 


x 


. 750° C. for }¢ hr. after 650° C. for % hr. 
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3 2 % ni was x 
d. 750° C. for + hr. after 750° C. for 14 hr. e. 750° C. for }4 hr. after 850° C. for 34 hr. 
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Fia. 21.—STRUCTURE IN GERMINATIVE ZONES AFTER REANNEALING THE FIVE 
eee PIECES AT 750° C. Evcuep with AMMONIA AND HYDROGEN PEROXIDE 
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a. 850° C. for 34 hr. after 450° C. for }4 hr. 


c. 850° C. for 4 hr. after 650° C. for 14 hr. 


me: 


: - 
after 750° C. for 3% hr. 


d. 850° C. for 4% hr. e. 850°C. for 14 hr. after 850° C. for }2 hr. 
UNDER 3000 KG. IMPRESSION AFTER REANNEALING THE 


Fig. 22.—STRUCTURE 
850° C. ErcHED WITH AMMONIA AND HYDROGEN PEROXIDE. 


FIVE ORIGINAL PIECES AT 
x 75 
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b. 850° C.for 19 hr. after 550° C, for 9 hr. c. 850° C. for 19 hr. after 650° C. for 44 hr. 


wW 


d. 850° C. for 44 hr. after 750° C. for 14 hr. e. 850° C. for 4 hr. after 650° C. for 14 hr. 


Fie. 23.—S?TRUCTURE IN GERMINATIVE AREAS AFTER REANNEALING THE FIVE 
ORIGINAL PIECES AT 850° C. ErcHred wiTH AMMONIA AND HYDROGEN PEROXIDE. 
ior 
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After Reannealing at 850° C.—Fig. 22 shows the structure under 3000 
kg. impression after annealing the five specimens at 850°C. The grains 
are somewhat larger than the normal grains after an anneal at 850° C. 
Compare Fig. 8 with e, Fig. 2. 

Fig. 23 shows the structure in germinative areas after annealing at 
850° C. a, b, and c show a grain size about normal for the temperature 
of anneal; d and e show small parts of abnormal grains. The general 
size of these grains can be better appreciated by referring to e, Fig. 7. 
The largest grain found was about 6 mm. in its greatest diameter. No 
mention has been made of crystalline growth under the 500-, 1000-, 
2000-kg. impressions for all the conditions and results were similar and 
differed only in degree. 


CONCLUSIONS 


There are four conclusions to be drawn from the foregoing study of 
crystalline growth after annealing, which supplement or confirm work 
that has been done by Mathewson and Phillips, Jeffries, and others on 
this subject.. They are: 

1. That brass which has received an anneal at a low temperature 
previous to a given deformation will recrystallize at a lower temperature 
and develop a finer grain than that which was originally annealed at a 
higher temperature; in other words, with a given deformation, the 
recrystallization temperature and resultant grain size vary directly with 
the temperature of anneal before deformation, Fig. 10. 

2. That upon reannealing brass without intermediate deformation, 
there is no grain growth unless the time and temperature of the first 
anneal are exceeded in the second anneal, Figs. 3, 4, 5, 6, 14, 17 and 20. 

3. That the length of time of anneal has a greater effect on resultant 


grain-size at low temperature than it has at high temperatures, Figs. 


13 and 16. fi 
4. That the ideal conditions under which typical abnormal grains 


are formed are that there shall be a deformation gradient, which ranges 
from a maximum to zero within the specimen, and the temperature of 
anneal before such deformation shall be identical with the final tempera- 
ture of anneal. The size of the abnormal grains varies with the length 
of time of the last anneal. Results indicate that the time of the previous 
anneal may also affect the size of abnormal grains in that it establishes 
a more stable equilibrium which has to be overcome before the abnormal 
i n develop. 
A aaretipation was carried out before the papers by Mathewson 
and Phillips and by Zay J effries on recrystallization were published, and 
those papers have been extremely interesting 1n that they have pees 
explain the causes of the results here found. It is realized that the t uit 
conclusion arrived at is already well recognized and has been the subject 
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of discussion in many papers. At least one conclusion relative to for- 
mation of abnormal grains supplements the very extensive work done by 
Doctor Jeffries on this subject. 

In his paper, ‘‘Grain Growth Phenomena in Metals,”? Zay Jeffries 
states that the “formation of large grains at the germinative temperature 
is dependent on a rather even grain size with temperature gradient, or 
even temperature with deformation gradient, or any combination of the 
two.” The latter condition will not always produce abnormal grains. 
The specimen shown at c, Fig. 3, was annealed under such conditions but 
no large grains have formed because the final temperature, 450° C., was 
not high enough to recrystallize any but the hardest portions within the 
deformed area. The specimen shown at c, Fig. 5, which was annealed 
under the same conditions as the above, except that the final temperature 
was high enough to disturb the equilibrium of the unworked portions, 
shows distinct zones of abnormal grains. If it were possible, and it 
appears probable, that specimen c, Fig. 3, could have been annealed for 
sufficient time at 450° C. to cause a recrystallization in the unworked 
portions previously annealed at 650° C., abnormal grains would have 
formed but not under the most favorable circumstances. 

The formation of these large grains is analogous to the formation of 
large crystals from a saturated salt solution. The unworked portions of 
metal represent the solution that is in equilibrium, and the local deforma- 
tion represents the nucleus of crystal growth. Upon heating, erystalliza- 
tion soon begins at the nucleus and proceeds with the formation of a few 
fine grains until the recrystallization temperature of the unworked por- 
tions is reached. This unworked portion corresponds to saturation in a 
salt solution. At this point large erystals will form and the longer the 
temperature is held at the recrystallization point the larger will be the 
grains, just as crystals will continue to grow larger from a salt solution 
kept near its saturation point. 

The adjective “abnormal” has been used to describe the large grains 
formed under certain conditions because they are abnormal when com- 
pared with those obtained from ordinary practice, but in reality the large 
grains are, from the standpoint of crystals in metals, more nearly normal 
than any others. They possess all the normal characteristics of well- 
formed crystals, just as crystals in properly concentrated salt solutions 
develop in easily recognized forms. Crystallization produced in metals 
in ordinary practice is more “abnormal” in that the grains are usually 


formed from what might be compared with supersaturated or under- 
cooled solutions of salts. 


? Trans. (1916) 56, 571. 
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DISCUSSION 


F. G. Smrrx.—Probably someone will ask whether I discovered why 
the bottoms of the large shells broke out. I did not, as a result of this 
investigation. 

An experiment was made along the lines indicated in this paper, to 
determine whether abnormal grains greatly affected the physical properties 
of brass. Two ordinary test bars were ammealed for 14 hr. at 750° C. 
and physical properties determined on one. The other was covered with 
indentations made with a peen hammer and then reannealed for 5 hr. 
at 750° C. It was found in the tensile test to be made up of 
large grains 14 to 14 in. in diameter. The physical properties, however, 
differed from those of the first bar only as much as might be expected 
after a 5 hr. anneal under normal conditions. It appears then that the 
large grains produced in this manner do not ruin the physical qualities 
of the brass. 
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Electric-resistance Furnace of Large Capacity for Zinc Ores 


BY CHARLES H. FULTON, * CLEVELAND, OHIO 


(Chicago Meeting, September, 1919) 


DESCRIPTION OF FURNACE AND PROCESS 


EXPERIMENTAL work on the process was begun on a laboratory scale 
at Cleveland, Ohio, in 1914, and transferred to East St. Louis, Ill. in 
1916, where a commercial sized furnace was in technical operation until 
January, 1918. The essential steps of the process are as follows: 

Oxidized zine ore or roasted zine concentrate is mixed with crushed 
coke and coal-tar pitch and formed into briquets 9.25 in. (23.5 em.) 
in diameter and 21 in. (53 cm.) long in a manner similar to that used in 
the manufacture of graphite or carbon electrodes, except that much less 
care and time are required. The composition varies with the nature of 
the ore; in one case, the composition was 100 parts ore, 70 parts coke, 
and 18 to 20 parts pitch. These briquets maintain their form and 
volume during and after the distillation of the zinc. This object is 
gained by using coke as the matrix and coal-tar pitch as the binder; this 
pitch becomes coke on heating and unites the ore particle and the 
original coke particle into a continuous mass. The briquet is an 
electrical conductor but only to such a degree that it can-be used as 
a resistor. 

The size of the ore, as in the present practice of zinc metallurgy, 
ranges from fine material, such as flotation concentrate, to coarse table 
and fine jig concentrate. The process is not restricted to any particular 
kind of ore, but is applicable to pure high-grade ores, ores high in iron, 
and complex zinc-lead ores, since the residue from the distillation is 
held immovably in place within the briquet. In the case of complex 
zinc-lead ores, the distillation is conducted with a carefully regulated 
temperature so that a high percentage of lead is retained in the distilled 
briquet, which may then be smelted for its lead content. In present zine 
smelting practice, the reduction fuel is from 40 to 50 per cent. of the 
weight of the ore. In the briquet, it is from 60 to 85 per cent. of the ore; 
but unless the ore is exceptionally high in residue, the distilled briquet 
may be used over again as coke, or as a high ash coke for fuel purposes 
in power production. 

Baked Sues are hard and tough and may be handled roughly 


* Professor of Metallurgy, Case School of Applied Science, 
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without danger of breakage. In regular commercial work, they may be 
manufactured by means of extrusion or other suitable presses, after the 
manner in which electrodes are made, and the process be carried out con- 
tinuously from the mixing to the finished briquet. The briquets weighed 
. about 90 lb. (40 kg.) and contained approximately 50 Ib. of ore, which 
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Fig. 1.—a, b, RETORT, ELECTRIC ZINC FURNACE; ¢, MeprHoD OF SETTING UP BRIQUETS. 


is about the amount in a retort charge in present zine-smelting practice. 
It is proposed to make briquets 12 in. (30.5 cm.) in diameter and 72 in. 
(183 cm.) long, which will weigh about 600 Ib. (272 kg.). On distillation, 
the briquets lose from 30 to 50 per cent. of their weight, but maintain 
their form and volume. The zine may be completely distilled from the 
briquet, traces only remaining, no matter what type of ore 1s used. The 
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completeness of distillation is due to the intimate mixture of ore and re- 
ducing agent maintained throughout the operation. 

The second step of the process consists in making the briquet a part 
of an electric circuit and heating the same by an electric current to such 
a degree that the zinc is distilled. During this operation, the briquet is 
covered by a movable retort and the zine vapor and carbon monoxide, 
are conducted to a condenser in which the zine is condensed. During 
the distillation, the briquet acts as a continuous resistor and maintains 
itself unaltered between the terminal electrodes. As the furnace is not 
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Fic. 2.—ELEcTRIC RESISTANCE FURNACE AND CONDENSER. 


limited to the interposition of one briquet between the terminal electrodes 
a large number may be interposed, thus giving a large unit furnace. 
While direct current may be used, alternating current is preferable on 
account of the ease of voltage control by means of transformers. The 
furnace at East St. Louis held a charge of 36 briquets, arranged in twelve 
columns of three each, set within a circle and operated on a three-phase 
circuit, four columns in each phase, connected in the customary Y con- 
nection. The amount of charge in this furnace varied between 3100 
and 3200 Ib. (1406 and 1451 kg.), the amount of ore being approximately 
1700 Ib. (771 kg.). The time of distillation was about 6 hr.; the total 
time, including the placing and discharging, was 8 hr., or three charges 
worked off in 24 hr. The capacity of the furnace was 5100 lb. (2268 kg.) 
of zine concentrate per 24 hr. A proposed larger furnace, taking nine- 
teen briquets weighing 600 Ib. (272 kg.) each will have a capacity of 
about 8.50 tons of zine concentrate per retort per 24 hr. Figs. 1 to 3 
illustrate the principle of the furnace. 


EARLY EXPERIMENTAL WorK 


Experimental work was begun at the Case School of Applied Science, 
in Cleveland, in May, 1914, for the production of a zinc-ore briquet from 
which the zine could be practically completely distilled, and leave the 
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briquet of the same volume and shape as before distillation. The ex- 
periments were carried on with all sizes of briquets ranging from 1 in. 
(2.5 cm.) in diameter and 1 in. long up to 9 in. in diameter and 20 in. 
long, and with spherical briquets up to 8.5 in. in diameter. Satisfactory 
briquets were made from practically every type of zinc-bearing material. 

The “indestructible briquet’’ was intended for an automatic exter- 
nally fired furnace,! but in 1915 experiments were begun using the 


Fic. 3.—SET up BRIQUET CHARGE. COLUMN 9.25 IN. DIAM., 66 IN. HIGH, 12 
COLUMNS. A, BOTTOM GRAPHITE CONNECTOR BLOCKS; C’, SPECIAL FIRECLAY BASE; 
D, TOP GRAPHITE CONNECTOR BLOCKS; H, GRAPHITE DISKS. 


briquet as the resistor. The first briquets were 1 in. (2.5 cm.) in dia- 
meter and 1 in. long, but later the briquets were 3 in. in diameter and 
4 in. long; the furnace held from 48 to 56 arranged in eight columns 6 
or 7 briquets high, set up very much in the manner shown in Fig. 3 and 
operated in one continuous circuit. At first, direct current was used but 
later, alternating current. The distillation, in almost every instance, 
could be carried to completion, even with the many electrical contacts 
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perfect resistor if properly made. On the basis of this work the East 
St. Louis plant was planned, not as a commercial plant, but as an experi- 
mental plant for the purpose of working out the technical details of a 
commercial size furnace. 


Tue BRIQUET 


The briquet must form an intimate mixture of the roasted ore, re- 
ducing agent, and binder. A particle of ore should be in contact with a 
particle of reducing agent and both should be surrounded with a film of 
binder to unite all the particles into a coherent mass. In known applica- 
tions of briqueting to ores, the briquet is destroyed during the operation 
that extracts the metal. In this particular case, the briquet must pre- 
serve its form and be practically of the same volume after the extraction 
of the metal as it was before in order to maintain passage of the electrical 
current. If the briquet should collapse during the distillation process, 
the furnace would become inoperative. Another advantage of the inde- 
structible nature of the briquet, in the case of such ores as lead-zinc, 
zinc-copper, or Franklinite, is that the residue is in the form best suited 
for further metallurgical treatment. 

The briquets are made with an excess of the reducing agent, coke, 
so that after distillation there will remain sufficient matter to maintain 
the original volume of the briquet. In general this condition is obtained 
if the weight of the distilled briquet is not less than 40 to 50 per cent. of 
the original briquet. 

Zine ores and zinc-bearing materials differ widely in the nature and 
amount of mineral residue left after the distillation of the zinc, as shown 
in Table 1. The nature and amount of the residue left by the ore has 
great influence on the stability of the briquet during and after distillation. 


TaBLE 1.—Amount of Mineral Residue in Zinc Ore 


Per cent. 


Name of Ore | of Residue, Character of Residue 
| by Weight * 
Mascot, lennesseeunn. a sapere remiteris 12.5 Largely silica with a little iron 
oxide. 

Wisconsin orerNO. Ulin tyne nen aktents 15.8 Largely iron oxide, some silica. 
Wisconsin; ores No, 2s. se ene 18.3 Same as above. 
Missouri ore. ie Re ea Se 20.9 _ Largely iron oxide, some silica. 
Canyon City, concen eet et: 27.9 _ Mostly iron oxide and silica. 
Willemite zine ore, from F Helen Fu ur- 

TACO MINS Uitetitories cs etre ar nee 36.7 Mostly silica. 
Franklinite zinc ore, Franklin Furnace, Chiefly iron and manganese 

ING dy : 530i tage ON 55.58 | oxide. 
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Coke Contents of Briquet—Enough coke must be added to the ore to 
furnish the necessary carbon for the reduction of all the reducible oxides 
in the ore, plus such an amount that the weight of the briquet, after dis- 
tillation, will be not less than 40 to 50 per cent. of the original briquet. 
Ores that leave a small amount of residue require more coke than ores 
that leave much residue. As the briquet must at all times be an electric 
conductor, there must always be present syfficient carbon in the coke, 
by which the current is chiefly carried. 

The nature of the residue also is of great importance. If the residue 
is silicious in character, like that of the Willemite, which after distilla- 
tion is in the form of comparatively sharp angular grains fused only on the 
edges, less coke is needed for a strong briquet than if the residue is of 
the nature left by Franklinite, which is in the form of round fused globules. 
The sharp angular grains are bound into a suitable network, with the coke 
grains, while the round fused globules must be held by the coke skele- 
ton and in themselves give no strength to the structure they are part of. 
In the case of Franklinite. the residue consists largely of small 
globules of an iron manganese alloy, which aids in the conductivity of 
the mass; in the case of Willemite, the silicious residue is a non-conductor. 

From the standpoint of non-conductivity, a lime residue is most ob- 
jectionable as, under certain circumstances, this lime will form calcium 
carbide with the briquet giving rise to high resistance. An ore contain- 
ing a high lime residue will make an excellent briquet that will act nor- 
mally in the furnace until a certain temperature is reached, after which, 
due to the combination of lime and carbon, the resistance will increase 
and the briquet become locally overheated and break down. This diffi- 
culty can be overcome by an extra amount of coke. The proper amount 
of coke for different types of ores is, approximately, as follows: 


Per CEnT. OF 
WEIGHT OF ORE 


Wallet eee ee tn ae galing aaeg wens 30 to 40 
Biranilokinite meee eee eee cots sia tacks Merete RET LL ele 70 to 80 
ine IND Ota anua a AP Ooo eo are Goris mc cmteor Oe LOtONdS 
@amgor City O66... scar nadine op en Fpl ee eee se ey eye? 60 to 70 
IMINSSOUITITSTLICATC OLE ss ieiei occ ttne a ee ic ee 2 ten paces oc lel ots 3 


PPraves GIVE Ree ocoteica A oth Se DISORD Ra eR I eso acre eT 


Pitch Content of Briquet.—The grains of ore and coke must be sur- 
rounded by a film of binder, which should have an appreciable thickness. 
As the binder must cover a certain amount of surface, the smaller the ore 
and coke particles the greater is the surface to be covered; therefore, 
the amount of binder varies directly with the fineness of the ore and coke. 


2 This proportion makes a strong briquet that will withstand distillation in an ex- 
ternally fired retort, but for electrical distillation the coke must be increased. 
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By experiment it was found that a satisfactory briquet can be made if 
the amount of binder is between 10 and 15 per cent. of the weight of the 
ore plus coke. More binder than this is detrimental, as the excess will 
be squeezed from the briquet during pressing; less, in most cases, will 
not give a satisfactory briquet. The percentages given apply to moder- 
ately fine ore, such as will pass through a 65-mesh screen, and to mod- 
erately fine coke, such as will pass through a 10-mesh screen. If the 
zine-bearing material is excessively fine, as for instance zinc oxide or 
leaded zine oxide, more binder must be used. 

Size of Ore Particles—Within certain limits, the size of the ore has 
relatively little influence on the final strength of the briquet; neither has 
it much influence on the rate of distillation of zinc from the briquet or the 
completeness with which the zinc is extracted. Ore that passes through 
a 10-mesh screen and 86 per cent. of which is coarser than a 35 screen, 
gives practically no different result from ore all of which passes through a 
200-mesh screen. Usually the material furnished the zine smelter is 
comparatively fine and sometimes very fine. Experiments with mate- 
rial coarser than 8-mesh have not been made. ‘The ore or concentrate, 
usually, is made up of particles ranging from approximately }49 in down 
to an extremely small size. This mixture is an advantage, although good 
briquets can be made from very fine ore. In the case of ores that give 
a fused residue in the form of little pellets or globules, as for instance, 
Franklinite, the coarser ore does not give as good results as the fine ore, 
as the first gives opportunity for these fused globules to segregate and 
coalesce within the briquet. Small globules are more permanently held 
in place by the coke skeleton. The size of ore particles has little in- 
fluence on the ultimate stability of the briquets because the particle is 
practically destroyed during distillation, since it loses in the case of most 
zine ores by far the greater part of its weight. 

Size of Coke Particles—The size of the coke particle has a very decided 
influence on the strength of the briquet. Very fine coke gives a much 
stronger briquet than moderately fine or comparatively coarse coke. 
For example, a cylindrical Franklinite briquet, 3 in. (7.6 cm.) in diameter, 
4 in. (10 cm.) high, made with 100 parts ore, 70 parts coke, and 20 parts 
pitch, but in each case with different sizes of coke, had the following 
crushing strengths: 20-mesh, 15 lb. per sq. in. (1.05 kg. per sq. cm.);48 
mesh, 200 Ib. per sq. in. (14.06 kg. per sq. em.); 100-mesh, 610 Ib. per 
sq in. (42.88 kg. per sq. cm.). When it is desired to obtain an especially 
strong briquet relatively fine coke should be used. However, as the coke 
increases in fineness and fine ore is used, the amount of binder will in- 
crease, which is undesirable from a commercial standpoint. 

Character of Coke Used.—The coke used must be firm and hard, not 
soft and spongy. It should have a relatively low ash content, particu- 
larly if it is used with ore containing much residue. If it is to be used 
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with relatively pure ore, or with blue powder, the ash content may be 
high. Good, screened coke breeze, such as gashouse breeze or byprod- 
uct-oven breeze, is suitable if the ash content is not too high. Table 2 
gives the screen size and ash content of crushed coke that has been suc- 
cessfully used in making briquets. 


TABLE 2.—Coke Data : 
CTT 
Screen Through | On Mesh | Pertentage Cumulative Percentage 
Connellsville 
10 0.13 0.13 
10 20 13.28 13.41 
20 40 33.88 47.29 
40 60 14.50 61.79 
60 80 {1519 72.98 
80 100 5.60 78.58 
100 120 4.05 82.63 
120 150 2.50 85.13 
150 200 Hal 87.40 
200 | 12.60 100.00 
Sullurecceece sc. ot eee 0735 
Ash 14.30 
- 78 Coke Used at East St. Louis ; 
10 20 43.1 43.1 
20 40 30.8 73.9 
40 60 1222 86.1 
60 80 5.2 91.3 
80 100 a2 91.5 
100 150 a7 93.2 
150 200 | is 95.0 
200 a | 5.1 100.0 
AOI, 2G tae ee 12.9 
7 ‘Gashouse-coke Breeze - Pe 
10 | 20 | 40.8 | 40.8 
20 60 | 33.4 | 74.2 
60 | 100 7.5 | 811.57 
100 | 150 5.0 86.7 
150 | ee 13.3 100.0 
INEIT ots i keen ea Hal al 
| 
= Byproduct-oven Breeze os 
10 | 20 34.6 34.6 
20 | 60 37.8 72.4 
60 100 9.2 81.6 
100 | 150 5.1 86.7 
150 | ties 1223 100.0 
aie et... sartils. £4. sh 12.13 
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Character of Pitch Used.—The character of the coal-tar pitch used is 
important. The chief points to be noted are the character ‘of the coke 
left after the distillation of the volatile matter, the percentage of coke 
remaining after distillation, and the melting point of the pitch. In 
general, a high melting point pitch, 170° to 200° C., leaving a high 
percentage, 55 to 60, of good firm coke is best. Since the briquet is 
molded hot, and is taken from the mold while warm, it is weak, and the 
lower the melting point of the pitch the weaker is the briquet. A briquet 
made with a high melting point pitch is quite strong and stands handling 
when taken from the mold. 

High melting point pitches obtained by mixing rather low melting 
point pitch with fine amorphous carbon will yield a high percentage of 
coke but they are weak and do not give good, permanent binding 
properties; neither have they good initial binding properties. 

Table 3 gives data on the melting point and percentage of coke resi- 
due of a number of different kinds of pitch. The choice of the proper 
pitch is all important. High melting point pitch may be purchased in 


TABLE 3.—Types of Pitch 


Number Type | Percentage of Coke | Character of Coke 
1 | Melting point, 82° C. | 48.5 Good firm coke. 
2 | High melting point. | 55.9 Very firm coke. 
3 Melting point, 78° C. 50.2 Good firm coke. 
4 Target pitch, high melt 59.7 Coke not firm. 
| ing point. | 
5 | Stiff flowing. 36.5 Good firm coke. 


6 | Melting point, 179° C. | 53.0 Good firm coke. 


a finely ground condition but frequently it does not possess the proper 
binding qualities and its use leads to failure in briqueting. It is desirable 
in all cases to test pitch experimentally before deciding upon its use. 
Methods of Making Briquets——A number of methods may be used for 
making briquets. The first method used in the experimental work was 
to thoroughly mix the coke, ore, and pitch (in powdered form) and heat 
this mixture, on a large hot plate, to between 175° and 200° C., or until 
yellow fumes appeared from the pitch, when it is granular and somewhat 
plastic, but not sticky. It was then molded in cylindrical steel molds, 
with a slight taper, the material being compressed by means of a steel 
plunger, the bottom of the mold being closed with a small disk to hold 
the material in place. The pressure varied between 500 and 1000 lb. 
per sq. in. (35 and 70 kg. per sq.cm.). For the best results the mold should 
have a temperature between 75° and 90° C. when a high melting point 
pitch is used. Under these conditions the briquet will come from the 
mold with a smooth exterior and sharp edges. The briquet, immediately 


ree: 
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after expulsion from the mold, is somewhat weak but becomes strong cd 


firm on cooling. 

The second method, used for making briquets 9.25 in. (23.5 em.) 

in diameter by 22 in. (56 cm.) long, employed at the East St. Louis plant 

is as follows: The ore and coke in proper proportions are ihorouehic 

mixed, slightly damp, in a knife-blade mixer and then stored in bins and 

fed as needed to a Bartlett-Snow kiln dryer, provided with plows. Here 
€ 


H 

3 

2 
ee 


Fig. 4.—BRIQUET PRESS. 


it was heated to about 250° C. and discharged into a hopper at the end of 
the dryer, from which it was drawn into a hopper car in lots of approxi- 
mately 500 Ib. (226 kg.). This hopper was picked up by the crane and 
discharged into the knife-blade mixer, where the proper amount of molten 
pitch was immediately added and the contents mixed for 3 to 5 min., 
after which the mixture was discharged into a small, flat, brick-lined car 
kept at a temperature of about 250° C. This car was transferred to 
the tamping machine, made of a 3.25-in. (8.25 cm.) Ingersoll rock drill. 
The tamping tool was a three-arm steel casting provided with cylin- 
drical steel teeth 3 in. (7.6 cm.) long, which were replaced when necessary. 
The arms of the tamping tool freely cleared the sides of the mold, which was 
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made of heavy cast steel, in three parts longitudinally, the parts being held 
together, during molding, by hinged bolts fitting into slots. A specially 
shaped heavy steel base plate under the tamping machine insured a 
constant and fixed position of the mold during tamping. The bottom of 
the mold was closed by a steel disk, 1.5 in. (3.8 cm.) thick, which 
was set in a circular depression 1 in. deep in the steel base plate, causing 
the disk to project about 1 in. below the bottom of the mold while the 
walls of the mold rest on the base plate. The mold was then tamped 
nearly full of the mixture, which at the molding place has a temperature 
of 160° to 175° C. The mixture was fed into the mold by a long narrow 
scoop shovel and tamped in, the tamping and feeding being simultaneous. 
As the mold filled, the tamping tool was raised by the feed device of the 
rock drill. 

The mold and its contents were then transferred to the adjacent finish- 
ing press, which was made from a railroad jack and used in the inverted 
position, see Fig. 4. A special plate under the jack permitted the mold to 
be placed accurately in position. The remaining space in the mold was 
filled with the mixture, a top steel disk put into place, and the contents 
of the mold compressed until the pressure reached 1000 lb. per sq. in. 
(70 kg. per sq. cm.), the pressure being determined by the contraction 
of the springs of the press. The weight of the mold and its contents, as 
it was placed under the press, rested on the bottom disk, which projected 
about 1 in. below the bottom of the mold. By this means both top and 
bottom pressure were obtained, which is preferable to pressure being 
applied from the top only. After the pressing, the bolts holding the mold 
together were slid out of place and the parts of the mold removed from the 
briquet, which was then placed on a car, where it was allowed to cool and 
become firm. 

Small briquets have also been made on a laboratory scale by the 
method of “cold mixing.” The ore and coke are mixed with powdered 
pitch and then moistened with zinc-sulfate solution and pressed into 
briquets. A typical mix is represented by 100 parts ore, 70 parts coke, 
20 parts powdered pitch, and 20 parts of 5-per cent. zinc-sulfate solution. 
These briquets are fairly strong as they come from the mold and on 
baking become very firm. It is questionable whether they are as good 
as the hot molded briquets and the method has. not been tried on a 
large scale. 

Substituting Coal for Coke——The base of the briquets is coke, but 
briquets have been made by replacing coke with coking coal, the idea 
being that the coking coal will furnish the carbon necessary for reduction 
and the excess required, as well as the binding effect of the pitch. Such 
briquets, however, require some binder and, after baking, are shrunken 
and warped; for this reason they cannot successfully be used in the elec- 
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tric furnace. The replacement of pitch by coking coal, if it were possible, 
would materially cheapen the briqueting process. 

Briquets have also been made with anthracite coal, which were ex- 
cellent from the standpoint of strength and non-warping quality; these 
briquets, however, do not become conductors of the electric current 
until a high temperature is reached, about 1150° C. This requires too 
great a degree of preheating. Ordinary coke briquets are conductors at 
500° C. Brees 

Replacing Pitch with Coal——Pitch in the briquet may be partly re- 
placed by coking coal with good results. For instance, a mix made of 
100 parts ore, 50 parts of 10-mesh coke, 40 parts of 80-mesh Pocahontas 
coking coal, and 10 parts powdered pitch, and one made of 100 parts of 
ore, 25 parts of coke, 70 parts of Pocahontas coking coal, and 10 parts of 
powdered pitch made good briquets after baking and gave good results 
on distillation. These briquets are made on the theory of replacing 
part of the coke and part of the pitch by coking coal, the coal acting as a 
binder and furnishing a part of the carbon; by this means the quantity of 
pitch required is reduced one-half. The proportions of coke and coal are 
calculated so as to leave the proper amount of excess carbon, taking into 
consideration the volatile matter of the coal. However, one serious 
objection to the use of any appreciable amount of coking coal is the fact 
that the products of the distillation of the coal are objectionable during 
the distillation of the zinc, and the relatively small saving of cost gained 
by its employment may be more than counterbalanced by the increased 
difficulties of condensation. 

Baking the Briquets—The purpose of baking the briquets is to coke 
the pitch; the temperature required to do this varies somewhat with the 
time of baking. For a 9.25 by 22 in. (23.5 by 56 em.) briquet, a baking 
period of 6 hr., and 500° C. for 2 hr. near the finish, is about equivalent 
to a baking period of 8 hr. with a temperature of 450° C. for the last few 
hours of the operation. The briquets must be kept from oxidizing during 
the baking; that is, they must be under neutral or reducing conditions. 
Baked briquets have a density of 98 to 115 Ib. per cu. ft. (1570 to 
1842 kg. per. cu. m.) dependent on the ore, and on the proportions of 
the mixture. 

At the East St. Louis plant, the briquets to be baked were stood on end 
on platform cars holding twenty briquets. Each briquet was set within 
a light sheet-iron cylinder 12 in. (30.5 cm.) in diameter and 26 in. (66 
cm.) high, and the space between the briquets and the cylinders was filled 
with crushed coke. The car was then placed in one of the ovens, which 
formed part of the dryer. The two ovens were near the head of the dryer, 
which was the firing end. The products of combustion passed both over 
and below the baking oven by specially constructed flues. When a load 
of briquets had been baked, the car was withdrawn and replaced by 
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another. The period of baking was about 7 hr. and the maximum tem- 
perature, reached at the end, approximately 500° C. A briquet was. 
baked for the proper length As time at from 450° to 500° C. is very hard 
and firm and may be thrown violently from the car to the floor while 
hot without injury. This was the practical test applied to one briquet 
from each car load. 

The briquet during the baking passes through a weak stage, which is 
due to the condition of the pitch and continues during the baking until 
a temperature of about 300° is reached. From this temperature up to 


Resistivity Ohms per Cubic Inch. 


600 700 800 900 1000 1100 
Top Retort Temperatures. Degrees C. 


Actual Briquet Temperatures Are About 250° Higher 


Fria. 5.—ResIsTIVITY CURVE OF DISTILLING BRIQUETS. 


500°, there is a constant increase in strength as the pitch becomes coked, 
It would be desirable to eliminate the baking of the briquets as a separate 
operation and conduct the process by placing the raw briquets on the 
furnace base and do the baking as part of the furnace operation. In 
the operation of the furnace, the highly heated retort from a finished 
charge is transferred by the crane to the new charge on the second base. 
The heat stored in the retort is sufficient to bake a charge of raw briquets 
but the weight of a column of briquets is such that the bottom briquet of 
the column would collapse in the weak stage. When the rate of heating is 
very rapid, a hard shell is formed on the briquets in the exterior columns 
of the furnace charge, immediately adjacent to the hot retort walls, be- 
fore the interior becomes sufficiently heated to be weak; this shell will 
sustain the briquet during the critical stage. The interior columns of 
the charge, however, are heated more gradually from the retort walls and 
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do not form the hard shell, therefore they will collapse at the critical stage. 
It may be possible, under certain circumstances, to make a briquet that 
will not have to be baked in a separate operation. 

Resistivity of Briquets—The resistivity of hot briquets (900 to 1100° 
C.) depends on the amount of coke used and the nature of the residue 
of the ore; it will range from 0.015 to 0.04 ohms per cu. in. The resis- 
tivity of the raw briquet is very high (26 to 30 ohms per cu.in.). This 
resistivity drops slowly until the pitch is coked at about 450° to 500° C. 
when there is a sudden sharp drop to 0.6 to 0.7 ohms per cu. in. Fig. 5 
shows a typical resistivity curve of distilling briquets. 

Briquets made from ore, coke, and pitch become a practical conductor 
at between 450° and 500° C. Briquets in which part of the coke is re- 
placed by bituminous coal do not become a conductor until a temperature 
of 620° C. to 750° C. is reached, depending on the proportion of coal used. 
Briquets where the coke is replaced by anthracite, do not become a con- 
ductor until about 1150° C. is reached. This is too high for the proper 
working of the process, for the briquet would have to be preheated, 
even after baking, to this temperature by means of the retort before 
the electric current would pass, and 1150° C. is the temperature at 
which distillation is very active. 


Tue East St. Louis PLANT 


The large-scale experimental work was carried out in specially erected 
buildings in East St. Louis, Il. The main building and annex thereto 
were constructed of steel and tile, the main building being of sufficient 
height to permit the operation of a 12-ton electric crane for the lift- 
ing of retorts and the handling of materials. The annex contained a 
small, complete machine shop, and part of the electric equipment. A 
separate small wooden building was provided for an experimental labora- 
tory, and contained the small testing furnaces and the chemical labora- 
tory. There were also bins and storage sheds for ores, coke, pitch and 
general supplies. 

In one end of the main building was placed the coke crushing plant, 
consisting of a 7 by 10 in. (17.8 by 25 cm.) Blake crusher, a 20 by 12 in. 
(50.8 by 30.5 cm.) set of rolls, an inclined screen, and a return bucket 
elevator. Adjoining the crushing plant was a Bartlett & Snow kiln 
dryer, which dryed ore and coke, heated the ore-coke mixture, and con- 
tained two ovens for baking briquets. This dryer was fired at one end 
by an oil burner. The dryer was especially designed as regards the set- 
ting and served the various purposes indicated. Ina commercially oper- 
ated plant the drying, heating, and baking would ‘be done in separate 
apparatus. Adjoining the dryer was the knife-blade mixtr and the pitch 
melting kettle. Adjoining these was the tamping machine, briquet 
press, and tracks for the various transfer and platform cars for baking 
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briquets. The rest of the space in the building contained the electric 
furnaces, the main transformers, and other electrical equipment. 
Furnace C.—This is the designation applied to the first furnace built. 
It consists of a specially constructed three-part firebrick base, the center 
part holding the condenser structure, and the end parts containing the 
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electrodes and serving to support the briquet charge and the covering 
retort. Figs. 6 and 7 show the features of construction. 

The briquet charge was set up on the left-hand base b, Fig. 6, the re- 
tort a lowered into place by the crane, the current turned, and the charge 
distilled. In the meantime another charge was set up on the right- 
hand base c; when the left charge was finished, the red-hot retort was 
immediately transferred to the right-hand base and this charge distilled. 
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While the second charge was distilling the spent briquets on the left-hand 
base were removed and a new charge set up, and the operation repeated. 
Oil burners were provided at four places under the vapor boxes 0, the 
products of combustion from two of these burners passing by flues under 
the electrode supports in the retort bases thence through the central flue 
in the condenser structure, to the air. The products of combustion from 
the other two burners passed from under the vapor boxes directly to the 
central flue of the condenser. The idea was to preheat the retort bases 
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Fig. 7.—FUuURNACE C. 


and the condenser to the proper temperature for the distilling operation 
and prevent the formation of blue powder in the condenser at the start. 

The necessity for proper temperature conditions for successful spelter 
condensation in the condenser were fully recognized. In case radiation 
from the condenser walls should be insufficient to maintain proper tempera- 
ture conditions within the condenser during the continuous operation 
of the furnace, due to the heat evolved by the condensation of the large 
volumes of zine vapor, the heating flues could be turned into cooling flues 
by the shutting off of the oil burners and closing the two retort base flues. 
The volume and surface of the condenser were designed on the basis of the 
relation of these factors to the amount of vapor, as found in the present- 
day retort and condenser of the standard zinc-distilling furnace. The 


~ condenser was provided with three pyrometers (platinum-rhodium thermo- 
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couples) one at the top, and one at the bottom of the central chamber p 
and one at the bottom of the outer annular chamber. The retort was 
provided with two pyrometers, embedded within the refractory lining 


Fig. 9.—ELECTRODE CONSTRUCTION, FURNACE C. 


within }% in. (12.7 mm.) of the interior surface, one at the top and one 
at the bottom. The readings of the retort pyrometers were about 250° 
to 300° C. below the actual briquet temperature but, with this correction 
known, served as a perfect guide in the operation of the furnace. 
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. Details of Construction.—The retort consisted of a 0.25-in. (6.35 mm.) 
steel shell stiffened at the top by a 12-in. (30.5 cm.) channel, to which were 
bolted heavy cast-steel hooks, which engaged the chains of the bail by 
means of which the retort was lifted by the crane. The bottom of 
the shell was drawn in | in. and then flanged outward for stiffening; the 
contraction was for the purpose of holding the refractory lining firmly in 
place. The bottom of the lining was a circle of firebrick blocks 9 in. (23 em.) 
high and 13.5 in. (34 em.) wide, the full thickness of the lining. On these 
was built the interior lining of high-grade firebrick, 4.5 in. (11.4 em.) 
thick, the space between these and the-steel shell being filled with 9-in. 
sil-o-cel brick and loose sil-o-cel. The roof was a firebrick dome, covered 
with loose sil-o-cel. The interior diameter was 48 in., and the interior 
height from the base to the lowest point of the dome was 72 in. The 
clearance between the briquet columns and the lining of the retort was 
2.5in. The clearance between the columns was about 2 in. 

The electrode construction is shown in Figs. 8 and 9. Four graphite 
electrodes F, Fig. 9, 6 in. square and finished to cylindrical ends for the 
attachment of the electrode holdersG passed into the furnace base through 
the opening HZ. On these electrodes were set 6-in. graphite risers, which 
reach the level of the furnace base through the openings A, Fig. 8. These 
plugs were later replaced with 9-in. plugs. A seal was made by filling 
in the space between the plugs and the walls of the openings with finely 
crushed carbon. In the first operation of the furnace, a special firebrick 
block was set on the base of the furnace, as shown at C, Fig. 3, through 
which the vertical plugs passed to make contact with the graphite blocks 
A, on which the columns of briquets were set. The purpose of this 
firebrick was to prevent a short circuit in the case of a condensation 
of zinc on a cool base. It was found unnecessary so the graphite 
blocks A were set directly on the base in contact with the vertical 
riser plugs. A charge as set up is shown in Fig. 3. 

The top connections are made by 5-in. graphite blocks D, as 
shown in Fig. 3. Fig. 7 shows the arrangement of the bottom blocks and 
of the top blocks on the ‘““Y” connection. As shown in Figs. 8 and 9, 
the furnace has four electrodes. One of these is the neutral, which is 
brought to the exterior of the furnace to provide for an extra connection in 
case of a breakdown. 

In order to insure perfect contact between briquets, a paste consisting 
of 50 parts tar oil and 35 parts of finely ground graphite was rapidly 
applied, hot, to the ends of the briquets by a stiff broad brush or a trowel. 
It had excellent adhesive properties and when baked was as good a con- 
ductor as the briquet. A number of charges built up of whole briquets 
and briquets broken into a number of pieces, making numerous contacts 
with the use of this contact material, passed through the distillation 
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perfectly. This is a very severe test of the process from an electrical 
standpoint. 

In setting up a charge, a 0.75-in. (19 mm.) graphite disk, the diameter 
of the briquet, was placed on the graphite block A, Fig.3, and thinly coated 
with contact material, then the first briquet placed in position, its top 
coated with contact material, then the next briquet was placed in posi- 
tion and its top coated, then the third. This last briquet had a 2-in. 
(5 cm.) hole at the center, 2.5 in. deep, which was formed at the time of 
pressing the briquet by the top pressure plate, which was fitted with a 
slightly tapered pin. After the twelve briquet columns were placed in 
position, 1.75-in. (4.4. cm.) graphite pins were dropped in place in the 
top briquet, contact material applied, and 1 in. graphite disks, with a 2- 
in. hole at the centers slipped into place, and the top connectors placed 
into position. The top connectors, 5 in. thick, were provided with tapered 
holes somewhat larger than the pins, into which the projecting pins fitted. 
The space between the pins and the walls of the holes in the connectors 
was filled with finely crushed coke. By this system the briquet columns 
were held firmly in position and the slight shrinkage and motion in the 
charge provided for. 

The method is shown in detail at c, Fig. 1. A charge was set up in 
from 2 to 3 hr. by two men. In the making of the briquets care was 
taken to have their ends parallel and perpendicular to the axis, and all 
approximately of the same length. The length sometimes varied slightly, 
in which case and when briquets broken in the handling were used, defi- 
cient height of column was made up by the use of extra graphite disks. 

After the charge was set up, a fireclay luting was spread, ring form, 
on the base and the retort was lowered into position by the crane. The 
luting made a tight joint. The exit hole at the top of the retort, was 
left open for a short time after power was applied at the electrodes, to 
permit the escape of pitch fumes and the first gases, after which it was 
closed and the valve x (Fig. 6), leading to the vapor box and condenser 
opened. In Fig. 8, the passage from the base to the upper chamber of 
the vapor box 0, Fig. 6, is shown at B. From the vapor box, the gases 
passed to the central condensing chamber p of the condenser, thence by 
the cross passage k to the outer annular condensing chamber, which was 
divided, by vertical walls, into four compartments in series, the carbon 
monoxide finally burning at an exit at the top of the last one. The cen- 
tral condensing chamber drained into the vapor box, and spelter in fur- 
nace C was tapped from the vapor boxes. In the operation of this 
furnace, practically nothing was found in the annular condensing chamber 
except a very small quantity of blue powder. This chamber was provided 
with tap holes at the bottom. The retort ends of this furnace were satis- 
factory, but the condenser was too complicated. The condensation was 
excellent as regards the non-formation of blue powder. After six charges, 
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the condenser was found to be practically free from blue powder and dross. 


At no time did the gas flame show more than the permissible amount of 


zinc. Some zine was lost by leakage at the cross passage from the central 


_ to the annular chamber, which could not be kept tight. The bottom of 


the vapor boxes also could not be kept tight, and spelter escaped in 
considerable quantity into the base and ground beneath the base. It 
was decided that the condenser would have to,be a simpler structure and 
that the passage from the retort to the condenser must be simple, short 
and easy of access for the purposes of cleaning. The new design Bae 


rise to furnace D. 
YI 


Fig. 10.—JACKSON ELECTRODE COOLER. 


The electrical equipment for furnaces C, D, and E was the same and 
consisted of a General Electric 150-kw., three-phase transformer and 
a polyphase induction regulator. Sixty-cycle current at 1300 volts was 
stepped down to 220 volts by transformers outside of the building and 
passed to the regulator placed in one corner of the main structure. From 
this, cables in underground conduits led to the transformer pits located 
at the end of each retort base. The transformer was placed in this pit 
and connected to the primary cables from the regulator and the second- 
ary leads of the transformer to the furnace electrodes. When a charge 
was distilled, the connections were broken and the transformer lifted 
by the crane and transferred to the pit at the other retort base. The 
secondary terminals of the transformer were brought out to a terminal 
board attached to the transformer and were so arranged by means of 
heavy copper links, which could be rapidly changed in position, that the 


208 LARGE ELECTRIC-RESISTANCE FURNACE FOR ZINC ORES 


three main secondary taps leading to the electrodes of the furnace by 
heavy flexible cables, could be at voltages of 27.5, 55, 110, and 220. By 
means of the regulator, the voltage adjustment between these ranges was 
practically continuous and a maximum voltage of 262 and a minimum 
of 22.5 could be obtained with a primary line voltage of 220. The power 
company employed boosters on its line so that 4 line voltage of 300 volts 
was sometimes available. The voltage at the electrodes with the Y set 
up was, when beginning operations with a cold charge, sometimes as 
high as 300. With hot retorts, however, the voltage would be about 150 
at the start, with an energy input of 120 to 150 kw., lowered to from 75 
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Fic. 11.—Furnace D. 


to 90 during distillation. The energy input used was from 122 to 184, 
the latter for only short periods of time as this intensity overloaded the 
transformer. The electrical equipment was somewhat under capacity 
and the furnaces could easily take 200 to 250 kw., as was demonstrated 
later with new equipment on furnace F. The low kilowatt input for 
furnaces C, D, and E accounts for the somewhat higher distillation 
periods (more than 8 hr.) and also the larger power consumption, due 
to increased radiation losses on account of the unnecessarily long time. 
All electrical instruments and switches were located in the shop annex, 
and the furnace was electrically operated from this place. The electrode 
holders and coolers were specially designed’ for the purpose and are 
shown in Fig. 10. 


3R. O. Jackson: Patent No. 1242554. 
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Furnace D.—This furnace differs from furnace C in the design of the 
condenser. The same principle was used, but there was no heating of 
the retort base or the condenser. Fig. 11 illustrates the arrangement. 
Instead of a bottom connection from the retort base to the condenser, a 
top connection, shown in Fig. 12, was permanently attached to the 
- condenser. 

After the retort was placed in position, the condenser was lifted by the 
crane and swung into position so that the opening of the connection regis- 
tered with the opening in the top of the retort. Luting was then placed 

NOTE: Gate 


made of Graphite, 
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Fic. 12.—Tor CONNECTION FOR ELECTRIC FURNACE, 


around the retort opening and the condenser gently lowered to its base; 
this made a tight joint between the condenser and retort. When the 
charge was distilled, the transformer was transferred by a crane to the 
second retort base, the valve of the condenser connection closed, and 
the condenser lifted by the crane, swung around 180°, and set on the center 
of its base. The retort was then lifted about 3 in. (7.6 cm.) and pulled 
toward the center of the building; this swept the distilled briquets to 
the floor over an apron plate, as shown in Fig. 13. The retort was then 
transferred to the other charge, the condenser set by the crane, and dis- 
tillation begun on the second charge. A new charge was set up on the 
first base, the men being protected from the hot base by asbestos mats and 
shoes. 
The connection was designed so that it could be readily cleaned out 
by the removal of the cover-plate over the graphite plug valve. The 
connector is by no means a perfect device and had to be cleaned every 
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second charge, especially if the valve was not carefully closed at the end 
of the run. The passages also are somewhat small. 

The condenser was made of the same shell as furnace C, except 
that a steel bottom was riveted in place. It was lined first with 9-in. 
(23 em.) sil-o-cel brick followed by 4.5-in. of high-grade firebrick. Its 
interior diameter was 42 in. and its interior height 9ft. It had a longi- 
tudinal partition of firebrick wall, as shown in Fig. 11, and was known as 
a two-pass condenser. For the initial charge, the condenser was heated 
by an oil burner placed into an opening at the top, the products of com- 
bustion traveling down the large pass, up the small pass, and out of the 
connection as a flue. Preliminary tests showed that if the condenser 


Fig. 13.—APRON PLATE AND DISCHARGED BRIQUETS. 


was heated to 940° C. and then closed and allowed to stand the tempera- 
ture dropped from 940° to 630° C. in 16 hr. It was later found that this 
radiation about balanced the heat input, due to the condensation of zinc 
vapor, and the condenser maintained itself at a temperature of about 
700° C. at the inlet and 500° C. at the exit. With more rapid working, it 
would probably have been necessary to spray the exterior with water. 
With less rapid working the condenser would undercool, as was the case 
when less than two charges were distilled in 24 hr. 

Charges 7, 8, 9, 10, and 11 were distilled with this condenser, when 
the bridge wall collapsed at the top, at which point the temperature was 
about 500°C. This collapse was due to carbon deposition within the 
firebrick localized at the iron-oxide spots of the brick. The action is due 
to the decomposition of carbon monoxide at the temperature existing 
and is elsewhere described.‘ The condenser was then repaired, the bridge 


‘C. H. Fulton: Condensation of Zine from its Vapor. ‘Trans. (1919) 60, 
280. 
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wall being replaced by a 30-in. (76-cm.) cylindrical flue tile, for a second 
pass. The condenser was again brought to the desired temperature by 
the oil burner and charges 12, 13, and 14 run, when part of the condenser 
brickwork, including the top tile, collapsed for the same reason as before. 

The condenser, when opened after each run, showed no blue powder, 
the walls were covered with spelter in the form of droplets, and this in 
places was coated with a thin layer of dense rock oxide. . There was some 
zine dross in the bottom. The complete metal balance of these two runs 
is given in Tables 4 and 5. In the first run 42.7 per cent. of the zinc con- 
tent of the charges was recovered as cast spelter bars; and in the second 
run 52.6 per cent. This recovery was from a practically new furnace in 
each instance. 


TaBLeE 4.—Metal Balance 
Runs Nos. 7, 8, 9, 10, anp 11, May, 1917 


Zinc IN BakED BRIQUETS Pounpbs 
Biechicharpe srecacct picdane at oa BR ant ss 573.0 
Zine in five charges, total charged.. ..... ...... Bi ats 2855.0 
Zinc REMAINING IN DISTILLED BRIQUETS 
EEN OES spErCen barn ce aye 6c vassal et ee ees : 52.4 
r EnMNOwe VOOM percent. ce wen oes os Ae damethe ean doe 14.0 
Eee NOMS MESO PELICONG cer tec at. Se Rn wilh nee bat 39.0 
BRNO Se Oo EDCTICCME es, pees oot at oe ce kena de alee ele 19.4 
RAT N Gs SOME DECC U jess fee eGo ke cles ed ness nee oes 151.0 
Rotalezine macdestiiled MTigqueisigs ao emce cyst ae seal os ont, 6 oe 275.8 
Perea Mas PCW Clare 1, attic Acled see got pn hs ts 1242.5 
Zine in scrapings from bridge wall, rechargeable @ 41.75 per 
RET By LALO 2S 5 Pe ke GEIS COE OR a TRO 899.0 
Zinc in brick from condenser, @ 1.74 per cent. zinc.......... 115.3 
AINCHUTTAAC COMMUCCMEOL pa vac siel and cle sere Ne bleh ist uerds Ser ee eve wot 322.4 
SUMMARY 
Per Cent. Pounps 
Spelter tapped ess. Ane tba ces iw ee ee 42.7 1242.5 
Scrapings, rechargeable.............----+++++5- 30.8 899.0 
Zinc in brick from condenser........-...--+---- 3.9 115.3 
Zinc in distilled briquets..........----++:+++++: Gale 275.8 
MpCOC ed fat hee ee erie a dOeee 322.4 
100.0 2855.0 - 


« The amount of zinc left in briquets is entirely at the will of the operator; this 
is shown on the individual runs. The runs in this series were, in part, undertaken 
to obtain figures on power consumption, and certain runs were discontinued at given 
power inputs to determine proper point of stopping. 

’ This covers zinc absorption in retort hood, base, and passageways and includes 


zinc escaping uncondensed. 
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Taste 5.—Metal Balance 
Runs Nos. 12, 13, anp 14. May 9-11, 1917 


Zinc In BAKED BRIQUETS Pounbs 
Bach, Ghiarge ies sce .o,<fer.« of nurs <Neasyolt tor Ad cane aR 552) 955 a8 573.0 
Total zinc inmsthres ChATg¢es: . 1))a-1- ee eee o> 1719.0 
Zinc REMAINING IN DisTILLED Briquets 
RuntNoy 12.6:5%1 per cents «es. 5. oes + Tere ener 169.0 
MUNN LS PSs. bee SD PO Aa 5 eee ee Nil 
RungNos 1450.13: per centes.t1. a2 see ee eee eee 2.6 
Motalizine imndistilled Driduetsasesa eens eee eee 171.6 
Zinc in scrapings from condenser, rechargeable @ 60.85 per 
CONES ZIN Ciaceare. oases Sis Sie Ea ne Ee ares eee 496.0 
Zinc: castias'speltertes:.. aceasta ee tte sire eres 903.5 
ZANE MITA COOUN LEC Olas seinen cestereitecie eee anne eee 147.9 
SUMMARY 
Perr Cent. Pounps 
Speltertapped 9. cmrtncis sere ae cre eee ee 52.60 903.5 
scrapings ;rechargeableseesres- ieee eee 28.80 496.0 
Zine left in distilled briquets.:...............- ; 9.832 171.6 
Unaccoumbed forse. eee ence ieee enna 8.77% 147.6 
100.00 1719.0 


7 


« The amount of zinc left in briquets is entirely at the will of the operator; this is 


shown in the individual runs. The runs in this series were in part undertaken to 
obtain figures on power consumption, and certain runs were discontinued: at given 
power inputs to determine proper point of stopping. 

’ This covers zinc absorption in retort hood base and passageway, and condenser 
brickwork, and includes zine escaping uncondensed. 


The destruction of the condenser lining also took place with furnace 
E. It became evident, therefore, that the condenser lining would have 
to be made of refractory material free from iron. The only real difficulty 
in the condensation was the destruction of this lining at a temperature 
of about 500° C. At higher temperatures the destruction is not notice- 
able, as the condenser failed only in the parts where this temperature 
existed. In the retort, lined with the same firebrick, no destructive 
action was noted; in fact the retort lining was not repaired at any time 
that the plant was in operation. It is probably not possible to operate 
any large zinc condenser for a long period, even though every precau- 
tion is taken in construction and operation to keep it tight against air. 
One of the underlying ideas in a condenser of this movable type is to 
operate it as long as it is in good condition, then replace it with another 
one at the proper temperature and clean and reheat the first one. 
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In Table 6 is given the electrical record of run 14, which is typical. 
It will be noted that’the balance of the phases is good; in many runs it was 
still more even. The power factor ranges between 88 and 91. The 
total time was 15.5 hr. The average input was 143 kw., which is too 
low, but all that was available. The power consumption was 2109 kw.- 
hr. for the charge, which is equal to 2576 kw.-hr. per ton of ore. This 
is higher than necessary as later work demonstrated. 

As charge 14 was the last of a run, it was allowed to cool with the retort 
in place, and the briquets of every other column weighed, sampled and 

analyzed. The record is as follows: 

Twelve columns of briquets, three each. Total height of all aoluiees 
763 in. (1928 cm.). Weight of undistilled charge 3161 lb. (1433 kg.). 
Density of baked briquets, 4.15 Ib. per lin. in. Density of distilled 
briquets, 2.82 lb. per in. Baked briquets contained, 18.2 per cent. zine. 
Total zine in charge, 573 lb. Total zinc in distilled charge, 0.131 per 
cent., or 2.6 lb. Weight of ore in charge, 1630 lb. 


= ee 

Columm stop cre + ictycnecostent cre or ererrenre | 59.0 21.00 Nil. 
(Cloyltyeniny 1, AF, ooo Sco doce dneotud wae | 62.0 21.60 0.05 
ColumnedtOpz. ec ee een chu ee ee 61.0 22.00 0.08 
Going) TNVCOGIE, wo oogocs actace seoesesl 60.0 Le bOn tt be ot 
Colima 'S,:bottom .<.4, sas-ca o6 je oer 62.5 21.75 Pies 
Colinton tonsa aeons Cen 60.5 21.50 Nil 
Colum Gy middlévke =; 0. Stabe e ak eee | 62.0 2145 

Grillin i. lovin. wok ooh nen Boas c oe co- 59.5 2125 0.43 
Colanamy 74, HOD Ie choke anaes Sie ph estat te aire | 61.5 21.60 Nil 
(Colina, 74 TMC, soackerens bs wucodmu set 60.0 21.60 

Conmmnn7,boLtominen aren sentra ee 58.5 21.00 0.19 
Colhimn:9; topes; see eee ce ae oe ee | 60.0 21.50 Nil 
Crallvresvay (2) 1exeMAtowA, aa wees OA ee ee 58.5 0 ee Nil 
Columngl lS topssncsen ate tee ae eer ee Se ee oes | Nil. 
Chyhiairre Mh sew a Season ce ados. 58.5 20.75 | Nil. 
Column Li-bottom-si-eee rere oe eh 57.0 | 20.75 0.28 

| 


The density of the briquet is a measure of the distillation. The above 
charge lost 32 per cent. of its weight; this is the proper loss for complete 
distillation with the briquets used, which were made of 100 parts Missouri 
silicate ore, 35.5 per cent. zinc, 85 parts coke, and 18.5 parts pitch. A 
loss of 34 to 40 per cent. may take place when the charge is overdistilled, 
in which cases only traces of zinc can be detected in the distilled briquets. 
In Fig. 5 are shown the resistivity curves of charges 8, 13, and 14; these 
are typical of briquets made of Missouri silicate ore. Toward the end 
of the operation the resistivity rises somewhat; and this rise indicated 
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at the instrument board as a drop in amperage with no voltage change, 
indicates the end of the distillation period. 

The distilled charge was discharged from the retort base by slightly 
lifting the retort and then pulling it sidewise by means of the crane. 
The bottom graphite electrode blocks stay in place, but the top ones, are 
of course, swept off with the charge. They are at once drawn from the 
mass of briquets and covered with crushed, coke. Graphite does not 
oxidize readily at a low red heat, and there was very little wear on the con- 
nector blocks during the operation of the plant. The bottom blocks on 
the base, immediately after the discharge of the briquets, were thinly 
covered with crushed coke, spread by a big shovel. After an hour the 
base cooled to or below a dull red, when it was cleaned off by a stiff broom 
and a new charge set up. The discharged briquets on the floor were 
quenched with water and then removed. With furnace F, the base was 
higher and the briquets were discharged directly into a steel car, quenched, 
and removed to the dump. 

Connectors Made of Briquet Mixtures —Experiments have been made 
with a small scale laboratory distilling furnace, with 134-in. diameter 
briquets, in which the graphite connectors were replaced by connectors 
molded from briquet mixture, modified by the addition of somewhat more 
pitch and the use of finer coke to give additional strength. These experi- 
ments were successful and it was the intention to make full size con- 
nectors of this type, when the work had to be discontinued. Both bottom 
and top connectors of this kind were to be employed, thus increasing the 
capacity of the retort, and doing away with the use of all graphite except 
the electrodes proper, which are not subject to wear. It will be noted 
that even with the use of graphite connector blocks, there is no regular 
or fixed electrode consumption in this furnace. 

Use of Distilled Briquets—The distilled briquets may be used again 
ascoke. Inthe briquet charges distilled in furnace F, some of the briquets 
were made by replacing 50 per cent. of the coke by 70 per cent. of dis- 
tilled briquet. These caused no difficulty in the distillation, although 
the distilled briquets are a most unfavorable material on account of the 
very high percentage of residue in the ore. The distilled briquet is 
practically a coke containing 34.5 per cent. ash, which high ash content 
would not be present with ordinary zinc ores in the briquet. 

Heat Capacity of Retort—The initial heating of the briquet charge 
on the retort base is done by the heat stored in the retort from the last 
charge. Fig. 14 gives the curves representing the heat capacity of the 
retort and the standard charge expressed both in calories and kilowatt 
hours, for different temperatures. 

Furnace E—Furnace E differs from furnace D in having a bottom 
connection between the retort base and the condenser, this connection 
being part of the condenser. In order to arrange for this construction, the 
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central part of the furnace base, which had served as acondenser support, 
was removed and the old passageway for zine vapor in the retort base 
rebuilt. Grooves were also cut in the retort base immediately around the 
graphite base blocks, which drained into the vapor passage. It was 
thought, in the operation of furnace D, that in the earlier stages of the 
operation metal sometimes condensed on the walls of the retort and 
drained to the base, giving rise to redistillatiqgn, which prolonged the time 
and increased power consumption. The results obtained with furnace E 
do not prove thisto betrue. From the construction standpoint, however, 
there are certain advantages in a bottom connection. 

In the operation of the process, the retort from a distilled charge is 
usually between 1100° and 1200° C. but sometimes cooler. The ideal 
condition for operation is one in which the retort wall temperature is 
always higher than the charge temperature, which can be obtained by 
working with good hot retorts and by rapid distillation. 

Furnace Eis shown in Fig. 15. It was operated in the same manner as 
furnace D and the results with it were about the same. The condenser 
was a three-pass one, the passes being made of flue tile,asshown. After 
nine charges, the condenser broke down in the same way as the furnace 
D. No metal balance was drawn up on this run. About 60 per cent. 
of the zinc in the charges was recovered as cast spelter, over 1100 lb. 
(498 kg.) being drawn from the condenser at one tap. When the con- 
denser was opened, the walls were heavily coated with metal drops, dross, 
and dense rock oxide, and there was considerable dross in the bottom, 


but no blue powder. Once or twice during the campaign, the condenser 


valve was open during the change from base to base and air passed through 
the condenser, a highly undesirable condition. 

Furnace F —This was the furnace constructed for operation in con- 
nection with the new electrical equipment, consisting of three 870-k.v.a., 
single-phase transformers, switch connections and instrument equipment. 
The furnace consisted of three adjoining retort bases, two distilling 
retorts (identical with those used for the former furnaces), a mova- 
ble combination condenser for spelter, blue powder, and oxide, and one of 
the old retort bases reconstructed to preheat retorts by means of oil 
burners. ‘The electrical equipment was designed for extra capacity, so 
that it could be used in proposed subsequent work on larger units with 
12-in. briquets. The foundation of the bases was built of concrete and 
contained a tunnel for the bus-bars from the transformers. The trans- 
formers were set as close as possible to one end of the furnace, in a shallow 
pit, which had waste connections to take care of the cooling water. The 
bases proper consisted of rectangular steel boxes filled with a firebrick 
arch, containing the opening for the electrodes and, on one side, a vapor 
passage leading to the condenser connection. 

The idea was to have extra bases to form the top of the cars on which 
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the charge of raw briquets would be set up, with the connectors in place. 
The cars would theh be passed into the ovens and, after baking, removed, 
and the base with its charge heated to a temperature of 500° to 600° C. 
picked up by crane and set on the furnace and at once distilled, thus 
conserving the heat energy in the hot baked charge. The movable base 
also served as a cover for a flue system under the base and surrounding 
the electrodes, which was heated by an oil burner located on the opposite 
side to the vapor passage. The exit flue from this system emerged from 
each base below the vapor passage and the products of combustion were 
passed to a heating chamber in the spelter condenser, to preheat this 
for the start of operations. This base-heating system was, in effect, the 


Fie. 16.—Basres or Furnace F. 


same as was used in furnace C. It was found to warp the bases and to be 
unnecessary, as in the case of furnace C, and was not used in subsequent 
operations. The electrodes were 12 in. (30.5 cm.) in diameter, supported 
on jacks in the tunnel underneath the bases, and passed through the 
openings in the base, the seal between the electrodes and the openings 
being made by crushed carbon. The jacks afforded a ready means for 
slightly raising or lowering the electrode to keep it level with the top of 
the base. Fig. 16 shows the construction of furnace F. 

The condenser proved unsatisfactory and was to be replaced with the 
style used on furnaces D and E. Experiments in making zine dust 
were successful, but the experiments in making oxide failed in the col- 
lecting device used. Before the style D and E spelter condenser could 
be again used the war conditions stopped experimental work. 

The electrical system was such that the primary leads to the trans- 
formers could be connected either in delta or in Y, and the secondary 
leads could be brought out either in delta or in Y connection. By means 
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of switches on the primary side, a wide range of voltage by small steps 
could be obtained at the electrodes. The current used was 40-cycle 
13,000 volts primary, from Keokuk dam on the Mississippi River. Fig. 
17 shows the wiring diagram of the three single-phase 870-k.v.a. trans- 
formers, and Fig. 18 the various connections of switches, the k.v.a. capacity 
of the transformers obtainable with the different connections, and the 
corresponding voltage at the electrodes of the furnace. The power was 
applied at the electrodes by means of water-cooled electrode holders of 
the design already shown. 
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Fig. 17.—WIRING DIAGRAM 870 K.V.A. TRANSFORMERS. 


Operating with Preheated Retorts.—In the furnace as at first operated, 
in the initial charge of any run, the retort was heated by radiation from 
the briquet charge, and when transferred after the distillation to the 
second charge was at a temperature of from 1000° to 1200° C. The 
initial charge therefore always showed the extra power consumption 
necessary to heat the retort to this temperature. The ideal condition 
is to have the heat radiated from the retort walls to the charge rather 
than from the charge to the retort, which means working with hot re- 
torts. In the case of high cost of electrical energy, the process lends 
itself readily to a method of working in which the retort is preheated 
to a temperature of 1250° to 1350° C. by means of a regenerative system 
of preheating bases fired by gas. The use of the preheated retort 
reduces the time and power consumption. To the electrical power con- 
sumption in this case must, of course, be added the cost of preheating; 
but the electrical power consumption will be reduced by virtue of the 
shortened time, as this cuts down the radiation losses. In the operation 
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of furnace F, preheated retorts were used. One of the old furnace bases 
was arranged for this work, the retorts being preheated by oil. In 
Table 7 are given the results obtained. 


Hicu-voLtTaGe Coiits, DetraA CONNECTIONS 


Voltage of Voltage of Series- 

K. v.a. Connections Secondary Coils, multiple Coils, 

_ Delta Connection Y Connection 
495 2to A, 3toA,1toB&5toB 99 171 
530 2toA,4toA,1toB&5toB 106 184 
580 2toA,3toA, 1toB&4toB | 116 200 
640 2to B, 3toB&1toB | 128 222 
695 2toA,4toA,1toB&3toB | 139 240 
770 2toA,5toA,1toB&4toB | 154 266 
870 2toA,5toA,1ltoB&3toB | 174 302 


HIGH-VOLTAGE Corns, Y CONNECTIONS 


Voltage of Voltage of Series- 


Connections | 


K.v.a Secondary Coils, roultiple Coils, 
: Delta Connection | Y Connection 
286 De ACS to, ow & Geo B | 57 99 
306 2toA,4toA,1toA&5toB 61 | 106 
335 2toA,3toA, 1ltoA&4toB | 67 116 
370 2to B, 3to B,1to A 74 | 128 
400 2toA,4toA,1ltoA&3toB | 80 | 139 
445 2toA,5toA,1toA&4toB | 89 154 
500 2to A, 5to A, 1toA &3toB 100 | 174 


Fie. 18. 


The method adopted was as follows: A retort would be heated and 
then placed on the cold briquet charge, a second retort meanwhile being 
heated on the heating base; when this second retort had attained a tem- 
perature of say 1200° C., the first retort would be lifted from the charge 
and replaced on the heating base after the second retort was placed on 
the briquets; this operation was repeated until the charge was at a dis- 
tilling temperature, namely 950° to 1000° C. The following shows the 
results of preheating charge 28 in Table 7: 


Retort No. Se Date Time ai erode 
1 On Nov. 6 AA UM: 520 
1 Off Nov. 6 3:30 P. M. 450 
2 On | Nov. 6 | 3:45 P.M. 730 
2 Off | Nov. 7 7:45 A. M, 670 
il On Nov. 7 8 A.M 1035 
pe aS ee ee ee ae 
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These data do not indicate what can be done in preheating, but are 
given as examples .only. The temperatures of first retorts were very 
much too low to be of much service, but the retorts were used at these 
temperatures to obtain certain data and because the furnace was not 
ready to begin distillation until Nov. 7. 

By comparing the temperature figures, it will be noted that the radia- 
tion from the retort is not rapid. The normal preheating period was 2 
to 3 hr., and to obtain the total time of a charge on the base this must be 
added to the “Time of Distillation” given in Table 7. Under normal 
rapid and continuous working from base to base on the furnace, the hot 


retort from a finished charge would be set on a new charge, allowed to. 


remain about 1 hr., and then replaced by a retort at 1300° to 1350° C. 
from the heating base, and the retort just taken from the charge put on 
the heating base. After the second retort was on the charge about 1 hr.; 
electrical distillation would be commenced. It need not be especially 
pointed out that power consumption will be lowest with such rapid and 
continuous working. Power consumption figures are given in Table 8. 


TaBLE 8.—Power Consumption 
et ee ee ee eee eee 


- Per Cent. Zine | Per Cent. Zinc 

Nabe be reese ppeelieds tl“ aamber” | par renee jDistilleds 
1b 2540 100.0 16 | 2200 96.0 
2 2270 100.0 17 1645 88.0 
3 1540 54.0 18 | 2120 98.0 
46 | 3260 98.0 19° | 3200 89.0 
5 | 1645 98.0 20 1760 91.0 
6 1720 85.0 21 1720 95.0 
7 2540 90.0 22 1920 97.0 
8 2240 98.0 23 1760 95.0 
9 2180 93.0 24¢ 2795 99.0 
10 2420 96.0 25 1665 99.0 
11 1760 —s| 73.0 26 bo &2700 “al ieioese 
(oman 1600 70.5 27 1548 100.0 
13 2700 100.0 284 1365 99.0 
14 2460 100.0 29 1811 99.0 
159 2620 100.0 30 | 1237 99.0 


*Where less than all the zinc is distilled, the operation was purposely stopped 
to determine relation of extraction and power consumption. 


> Initial charges. From here on, operation with preheated retorts. 
4 Franklinite charge. 


The theoretic power consumption for 60-per cent. zinc ore containing 
20 per cent. siliceous residue, made into briquets containing 100 parts ore, 
70 parts coke, and 17 parts coke pitch, is 1372 kw.-hr. exclusive of radia- 
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tionlosses. Of this, 421 kw.-hr., the amount required to preheat the charge 
to 920° C., may be obtained by non-electrical means, as by preheated re- 
torts. The carbon monoxide, which in this large-scale work may be 
collected, amounts to about 7200 cu. ft. (201 cu. m.) per ton of ore, which 
at 35 cu. ft. per hp.-hr., is equivalent to 206 hp.-hr., or 154 kw.-hr. The 
energy in the briquet residue, in cooling from 1200° C. to 25° is equal to 
378 kw.-hr. Some of this may perhaps be recovered. The radiation 
losses can be made very small since, in the nature of the process, the heat 
energy developed within the charge itself is at once consumed in useful 
work. The retorts can be heavily insulated. ‘In Table 8, the low power 
consumption figures with a high degree distillation was obtained under 
condition of rapid work, and quick transfer of retorts. Continuous 
steady operation will also materially aid in condensation. All of the work 
was carried out on exceptionally low-grade ore, giving briquets containing 
from 16 to 20 per cent. zinc. With higher grade ores, the briquets would 
contain from 25 to 30 per cent. zine, but it is not probable that the power 
consumption would increase proportionately since the time is not neces- 
sarily increased and hence radiation losses are kept down. 

Zine Dust Runs—Runs 28, 29, and 30 were made to produce zine 
dust with furnace F. A condenser system consisting of two firebrick 
boxes, the first directly connecting with the vapor passage, and a 40- 
ft. (12-m.) train of 30-in. (76-cm.) tile was connected with one base.. 
To immediately cool the vapor at the exit of the vapor passage, an 8-in. 
(20.3-em.) iron pipe was passed through the first collecting box directly 
in front of the vapor passage; air was continually blown through this pipe. 
The zinc dust was of excellent quality throughout, free from oxide, 97 
per cent. passing a 200-mesh screen. The recoveries were very high, 
as will be noted from Table 8. 

Run 28 was made on Franklinite ore, the briquets having the following 
composition: ore, 100 parts; coke, 85 parts; and pitch 28 parts. The 
briquets were in excellent condition after distillation and it is very probable 
that the coke and pitch proportions can be reduced. For the first large 
run on Franklinite, it was considered undesirable to take any chance on 
composition. 

General Characteristics of Process and Applications.—The furnace and 
process presents the following characteristics: i 

1. It maintains the physical and metallurgical conditions of the pres- 
ent-day retort practice, in that it operates with a closed retort within the 
space of which is maintained a uniform temperature. This produces 
gas practically free from carbon dioxide, from which the zine can be 
condensed as spelter without the formation of blue powder. 

2. The energy for the distillation is generated within the charge itself, 
which fact, combined with proper heat insulation, will give the minimum 


power consumption possible. 
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3. It is a large unit furnace, the proposed 12-in. diameter; 72-in. high 
briquet, 19 per charge, will distil 814 tons of roasted concentrate per 24 
hr., counting on three distillations of 8 hr. each. The handling of mate- 
rial would all be done by crane, as in steel and copper plants. A general 
design has been worked out, in which the handling of material, the mixing 
of the briquet charge, the briqueting, the baking of briquets, the charging 
of retorts, and the discharge of the spent charge is done automatically 
and mechanically. 

_ 4, Probable costs have been calculated, which show a marked reduc- 
tion over present costs. There will be no pottery and practically no con- 
sumption of fireclay. Labor costs will be low. Due to the completeness 
of distillation the recovery will be higher than in the present-day retort 
process. The cost of pitch in briqueting is not serious and, with the 
great increase in byproduct coke ovens, the pitch supply will be plentiful. 
It has been suggested that the combination of a byproduct plant and the 
electrical distilling furnace might work out well. 

5. The process can be applied to any zine ore, even to the so-called 
complex ores. 
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DISCUSSION 


J. W. Ricuarps, South Bethlehem, Pa.—The illustration of the fur- 
nace on p. 189 is almost identical with a furnace I saw in operation in 
Sweden for making electrodes. Electrodes were placed in the furnace, 
almost exactly as shown, in a series, and baked in that manner. 


Mr. Tuckur.—It seems to me that the figures in Table 8, giving 
the kilowatt-hours per ton of ore, are pretty high. 


C. H. Funron.—Table 8 gives the power consumption. For instance, 


1>, is an initial charge, which means that the charge is heated from the . 
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cold and includes the power to preheat the retort. The power consump- 
tion must be taken under normal conditions, as expressed in Nos. 5, 21, or 
27. As stated in the abstract of the paper, the power consumption per 
ton of concentrate normally ranges between 1500 and 1700 kilowatt-hours, 


J. W. Ricnarps.—How was the poor conductivity of these briquets 
overcome in starting the furnace? 


C. H. Futton.—The resistivity of the raw briquet, on account of the 
hydrocarbons of the pitch, is very high, so that one of the steps of the 
process is the baking of the briquet at a temperature between 450° and 
500° C. At this temperature, the resistance of the briquet is broken 
down to about 0.6 to 0.7 ohm per cubic inch. There is still a relatively 
high resistance but the heated retort, which is at a temperature of about 
1200° C., is transferred from the previous charge to this charge, and will, 
within 20 or 30 min., break the resistance of the briquets so that the 175 or 
200-volt current will immediately take hold and lower the resistance, as 
shown in Fig. 5, so that 80 to 90 volts or less will give the proper energy 
input into the furnace. 


J. W. Ricuarps.—In the furnace in Sweden, the raw electrodes were 
placed in the furnace without any baking. Of course, they were practi- 
cally non-conductors, so an ironrod about as big as one’s finger had been 
embedded in the middle of each. This was sufficient to start the cur- ~ 
rent flowing. When the current flowed through this rod, it baked the 
electrode around the rod, and as soon as that part around the rod be- 
came baked, the electrode itself became conducting and was gradually 
heated up from the inside. They thus started with a raw, non-conduct- 
ing electrode, and the electrode baked itself. 


CG. H. Futron.—We conceived the same idea and did considerable 
experimenting to eliminate the preliminary baking, but found we were 
unable to make a briquet that would not collapse. The softening of 
the briquet at certain stages of heating caused the briquets to collapse 
in the furnace, as explained under the caption Baking the Briquets. 


J. W. Ricuarps.—The large amount of heat required to raise these 
briquets to the temperature and for distilling off the zinc, makes it a 
wasteful operation. It does not appear to me to be on a competing basis 
with other furnaces that do not have to remove the heated briquets from 
the furnace. 


C. H. Futron.—I think perhaps Professor Richards misinterprets 
the mode of operation, for, in the present-day metallurgy of zinc, the cold 
charge is put into the retort and the charge is finished and the hot residue 
isremoved. In our process, we not only do the same thing but we do not 
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allow our retort to cool down, for the hot retort is immediately transferred 
to a new charge which absorbs the retort heat. 

Experiments were under way, to preheat the briquet charge to 500° C. 
in properly designed ovens, and then place this preheated charge on 
the base and immediately cover it with the hot retort from a previous 
charg,e so that the heat of raising the briquets from room temperature 
to 500° will be saved. Further, it is proposed to take the hot residues 
from the bases and use the contained heat in suitably designed ovens for 
baking briquets. As far as I know, there are no metallurgical processes 
in use at the present time that recover the heat which now goes to waste 
in residues, such as slags ; or in products such as matte, or iron, and the 
_heat in the zine residues is in the same position as the heat in slags, ete. 


J. W. Ricuarps.—I had in mind other electric zinc furnaces in which 
only the theoretical amount of reducing agent is used, and the energy 
required to raise excess of reducing agent to the final temperature does 
not have to be expended in the electric furnace. had in mind compari- 
son with other zinc electric furnaces, and not with the ordinary retort. 


C. H. Futton.—The amount of energy used in raising the excess 
coke of the briquet is less than 5 per cent. of the energy used. 
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Tin Fusible Boiler-plug Manufacture and Testing* 


BY Sade GUREVICR, f B. CH. B., AND J. Ss. HROMATKO, f{ B. A., WASHINGTON, D. C. 


(Philadelphia Meeting, EN 1919) 


In the course of the examination, at the Bureau of Standards, of 
fusible tin boiler plugs for the Steamboat Inspection Service, it became 
evident that an investigation should be undertaken to determine the 
precautions necessary in the manufacture of acceptable plugs. The 
results of the tests of these plugs show that their manufacture has im- 
proved, though at present not all of the plugs tested are satisfactory. 
Table 1 gives the result of tests of some 1500 plugs from about 100 
makers. Records of the tests show that several of the makers were able 
to produce satisfactory plugs with every pouring. 

The Steamboat Inspection Service has the following specifications 
for fusible plugs: ‘ Fusible plugs for use in boilers of steam vessels under 
the jurisdiction of the Steamboat Inspection Service shall be made of 
bronze casing with the bore tapering continuously and openly from end 
to end, and filled from end to end with tin not less than 99.7 per cent. 
pure and to contain not more than 0.1 per cent. of lead and not more than 
0.1 per cent. of zinc. The small end of the bore may be countersunk 
not more than }49 in. in depth and width, but no recess, thread, or cavity 
other than this countersink shall be allowed.”’ 


TaBLe 1.—Thirty-five-month Testing Record of Fusible Plugs 
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The experimental results show that there are six primary causes’ for 
the rejection of fusible plugs. These may be divided roughly into two 
classes: first, those due to the casing and, second, those due to the purity 
of the tin filling. Under the first class, rejections are included due to the 
mechanical and chemical specifications of casing material. The second 
class includes rejections due to the purity of the tin filling and under this 
will be discussed the freezing-point determinations of binary tin alloys 
containing small amounts of copper, lead, zinc, and antimony. 


Fig. 1.—EFFECT OF OVERHEATING OF TIN AND CASING DURING MANUFACTURE. 
a. BRASS CASING FILLED WITH PURE TIN AND KEPT MOLTEN FORILOMIN. X 3. 


MECHANICAL AND CHEMICAL SPECIFICATIONS 


Mechanical Specifications —The only repeated defect under mechan- 
ical specification is the loose filling. This is due to pouring the tin into 
casings that are below the required temperature. 

Casing Material—Oceasionally, plugs that have brass casings are - 
received by the Bureau. This is probably due to the somewhat ambigu- 
ous wording of the Steamboat Inspection Service specifications. The 
exact composition of the bronze to be used is not stated and consequently 
some of the manufacturers use such alloys as manganese and other bronzes. 
The brass casing contaminates the tin filling with copper and zine, the 
presence of the latter being very detrimental.' The nature of the action 


1 Burgess and ao Bureau of Stancasta Tech. Panes 53; alsaa in Prams Amer. 
Inst. Metals (1915) 9, 
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Fic. 1.—(Cont.). 6. BRASS CASING AS RECEIVED FROM MAKERS SHOWING JUNCTION OF 
BRASS CASING AND TIN FILLING. X 150. 


Fria. 1 —(Cont.). c. JUNCTION OF BRASS CASING AND TIN FILLING. THE FILLING HAVING 
BEEN KEPT MOLTEN IN THE CASING FOR 5 MIN. X 500. 
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between the molten tin and the casing is shown, in Fig. 1, to be a simple 
solution of the casing material by the molten tin. Copper and zine are 
introduced from the brass casing while only copper, the less objectionable 
impurity of the two, is introduced from the bronze casing. 

In order to determine the best casing material and at the same time 
determine the lowest temperature for pouring and preheating the casings, 
a series of experimental fusible plugs were made up and tested. Two 
different alloys were used for casings. They were 88Cu, 10Sn, 2Zn 
(Series G) and 87Cu, 7Sn, 5Zn, 1Pb (Series M). Two series of 
eight each were made. The casings were 114 in. (31.8 mm.) round, 
5g in. (15.8 mm.) bore, and 34 in. (19 mm.) high. Four of each series 
were filled using no flux, while the rest were filled using zine chloride as a 
flux. The tin was poured at about 250° C., while the temperature of the 
casings is shown in Table 2. The tin was then melted out into an iron 
mold and analyzed for impurities introduced. 

Two other series of ten each, using the same casing alloys, were then 
prepared. All the casings were first tinned by immersion in pure tin, using 
a zinc-chloride flux. A good smooth tinned inner surface resulted with 
the tinning bath between 250° and 260° C. The temperatures for pre- 
heating the casings and pouring of tin to produce tight fillings has been 
found to be from 250° to 275° C. The tin-pouring temperature and the 
temperature of preheated casings, together with the chemical analysis 
of the melted out tin are given in Table 3. 


TaBLE 2.—Effect of Preheating Temperature, and also of Zinc-chloride 
Flux on Contamination of Tin Filling 


| ; | Chemical Composition Chemical Composition 
Tempera- | : | Series of Tin Filling eee of Tin Filling 
tureof «| Timefor | GF & MF By r G& M ait ae as 
iasinas, || = Bondatye 1h Zee REG Lead, | Zine, Using No ¢ Lead, Z 
asings, hs ya + on tk i ead, Zine, S + 
Dassses (ey, hie, | Flux eo Par Por Flux? Per. i (oe Pat 
| Cent. | Cent. |Cent. Cent. | Cent. | Cent. 
To 150...) 20.0 sec. G4Fe OF04 9 eerra 0.138 G4 O00 Sree trace 
To 2380...) 3.5min.| G5F OSL 2 Sie cee 0.26 G5 0: OO een 0.04 
Mors 00 jefe mains G6F | 0.17 | SRR 0.24; G6 POR 22 a items trace 
To 400...| 7.0min.| G7F | 0.07 ees 0:18, 8G7) Ai 10s ees 0.04 
To 150...| 20.0 sec. Mike 0.08 | 0.08 | 0.17 M1 0.02 | 0.05 | 0.08 
MorZ30e | 3.5 min. M2F 0.09 | 0.08 0.17 M2 0.05 | 0.07 | 0.09 
To 300...) 7.5 min. | M3F | Os08SOFL20 (020 ) Msi te OnlOrO 7 tOs2s 
To 400...) 7.0min.| M4F | 0:08 |0.07 0.12/..M4 | 0.07 |0.07 0.13 


¢ Tin used contained: Lead, 0.06 per cent.; zine less than 0.04 per cent.; iron, less 
than 0.03 per cent. 

> All fillings were found to be loose. On melting out only M4 and G7 were well 
tinned on the inside. 

¢ Loose fillings. 


. 
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Purity oF Tin FInuine 


The impurities of the tin fillings may be divided into two classes: 
those present in the original tin; and those introduced during the manu- 
facture of the plug. By choosing proper pig tin, the first class is easily 
eliminated. The second depends entirely on the care and attention 
given to the manufacture of plugs by the maker. Unserviceable plugs 
result from undue overheating of either the casing or the tin, or both 
during pouring, and from carelessness in using dirty pots previously 
used for melting solder, lead, or zine. “Table 4 indicates how easily as 
much as 15 per cent. of copper may be introduced into the filling. 


TaBLE 3.—Effect of Pouring and Preheating Temperatures on Contami- 
nation of Tin Filling 


Chemical Composition 
Temperature ee peratarnt arent paee’ 
Casing of Casing, of Tin, | Time to Solidify | | Tightness of 
Degrees C. | Degrees, C.2 Cu, Pb, Zn, Filling 
Per Per Per 

| Cent. Cent. | Cent. 

| 
M12 | ~~ 150 240 =| 20 sec. Not analyzed | Loose 
M13 | 200 240 "1 min. 16 see! | 0.12 OF .. . | 0.02 | Slightly loose 
M14 | ~ 250 240 |2min. 40sec. | 0.13 | ee . 0.03 Tight 
M5 Room 260 5 sec. Not analyzed Loose 
M6 | 150 260 30sec. | 0.007 0.04 0.06 | Tight 
M7 | 250 260 2 min. 40sec. | 0.138 0.01 | 0.03 | Tight 
M8 Room 300 5 sec. Not analyzed | Loose 
M9 | 150 300 40 sec. Not analyzed _ Loose 
M10 | 200 300 | 1 min. IRS Se eee dece | 0.02 | Tight 
Mil | 250 300 2min. 20/see | 0.11. |.2.45% 0.03 | Tight 

| 
Gi5= = £150" |» 240 | 20sec. Notanalyzed _| Loose 
G16 200 240 elemine vo seeqn 0” U4 weve sere 0.02 | Tight 
Givai 200) i 6220 Drain 4 01sec |) Osim aimee | 0.02 | Tight 
G8 | Room | 260 | 5 sec. Not analyzed Loose 
G9 150 | 260 30 sec. | Not analyzed Loose 
G10 250 | 260 | 2min. 40sec. | 0.15 Lape 0.01 | Tight 
G1l Room | 300 5sec. Not analyzed Loose 
G12 150 300 40 sec. | Not analyzed Loose 
G13 200 300 | 1 min. | 005 aae 0.02 | Tight 
G14 250 | 300 Dering aise, | WAU Vorccs- 0.02 | Tight 
| | | 


2 Tin used contained: Cu, less than 0.01 per cent.; Pb, less than 0.01 per cent.; 
Zn, not detected. 
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TaBLE 4.—Solution of Zinc and Copper by Molten Tin from Casing 


Zinc in Tin 


Casistg mines Hegre Before Heating, | After Heating, 
Per Cent. Per Cent. 
1. 60Cu-40Zn brass.... Plug poured in ordinary way 1.45 
| and then kept molten for 10 
_ min. with Bunsen burner. 
2. 60Cu-40Zn brass.... Plug as received and melted 0.21 
out. 
60Cu-40Zn brass.... Plug from same company and 1.31 
| from same heat, kept molten 
for 10 min. 
8 88Cu-10Sn-2Zn | | Cu Zn Cu Zn 
DTONZOM ee dser aya ce ses Plug poured in ordinary way 0 0 4.3 0.06 
and then kept in molten con- 
dition as No. 1. 
4. 90Cu-10Sn bronze...| Plug poured and kept in Cu 
molten condition for 1 min. 0.96 
90Cu-10Sn bronze...) Plug poured and kept in 9.21 
molten condition for 5 min. 
90Cu-10Sn bronze...) Plug poured and kept in 15-21 


molten condition for 10 min. 


TABLE 5.—Freezing Points and Chemical Analyses of Tin from Few 


Rejected Fusible Plugs 


a ee a a a 
Chemical Analysis 
Melting Point, ss : 
hide Degrees C. Copper, | Lead, Tron, 
Per Cent. | Per Cent. Per Cent. 
2635 229.1 0.16 1.04 0.02 
2636 228.9 | 0.10 1.05 0.02 
2650 229.4 0.12 0.79 0.02 
2651 228.7 OF15 0.73 0.01 
2656 | 228.5 0.22 0.91 0.02 
2658 si 228.7 0.20 0.90 0.02 
DTRBie ly boosts 0.50 0.01 0.10 
2790 227.5 0.40 0.39 <0.06 
2837 | 226.8 0.78 0.11 <0.03 
2849 229.4 Cu & Bi 0.80 0.43 <0.03 
2866 228.9 0.57 0.15 <0. 04 
2887 224.7 0.66 1.54 <0.08 
2888 229.6 Cu & Bi 0.54 0.58 <0.038 
2972 227.1 0.80 0.22 <0.03 
2985 228.1 0.65 0.10 <0.03 
eS Se eee 


ee 


— 


- 
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- A somewhat quick method for determining the purity of tin is the 
determination of its freezing point? which detects such small amounts of 


Impurities as 0.1 or 0.2 per cent. 


Temperature Degrees, C 


234 


230 


Effect of Small Additions 
of Antimony on the Freezing 
Point of Tin 


This method has been checked by 


6 8 10 


Percent Antimony 


Fig. 2.—FREEZING-POINT CURVE OF ANTIMONY-TIN ALLOYS. 


numerous chemical analyses and Table 5 shows that a freezing point 


below 230° C. always indicates an excess of impurities. 


However, it 


has been found that a freezing point above 230° C. does not always insure 


the purity of the tin. 


Temperature Degrees, C 


232 == 
Effect of Small Additions 
230 of Copper on the Freezing 
Point of Tin 
228 | 
226 
1 2 3 4 


0 


Percent Copper 


Fig. 3.—FREEZING-POINT CURVE OF COPPER-TIN ALLOYS. 


Freezing-point Determination.—In order to determine to what extent. 
the freezing point of tin is influenced by small amounts of such impurities 


2 Burgess and Merica: loc. cit 
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as copper, zinc, lead, and antimony, a series of binary alloys of tin were 
made, containing from 0.05 to 4 per cent of the above metals. 
The metals used were of the following degree of purity: (a) The 


Effect of Small Additions 
of Lead on the Freezing 
Point of Tin 


Temperature Degrees, C 


Percent Lead 
Fig, 4.—FREEZING-POINT CURVE OF LEAD-TIN ALLOYs, 


tin contained less than 0.02 per cent. of total impurities, having a melt- 
ing point of 231.9° C. (6) The alloying metals were electrolytic shot 
copper, B. 8S. standard melting point zinc, Baker’s silver-free test lead, 
and Kahlbaum’s antimony. 


232 
Effect of Small Additions 


of Zinc on the Freezing 


Point of Tin 


228 ences 1 
| 


224 


220 


Temperature Degrees, C 


216 


212 


0 1 2 3 4 
Percent Zinc 


Fia. 5.—FREEZING-POINT CURVE OF ZINC-TIN ALLOYS. 


Samples of 20 gm., with the exception of the antimony series, were 
heated in an electric furnace above their freezing points. Then the 
freezing point was determined by an inverse-rate cooling curve taken 
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with a Leeds & Northrup precision potentiometer and a base thermo- 
couple of No. 32 gage copper and No. 30 gage constantan wire. The 
couple was protected by a 3-mm. glass tube, inserted into the alloy con- 
tained in a 12-mm. bore glass tube. The antimony alloys were heated 
in a solder bath by a gas flame, but the freezing point was detected in 
the same manner. The results of the freezing-point determinations on 
the various alloys are shown graphically in Figs. 2, 3, 4, and 5. The 
lowering of the freezing point of tin by small amounts of antimony, 
Fig. 2, is of interest as available information on the subject indicates an 
immediate rise of the freezing point’ on the first addition of antimony. 

Copper lowers the freezing point until the alloy contains 1 per cent., 
then a sharp rise takes place as indicated, in Fig. 3, by the dotted line 


’ AB. The determination of this line proved to be rather difficult on 


account of the extremely slow cooling necessary to affect the complete 
transformations which take 2 and 3 hr.t The eutectic transformation 
occurred at 227.1° C. and was easily detected. 

The freezing-point curves of lead-tin and zinc-tin alloys are practically 
straight lines, the depression of the former for 1 per cent. of lead being 
about 1.7° while 1 per cent. zine depresses the freezing about 4.9° C. 
This rather small depression of the freezing point by a considerable 
amount of lead explains the erratic behavior of the melting-point test 
for the determination of tin purity. The question of the effect produced 
by the combination of two or more of the impurities is under oe 
at present and the results should be available very soon. 


CONCLUSIONS 


From the foregoing results, the following conclusions have been reached 
as to the precautions to be taken in the manufacture of fusible plugs: 

1. The pig tin should beat least 99.7 per cent. pure, containing not more 
than 0.1 per cent. lead, or 0.1 per cent. zinc, which are the require- 
ments of the Steamboat Inspection Service. 

2. The casing should be of bronze, an alloy the major constituents 
of which are copper and tin. Small amounts of zinc and lead increase 
the ease of casting and machining and are not objectionable if not present 
in greater amounts than in the following compositions: 


I Il 
Gop perie saa eri ners yo ok eke ge ope 88 87 
ARG cs 2 ek ty RT creel orate weeca ores 10 tf 
THN ats ORCI RE SEDI OAS, Sie ORY 2 5 
TA aN Te ee coe OAS S Bee er apes eh oy em 1 


en and Neville: Jnl. Chem. Soc. (1890) 57, 376. 
R. W. Williams: Zeit. Anorg. Chem. (1907) 55. 
4 Heycock and Neville: Phil. Trans. Roy. Soc. London (1904) 202A, 19. 
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3. The pot or crucible for melting the tin should not be used for melt- 
ing other metals, thus doing away with the liability of contaminating 
the good tin when these are not thoroughly cleansed. 

4, Casings should be tinned on the inside by the same grade tin as 
is used for filling, but the tin left over from this process should not be 
added to the filling to be used. Zinc-chloride flux may be used although 
hydrochloric acid is preferred, though no flux need be used during the 
filling process. 

5. The casing should be preheated to not above 250°-275° C. (482°- 
527° F.) and tin should be poured at a temperature not above 275°-300° C. 
(527°-572° F.). 

The authors wish to express their appreciation of the helpful sugges- 
tions of Dr. G. K. Burgess, under whose direction the work was carried ~ 
out. 


DISCUSSION 


Wan. A. Cowan, Brooklyn, N. Y. (written discussion).—This is 
evidently an excellent continuation of the work described in the article 
“An Investigation of Fusible Tin Boiler Plugs” by Messrs. Burgess and 
Merica.’ The present paper gives information of much value in con- 
nection with the manufacture and inspection of fusible boiler plugs, and 
the investigation of the cooling curves of tin with various other metals 
close to the tin side of the diagram is very interesting. These curves 
corroborate in all cases, except that of antimony, the diagrams given 
by other investigators. However, only the liquidus curves.of the thermal 
equilibrium diagrams are given, except for copper-tin alloys where one 
branch only of the solidus (representing the freezing of the eutectic) 
is given, the corresponding branch of the liquidus curve being represented 
by a dotted line. These are referred to in all cases as the freezing-point 
curves, or, asin Table 5, as the melting points. It might be clearer if they 
were referred to as the liquidus curves, representing only the initial freez- 
ing points of the alloys; and it would add to the value of the investigation 
if the cooling of the large number of alloys examined had been carried 
down to a lower transformation point. This would give the solidus curve 
and would show just how close to pure tin the eutectics are found. or 
would show the saturation points in case solid solutions are formeds 

The determination of these additional points, particularly in cases 
where an eutectic is formed, should give more certain information as to 
the purity of the tin and as to its actual melting point or temperature of 
probable failure in fusible boiler plugs. For instance, in the case of tin 
from plug number 2788 in Table 5, which contains 0.50 per cent. copper, 


5 Bureau of Rane: Tech. Pie 53; also in Trans. Amer. Inst. ‘Métal (1915) 
9, 21. 
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this alloy, disregarding the presence of iron, would be composed of 50 
per cent. eutectic mixture containing 1 per cent. of copper and 50 per cent. 
ernees tin. In cooling, the excess tin would begin to freeze out at about 
aR: C. and continue freezing through the range of temperature from 
| 228.5° to 227.1°. The balance of the metal consisting of eutectic mixture 
would then freeze out at the latter temperature. The actual melting 
point under the conditions of use, or the temperature at which a fusible 
boiler plug filled with this alloy would blow out, would be at some tem- 
perature between these points, probably very close to 227.1° C., rather 
than at 228.5°, which is given as the melting point in the table. 

In the case of the addition of antimony to tin it is interesting to note 
that a slight depression in the freezing point is shown by the authors to be 
caused by 0.10 per cent. of antimony. As described, this has not been 
noted heretofore in the equilibrium diagram of this series of alloys. The 
statement is evidently founded on the determination of only three alloys 
and it would be interesting if the authors would report additional tests 
corroborating this, eliminating the possibility that the slight depression 
in the freezing point may have been caused by the presence of a slight 
amount of athird element. The depression would undoubtedly be caused 
by the presence of an eutectic (if such exists) of the composition repre- 
sented by the lowest temperature point, namely, 0.10 per cent. antimony 
and 99.90 per cent. tin, or else by a ternary eutectic formed with another 
element present as an impurity. If present, the eutectic should have 
shown in the cooling curves of the alloys located on each side of the alloy 
of the lowest melting point. 


Auten P. Forp,* Bridgeport, Conn. (written discussion).—The 
specification of 99.7 per cent. pure for the pig tin is very lenient. Asa 
matter of fact, Banca tin will run very much better than this; and it is 
well that it does so, because if pig tin no better than 99.7 per cent. was 
used, it would be very difficult to keep within the limits in the final result. 
We have no trouble in getting pig tin running 99.9 per cent. or better; 
and if this tin is properly handled, there is no difficulty in the final result. 

The conclusion in regard to the analysis of the casing is, in the main, 
correct. This company uses a red brass, or bronze, similar to the analy- 
sis given under II, except that our lead runs a little higher. I do not 
think, however, that this affects the results, because where we have had 
any trouble, it has always been with the copper; and this agrees with the 
statement in the paper at the top of p. 230 to the effect that ‘‘ while 
copper and zinc are introduced from a brass casing, only copper is intro- 
duced from a bronze casing.” 

In the matter of temperature, we do not quite agree with the results 
given in the paper. At the temperature given, we have found it very 


* Metallurgist, Crane Co. 
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difficult to make the tin filling stick in the casing. We have found that 
the tin can be poufed considerably above the given temperature, 
that is, 275° to 300° C., and at the same time have it set in much less 
than 14 min. We find that the time of setting is a very good rough 
guide as to what the result will be. If the tin is what it should be in the 
first place and is poured at a temperature that will allow it to set in about 
20 sec. or less, rarely or never will trouble be experienced; but if the time 
of setting goes much over this time, there is likely to be trouble; and if it 
goes to 1 or 2 min., the molten metal is almost certain to pick up enough 
metals from the casings to cause the plugs to be rejected. 

One thing further to show how little a thing will affect the result. 
On one occasion we got a copper result-in one of the tin fillings that, 
although not above the limit, was higher than it should have been. 
Investigation showed that this had been melted out by a man who did 
not understand the work; further investigation showed that the result 
could be affected by the manner in which this filling was melted out. To 
demonstrate it, two plugs were poured as follows: The two casings were 
_ placed upon the heating surface side by side, so that there could be no 
material difference in their temperature. A small ladle of tin holding 
just enough for three or four plugs was dipped out of the crucible of 
melted tin and these two casings filled, pouring one immediately after 
the other from the same small portion of melted tin. The two plugs were 
then sent to the laboratory. One of them was placed on a tripod over a 
small porcelain receptacle, with the large end of the tin filling down, and 
then gently heated with a Bunsen burner all around it until the tin filling 
dropped out. The other plug was placed on a similar tripod, but with 
the small end of the filling down, and then heated strongly on one side 
with a hot flame until this filling melted out. These two fillings were 
_ then separately melted and the buttons analyzed; 0.075 per cent. copper 
was found in the first and 0.122 per cent. in the second. 

This simply shows how sensitive fusible plugs are to influences of this 
kind, and how expert and careful one must be in handling them to 
avoid error. We have even a little evidence that the copper in the tin 
filling may be perceptibly increased by threading the casing (whichis done 
after the plug is filled) with a dull tool, which would necessarily heat the 
casing somewhat. Determinations have been made that show a slight 
increase apparently due to this cause; but in this case there were other 
possible causes present and it was not positively proved. 
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Manufacture and Electrical Properties of Constantan 


BY F, E. BASH,* CH, E., PHILADELPHIA, PA. 
¥ 
(Philadelphia Meeting, September, 1919) 


ConsTANTAN is an alloy of copper and nickel that is extensively used, 
under a number of trade names, as a resistance wire with a low temper- 
ature coefficient of resistance, and one of the elements of base-metal 
thermocouples, iron usually being the other thermoelement, although for 
low-temperature work copper is also used. Before the war, constantan 
was imported, in common with many other technical necessities. Since it 
required considerable time to receive the constantan after it was ordered, 
fairly large stocks were kept on hand; but after the beginning of the war 
no more was imported and the stocks of foreign material were exhausted 
about the same time that the steel and munition manufacturers began to 
need great quantities of it for thermocouples for the heat treatment of 
steel. 

To meet this demand, the International Nickel Co. began manufac- 
turing constantan that met all the requirements of the users of resistance 
wire but did not give the same electromotive force against iron as the 
German material and consequently could not be used with instruments 
calibrated for a definite e.m.f.-temperature relation. It so happened that 
all the constantan made had an e.m.f. lower than that necessary to meet 
the specifications of the Leeds & Northrup Co. for whom this investigation 
was carried out. If some had been higher and some lower, good wire 
could have been obtained by a process of selection, but as it was no 
wire at all could be procured. To remedy this situation, a thorough 
investigation was started with the close codperation of the International 
Nickel Co. and the Electrical Alloys Co. 

The specifications to which the constantan had to conform were that 
it should give an e.m.f. of 47.40 millivolts against pure iron at 1500° F. 
(816° C.) with the cold-junction temperature at 0° F., or a proportional 
e.m.f, at temperatures near 1500° F. The method of checking a wire was 
as follows: It was first welded to a piece of iron wire; Armco iron was 
found to be satisfactory but iron with greater than 0.1 per cent. carbon 
would give a lower e.m.f. against the same piece of constantan than pure 
iron. The couple was then insulated and the fire end was tied to the 


* Research Engineer, Leeds & Northrup Co. 
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porcelain protecting tube of a platinum-platinum + 10 per cent. rhodium 
thermocouple and the two put in a checking furnace. 

The checking furnace was of the vertical wire resistor tube type, the 
interior dimensions being 7 in. (17.7 cm.) in diameter by 12 in. deep with 
a small sil-o-cel block in the center to rest the couples upon. The furnace 
was practically uniform in temperature throughout, so that it was assured 
that the two couples would come to the same temperature. To the ends 
of the iron-constantan couple wires were attached leads of like materials 
which carried the cold junction to the portable potentiometer, which had 
an automatic cold junction compensator. The e.m.f. generated by the 
couple was read by the potentiometer and the temperature of the hot 
junction was obtained by reading the platinum thermocouple with 
another potentiometer, the two being so arranged that one operator 
quickly read both. 

Another and quicker method of checking, sometimes employed, con- 
sisted of having a number of base-metal couples made up which were 
checked at frequent intervals so that the amount that the constantan 
varied from the standard curve was always known. The piece to be 
tested was tied with a number of wrappings of iron wire to the checking 
couple at the hot junction after which the couple and sample were put in 
the furnace. After they had come to temperature, the checking couple 
was read and then the lead attached to the constantan wire of the couple 
was transferred to the sample and the e.m.f. between the sample and the 
iron read. In this manner the sample could be checked against the 
known piece of constantan, by comparing the two readings that gave the 
e.m.f. of the known and unknown constantan against the same piece of 
iron. 

The method of wrapping the wire around the sample and couple to 
make electrical connections was proved to be free from error, as a meas- 
urement was made in that manner and another was made after the 
thermocouple and sample had been welded together; both gave the same 
results. 

The checks are stated as so many degrees plus or minus or so many 
millivolts plus or minus, which means that the sample is that far above or 
below the standard e.m.f. at 1500° F. For instance, — 10° F. (—5.6° C.) 
or —0.35 millivolts would mean that the constantan tested gave an 
e.m.f. of 47.05 millivolts at 1500° F. (816° C.) instead of 47.40; 47.05 
being the standard e.m.f. for 1490° F. (810° C.). 

When it was first noted that constantan with the proper e.m-f. could 
not be obtained, a number of samples were checked and afterward 
analyzed. It was found that two wires might give the same check but 
have different analyses, so the question of effect of working and annealing 
was taken up. A complete analysis of one sample of constantan follows: 
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; ELeMEn? rd eae 
. Oe ee ni aay 4 LD 
INTGLGIBRG So. eee Af 00 Pee OND 43.70 

; inti. eel. oo. a eee an segs 0.485 
; INTRON COCR cc Sis 6 sco Ree ie so) Ale 5, eee MS inept 1.34 
' CSO St lb PRM Cm cs Ss eth ae crane 4 e Pc, O eee aoa ee 0.16 
(QUINT. 2S ie ne SPREE cr, bel fend c 0.0383 

STOUT Satay Oe OF ee nee! Oe i ln Sh 0.0237 

Reus ON ONUS 3 rds m. osha as Buse. mucus, sphere 0.0010 

SIICONE cs 5. ar: Pe ee ee ne 6. Seen ES ee 0.098 
KEALDOD soca 4 comes Soe ee Ee Fe «are. ees ie 0,14 

Totalés. 2. en AeUes Bre Be serch: ctl s e's 100.0807 


Before annealing tests were started, it was desirable to know how 
uniform in composition the wire ran and also how homogeneous an ingot 
was as cast. . To test the ingot, one, 4 by 4 by 40 in., was selected from a 
melt of which the heat analysis was as follows: copper, 53.72 per cent.; 
nickel, 44.83 per cent.; iron, 0.41 per cent.; sulfur, 0.018 per cent. ; 
silicon, 0.04 per cent.; carbon, 0.04 per cent.; manganese, 0.93 per cent. 
The ingot was then sawed in the middle and also about 3 in. (7 em.) from 
each end. These pieces were then sampled by drilling at the center, in 
the corners, and halfway between the center and the corner. Sample No. 
1 represents the two opposite corners; No. 3 is a sample from the middle, 
and No. 2 is a sample halfway between Nos. 1 and 3. The analyses of 
these samples were as follows: 


Bortrom No. 1, Borrom No. 2, Bortom No. 3, 


Per Cent. Per CEnr. Per CENT. 
COR ee eee ere eae 53.63 53.58 53.55 
INhita ale oS OE Retr Geen caer one ea 44.94 45.00 45.00 
lingayal tna Selene te gh ea ea ara Sa 0.36 0.35 0.36 
TTI DERS foes Chemie ho te OE cet Can Chee 0.019 0.021 0.022 
ST COD MCR mires: sae besd cits: Saar 0.04 0.05 0.05 
War Woneee ay Ak cists fe es ices Bcc 0.03 0.036 0.04 
Manganese...... 0-2. - ee renter nee 0.96 0.95 0.96 

Mippite No. 1, Mrippix_No. 2, Mipviz No. 3, 

PER CENT. Per CEenr. Per CENT, 
CELSO) Oey Pain ech er ae On or 53.75 53.55 53.73 
INGrolce |e pe es it sige Seok es hie 44.84 44.99 44.80 
[EWG Se Auta as OR ae oo 0.36 0.35 0.35 
STITUTE eee se fe hee 0.017 0.016 0.020 
Si Cone etal otro eee cescere ae 0.05 0.05 0.05 
(GES Hae oles ARO coe hor O errors DpaT ano 0.04 0.04 0.04 
Manganese......---2+-e0resc tts 0.93 0.99 0.99 
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Tor No. 1, Tor No. 2, Tor No. 3, 


Per Cent. Per Cent. Perr CEnrT. 
Copper........- FO es ee vee 53.66 53.67 53.77 
INGCkeMA te Aseatids iets Oe cies ee 44.90 44.88 44.83 
LPOTE ee ee alee ets tice Wed 0.35 0.36 0.37 
DUlfiteercg pcatatcuty oaks see eec tee 0.017 0.016 0.016 
SiG On eres ean healed acum: Matos say Miva sat 0.05 , 0.05 0.04 
WarDOLt saahetea si remo ee eer een 0.03 0.04 0.036 
MOM CATIONS ct chet his. < nies cel ei enanire 0.97 0.97 0.93 


These analyses proved conclusively that the ingot was homogeneous 
throughout and later analyses on a single coil of*wire drawn from such 
ingot proved it also was homogeneous in composition. 

To determine the effect of annealing, a No. 8 B. & S. gage wire 
was checked as received from the wire manufacturer in an annealed 
state, it was then suspended in a long annealing furnace built for the 
purpose, so that any desired atmosphere could be maintained by passing 
a gas through it. The sample would be annealed for different lengths 
of time at different temperatures, and after each operation it was 
rechecked. 

The results of this investigation showed that the annealing did not 
change the e.m.f. against iron. Oxidizing, neutral, and reducing atmos- 
pheres and temperatures from 1500° F, (816° C.) to 1750° F. (954° C.) were 
all tried with the same result. The only condition that affects the e.mf. 
is a very uneven anneal with one end say at 600° F. and the other at 
1500° F.; this may give a considerable error. 

To determine the effect of working, a wire was annealed, tested, and 
drawn through a die until it was hard; it was then reannealed and tested. 
No errors outside of possible experimental errors of reading and manipula- 
tion. were found. The wire was then redrawn, reannealed, and tested 
with the same result as before. With the assurance of no appreciable 
error from working and annealing, the problem was attacked from the 
standpoint of composition. 

The next point to determine was the relation between pure copper- 
nickel composition and e.m.f. against iron. This was done by making 
a number of melts in a vacuum furnace in alundum crucibles from electro- 
lytic copper and nickel and determining their e.m.f. against iron. Part 
of this work was done by Prof. M. A. Hunter, of Rensselaer Polytechnic 
Institute, and a number of samples were obtained from Dr. John F. 
Thompson of the International Nickel Co. The information obtained 
was put in the form of a curve, which is reproduced in Fig. 1. From this 
it will be seen that copper gives a low e.m.f. against iron but that addition 
of a small amount of nickel causes it to reverse its sign with respect to 
iron and to rapidly increase in value to a maximum at about 60-40 
copper-nickel and then drop slowly with increase of nickel to about 20 
millivolts for pure nickel. From the curve it is apparent that the most 
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logical composition to select for thermocouple use would be around the 
peak sO that a small variation in copper or nickel content would not 
materially affect its e.m.f., and because it is desirable to have as large 
an e.m.f. as possible for the thermocouple. The composition selected 
for experimentation was 55-45 copper-nickel. ; 
' The next step was to determine the effect of impurities on the pure 
alloy. It was expected that the various impurities would lower the e.mf. 
as standard constantan with approximately 55-45 copper-nickel ratio! 
only gives an e.m.f. of 47.40 millivolts while the pure alloy gives 53.25 
millivolts at 1500° F. The largest constituent of constantan after copper 


-Millivolts 


0 SOPNi. 
100 90 80 70 60 50%Cu. 40 30 20 10 0 
Cu-Ni. E.M.F.-Vs-iron at 1500 Degrees F. 


Fie, 1.—RELATION BETWEEN PURE COPPER-NICKEL COMPOSITION AND E.M.F. AGAINST 
IRON. 


and nickel is manganese, which is added to increase the working proper- 
ties, so its effect was the first investigated. A number of melts were made 
in a vacuum furnace. Later, in a carbon-resistor furnace, a large number 
of melts were made, in which all the impurities were varied and combined. 

The furnace was of the granulated carbon resistor type with a capacity 
of 7.5 kw. In the center of the resistor was placed a No. 1 Dixon 
graphite crucible with the bottom sawed off so that only a cylinder re- 
mained to hold back the granulated carbon. In the bottom of this 
cylinder was placed a thin layer of granulated carborundum, as it did 
not seem to interact with the alundum crucibles at the high temperatures 
in the same manner as the carbon. 

In this prepared well was placed the small alundum or other crucible 
containing from 50 to 100 gm. of metal charge, and a lid that fitted the 
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graphite crucible and completely enclosed the metal containing crucible 
was placed on top. This lid had a %4-in. (6.35 mm.) hole in it for 
purposes of observation and small additions. The furnace top was 
covered with a ceramic lid, which kept the resistor from cooling off 
rapidly; this also had a hole through it in line with the hole in the 
crucible lid. This assured a reducing atmosphere in the furnace. 

The effect of crucibles was tried by making a number of melts of the 
same composition in crucibles of different material. Clay-graphite, 
clay, sand, alundum and silica were tried with results as follows: 

Clay-graphite put so much silicon into the metal that it was almost 
impossible to roll it. It was, therefore, impossible to use it with the 
assurance that the final alloy would not contain anything other than that 
which was actually intended. 

Clay did not stand up satisfactorily in the furnace. ' 

Sand crucibles were fairly satisfactory but did not stand the furnace 
conditions very well. ° 

Alundum crucibles were very satisfactory from every standpoint, 
except that most of them only stood one heat, as they usually cracked 
on cooling or on the second heating, so that they proved expensive. 
They also interacted with the walls of the graphite cylinder in the furnace 
if they touched at any point and a number of heats were lost due to the 
side of the crucible being eaten away in this manner. Since they did 
not contaminate the metal, however, and stood the high temperature, 
they were used in most of the melts. 

One quartz crucible was tried; this proved satisfactory for a number 
of melts. 

To make a melt, the nickel was weighed in the form of small pieces 
sheared from a slab of the electrolytic material. The copper was also 
electrolytic in the form of small strips cut from sheets. Thesetwo metals 
were charged with the nickel at the bottom and the whole melted down. 
Great care was exercised to keep the alloy in a reduced condition as 
0.35 per cent. of oxygen forms a eutectic with copper and it was found 
that if a sample was allowed to be oxidized slightly while melting the 
e.m.f. of the resulting alloy was greatly affected. In heating, the copper 
generally oxidized on the surface from the air in the furnace and this 
formed a thin scum or slag on top of the liquid metal. This was reduced 
by a few grains of carbon dropped in, just enough being added to unite 
with the oxide. The metal was thoroughly stirred with a small silica tube 
and then cast in an iron mold, which had a cross-section of approximately 
V4 in. (6.3 mm.) square. This small ingot was put through a pair of 
hand rolls and reduced to a wire about 0.1 in. (2.5 mm.) square, after 
which it was annealed in an electric furnace and tested fore.m.. The 
analysis of the manganese, nickel, and ferrosilicon used is as follows; 


“ 
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GoLDscHMIDT MANGANESE Evecrronytic NicKEL _ FprrRosILIcon 
; ELEMENT Per CEnr. ELEMENT Pmr Cent, ELEMENT Par Cxnr., 
: : : APPROXIMATE 
Manganese..... 95.30 Nickel........ 997807) Silicon... 70.00 
ROM cree Ae Sich fee 2 OOM TON. cscci eivaied ORLOP Salrontersenenyies » 30.00. 
Carbone.-...0.4 0.16 —. 
Sulfur. ee 0.062 DOtaLea ere 99.90 otal sere 100.00 
Silicon Sere ere 1.38 : 
Aluminum..... 0.18 
rd 
otal and sac 99.942 


Manganese was added in different proportions up to 2 per cent. for a 
ratio of copper-nickel of 55-45. The 100-gm. samples were made up with 
55 gm. of copper and 45 gm. of nickel and varying amounts of manganese. 
The final results, in the form of a curve, areshownin Fig.2. The points 
obtained fell very well on the line but all varied somewhat from those 


nganese 
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Per Cent Addition of Ma 


3 4 5 6 7 
; M.V. Drop Caused by Addition of Manganese to Pure 55-45 Cu-Ni. 
E.M. F. of 55-45 Cu-Ni vs.lron=53.25M.V. 


Fic. 2.—EFFEcCT OF MANGANESE ON E.M.F, OF 55-45 Cu-NI AGAINST IRON. 


obtained from melts in the vacuum furnace; the effect of the manganese 
additions in the case of the vacuum furnace was somewhat greater. The 
values for the melts in the resistor furnace were used in the calculations, 
however, as being probably nearer to actual industrial conditions. 

The next impurity tried was iron. It was found to have about twice 
as much effect as manganese so that this element had to be very carefully 
controlled in making melts. The curve showing its effect on 55-45 
copper-nickel is given in Fig. 3. 

The effect of silicon was found by adding ferrosilicon of known com- 
position to the copper-nickel and then subtracting the known effect of 
the iron. This method was not very satisfactory but was the best that 
could be done at the time as pure silicon was not available. It appears 

-that silicon has an effect almost as great as iron. It was added in as 
large quantities as it was possible to still get a metal that was workable; 
0.3 per cent. was the greatest addition, The curve for silicon is 
shown in Fig. 3. ~ 

To determine the effect of carbon, a melt of pure copper-nickel was 
made and a small quantity of carbon particles stirred in; shortly after- 
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' ward the metal was poured. The resulting alloy was analyzed for 
carbon and a check made for the electrical effect. A melt made in a 
graphite crucible was analyzed for carbon but the point determined fell 
off the curve obtained by the other method. This was probably due to 
silicon being present although it was not analyzed for. The effect of 
carbon is also shown in Fig. 3. 

No other elements were tested out. Cobalt was not considered as 
likely to affect the e.m.f. strongly, as it is so near to nickel in its proper- 
ties and it does not seem to have much effect, from all the data obtained 
on the other elements. 
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Per Cent Addition to 55-45 Cu-Ni. 
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Fic. 3.—EFFECT OF CARBON, SILICON, AND IRON ON THE E.M.F. OF 55-45 Cu-NI 
AGAINST IRON. 


The effect of combinations of the above impurities was tried with 
varying success. Fifteen melts were made up with different combina- 
tions of iron and manganese to determine if their properties were addi- 
tive. Sometimes the result would check the calculated value and some- 
times not. It is probable that the manganese acted somewhat as a 
scavenger on the oxygen and was thus accounted for. Silicon, iron, and 
manganese were also tried with about as good results as with the iron and 
manganese. 

During the laboratory experimentation, the International Nickel Co. 
was doing everything possible to make a satisfactory melt, and its heat 
analyses were carefully compared with the results of tests on the finished 
wire. In some cases, the calculated e.m.f. would almost check exactly 
the value obtained on the sample and in other cases the calculated e.m.f. 
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was lower than the actual and occasionally higher, although not so often 
as lower. This may be accounted for, to a certain extent, by the fact 
that the heat analysis was obtained by sampling a number of ingots 
poured from probably three ladles and the sample tested for electromotive 
force was from one ladle. Since additions are made to each ladle and 
not all the added material goes into the metal, it is reasonable to suppose 
that the heat analysis might be different from that of the sample tested. 
It is also possible that all the impurities may nol always be active, as the 
manganese may combine with oxygen or sulfur. This would account for 
the calculated e.m.f. being lower than.the actual. Slight errors in analy- 
sis would also account for errors. 
A few examples of the calculation follow. The method used in mak- 


a ae A a ea | eaten miata he 


| Compose Thiel | Diteretes 
| ion tor . | ota etween 
No. | Composition Se eee “ent oe aleuisigd 
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Nos 23825 66: No. 2364 >< 66: 
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No. 212. X 66. No. 226. X 266. 


No: 211. x 66: Now219, x 66: 
Fig. 4.—CONSTANTAN MADE IN ELECTRIC FURNACE AND CAST IN IRON MOLDS. 
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ing this calculation is first to recalculate the analysis on the basis of 
the copper plus the nickel being equal to 100 per cent. The value of 
the e.m.f. given for that percentage of copper in Fig. 1 is set down 
in the partial e.m.f. column and under it the negative values caused 
by the presence of the impurities found in Figs. 2 and 3. The partial 
e.m.f’s. are added algebraically and set down as the calculated e.m.f. 
Through the courtesy of Mr. F. G. Weiss, vice-president and general 
manager of Hyatt Roller Bearing Division*of General Motors Corpn. 
and Mr. J. G. Ayres, Jr., metallurgist, a number of photomicrographs 
were obtained of samples made in the electric furnace and cast in the 
iron mold as 14 in. sq. bars. In Fig. 4 are shown photomicrographs 
Nos. 212, 226, 211, 2382, 219, 236 which are of samples as cast, polished | 
and etched with hydrochloric acid and ferric chloride, as described, 


No. 223. XX 266. No. 225. X 266. 
Fic. 5.—HIGH MAGNIFICATION OF CONSTANTAN SAMPLES. 


The samples varied from a fine almost granular appearance (Nos: 
212 and 226) to a pronounced dendritic structure (Nos. 211 and 219), 
and sometimes possessed a combination of these two extremes together 
with their intermediate structures. From the photomicrographs, it 1s 
apparent that as the constantan cools from the liquid state that the first 
crystals formed are relatively richer in nickel than in copper as the nickel 
has the higher melting point and that on further cooling, each subse- 
quent set of solid solution erystals are richer in copper. 

In Fig. 5, higher magnification (Nos. 223 and 225) shows that 
not only do the copper-nickel solid solution crystals vary in the rela- 
tive amount of the two components, but that this variation, even within 
a given crystal, as shown at A of No. 223, is evidenced by the fact 
that the center of the crystal is light or contains higher nickel than the 
surrounding portions of the crystal. 
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Upon annealing two of the specimens (Nos. 227, 228) at 1750° F. 
(954° C.), for 1 hr. and allowing to coolin the furnace, very marked changes 
of structure occurred, as shown in Fig. 6. The primary structure has 
been almost entirely eliminated and is replaced by polyhedral grains. 
One interesting fact brought out is that the constantan alloy forms 
twinned crystals without being previously strained, as is generally the 
case with metals that show this structure. 

The effect of impurities in the constantan is not apparent from the 
microstructure, although a more extended experimentation might show 
some results. Impurities could be seen in al! samples, but they did not 
seem to affect the grain structure. 


INOH 227 o< 06: Nop 2285 66: 
Fic. 6.—SAMPLES AFTER ANNEALING AT 1750° F. FoR 1 HR. AND COOLING IN FURNACE 


After all the experimentation with samples made in the small electrie 
furnace, it was deemed advisable to take the problem to the mill and to 
run an experiment under the same conditions as those prevailing in the 
routine manufacture of constantan. The International Nickel Co. 
very kindly offered to run such an experiment at its plant at Bay- 
onne, N. J., under the regular conditions. The test was planned as 
follows: 

The melt was to be a regular 8000-Ib. (3624 kg.) heat made under the 
same conditions as an ordinary production melt, with the exception 
that electrolytic nickel was to be used in place of shot nickel and thirteen 
small ladles of approximately 275 lb. each were to be tapped out to 
which different additions were to be made. From each of these small 
ladles, one test bar and one 4 by 4 by 40 in. (10.1 by 10.1 by 101.6 
cm.) ingot were to be cast, the remainder of the metal was to be cast 


up as in a regular production melt. The additions to be made were as 
follows: 
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AppITIONS FoR ExprrimentaL MEur 
144 oz. of magnesium for every 100 Ib. of metal; 275 Ib. ladles. 
No. 1, No manganese, no iron. 
No. 2, 0.25 per cent. manganese, no iron. 
No. 3, 0.50 per cent. manganese, no iron. 
No. 4, 0.75 per cent. manganese, no iron. 
No. 5, 1.50 per cent. manganese, no iron. 
No. 6, No manganese, 0.25 per cent. iron. 
No. 7, 0.25 per cent. manganese, 0.25 per cent. iron. 
No. 8, 0.50 per cent. manganese, 0.25 per cent. iron. 
No. 9, 0.75 per cent. manganese, 0.25 per cent. iron. 
No. 10, 0.50 per cent. manganese, 0.35 percent. iron. 
No. 11, 0.50 per cent. manganese, 0.45 per cent. iron. 
No. 12, 0.50 per cent. manganese, 0.55 per cent. iron. 
No. 138, 0.50 per cent. manganese, 0.50 per cent. silicon. 
Remainder of melt, 0.50 per cent. manganese, no iron. 


Test aT Bayonne, N. J. 


The melt was made, as planned, in an oil-fired open-hearth furnace’ 
The metals charged were electrolytic copper and electrolytic nickel, 
the proportion being approximately 46 per cent. nickel and 54 per cent. 
copper. When the metal was considered in a proper condition to pour, 
a small preheated ladle was set on a platform scales under the spout 
and the metal tapped into it. While pouring, the temperature of, the 
stream was taken with a Leeds & Northrup optical pyrometer, the read- 
ing being made after the smoke and flame had cleared away and a clear 
sight of the stream could be had. The emissivity value of the constantan 
was estimated from temperatures taken in the furnace and readings on 
the stream and correction made to the apparent temperature to give the 
approximate true pouring temperatures. While tapping, the metal 
was poled and,the additions were made; great precautions were taken 
to keep the metal from oxidizing while running down the spout, by cover- 
ing with boards. 

From each ladle was poured a test bar of 57 Ib. (25 kg.) and a 200-Ib. (90 
kg.) ingot. The test bar was bottom-poured in a sand mold and had two 
fins cast on the side approximately 1 by 1 by 6 in. (2.5 by 2.5 by 15 cm.), 
One of these fins was cut off, machined smooth, and after sawing off a 
sample for photomicrographs, rolled to a strip 14 in. (3.1 mm.) thick 
from which a strip 14 in. wide was sheared for electromotive force measure- 
ments. ‘The test bar was also bored and the borings used for chemical 
analyses. While the ingot was poured, another temperature reading 
was made on the metal stream. 

When the thirteen experimental ladles had been tapped, the scales 
were removed, a larger ladle was put: under the spout, and the remainder 
of the metal tapped out and cast into nineteen ingots, nine ingots and a 
test bar being cast from the first ladleful. 
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Temperatures. —Temperature readings were made in the furnace by 
sighting at the wall above the tap hole through an observation hole in 
the wall on the opposite side. One reading was made through the flame, 
which probably gave the approximate flame temperature and the other 
on the brickwork just above the slag. 

To calculate the emissivity, a number of assumptions had to be made 
as to the relation between the temperature of the walls and the tempé¢ra- 
ture of the metal, as we had no closed-end tube to determine the true 
temperature of the metal in the ladle. However, even though the cal- 
culated -true temperature is probably somewhat in error, all the values 
are comparative. 

No readings could be made on the slag, as the flame interfered. 


TABLE 1 
Tapping | Pouring | 
Ladle No. Apparent | True Apparent True | Remarks 
Temperature, ; Temperature, | Temperature, | Temperature, | 
Degrees F. Degrees F. Degrees F. Degrees F. | 
2892 | _ Back wall 
3050 | _ Flame 
1 2300 2560 2223 2472 
2 2300 | 2560 2233 2483 
3 2345 2620 2281 2540 
4 2348 | 2620 2348 _ 2618 
5 2367 | 2640 2338 2608 
6 2367 2640 2328 2595 
7 2376 2650 2348 2618 
8 2411 2695 2395 2675 
9 2411 | 2695 2376 2650 
10 | 2420 2704 2403 2683 
iB 2420 | 2704 2395 2675 
12 | 2436 2724 | 2420 | 2704 
13 | 2445 | 2735 [| » 2462 2763 | 
14 | 2508 2803 2486 2783 First ingot 
14 | 2470 2767 —*Fifth ingot 
14 | | 2445 | 2735 Eighth ingot 


Nore.—The true temperature was calculated fer an emissivity of 0.28, using Wien’s 
ce: log e /1 1 Rib ee 

x (7 — r) where H = emissivity; cz = 14,500; e = base of 
Napierian logarithms; \ = wave-length of light used, 0.654; 7, = apparent tem- 
perature absolute; 7’, = true temperature absolute. The curve of apparent tempera- 
tures plotted against true temperature is given in Fig. 7. 


law log H = 


In Fig. 8 are plotted tapping and pouring temperatures for each 
ladle. 
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E.mj. Measurements—The samples prepared from the test bar of 


each ladle were annealed and tested against the standard iron-constantan 
couple for electromotive force. These results, together with the analyses, 
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Fig. 7.—APPARENT VS. TRUE TEMPERATURES FOR CONSTANTAN FOR \ = 0.65u. 


are given in Table 2. The Leeds & Northrup Co. specifications require 
that constantan, to be acceptable, must give an e.m.f. with pure iron 
of 47.40 + 0.50 millivolts of 1500° F., or come within 15° F. of the true 
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TAPPING TEMPERATURES. 2. POURING TEMPERATURES. 


temperature when the standard millivolt temperature curve is used. 
The e.m.f. of pure 55-45 copper nickel against iron at 1500° F. is 


53.25 millivolts. 
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All the e.m.f. measurements that were made on the thirteen experi- 
mental ladles of melt C141 were made on the fin cut from the test bar, 
which was bored for chemical analysis, so that we can say the analysis 
given is that of the piece tested. Inthe caseof regular production melts, 
however, the analysis is the mean of all the ladles for that melt and the 
e.m.f check was made on a sample cut from one test bar only, so that 
the analysis for the melt probably is somewhat different from that of the 
piece on which the e.m.f. measurements were made. 

In Table 2, the different ladles that are grouped together are the ones 
wherein different elements were varied: For instance, in ladles 2, 3, 4, 
and 5 only the manganese was varied, the iron being held as low as pos- 
sible. In ladles 6, 7, 8, and 9, it was attempted to hold the iron to 0.25 
per cent. while the manganese was varied. It should be noted how 


Per Cent Manganese 


0 ] 2 cs 4 5 6 3 7 8 PS) 10 
Millivolts Below Pure 55-45 Cu-Ni. 


Fic. 9.—MILLIVOLT DROP CAUSED BY ADDITION OF MANGANESE TO MELT C-141. 
IRON HELD CONSTANT AT 0.14 PER CENT. 


closely the operators were able to control the manganese, a surprising 
accuracy being obtained. In the case of iron, however, in ladles 10, 11, 
and 12 such accuracy was not attainable. 

Table 2 also gives a number of melt analyses with e.m.f. tests. On 
examining the analyses from C144 on, it will be noted how closely the 
melter was able to control his iron and manganese content; the iron only 
varied 0.05 per cent. throughout and the manganese 0.10 per cent. The 
iron is the most important element to control as 0.1 per cent. of iron 
roughly equals 0.2 per cent. of manganese in its effect on the thermo- 
electric properties of constantan. It will also be noted that for melt 
C141, the low figure of 0.17 per cent. was reported for iron. This was 
due to the fact that the melt was made from electrolytic nickel. 

In Figs. 9, 10, and 11 are plotted the results of the e.m.f. measure- 
ments. Fig. 9 shows the e.m.f. variations for variation of manganese, 
the iron composition being held at 0.14 per cent. The points fall fairly 
close to a straight line, which is the shape of curve we would expect from 
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experimental melts made previously. The standard emf. is 5.85 
millivolts below pure 55-45 copper-nickel and the allowable variation is 
0.5 millivolts below and above that. Fig. 10 shows the curve for 0.23 
per cent. iron with variation of manganese. This curve is drawn parallel 
to the 0.14 per cent. iron but is very poorly defined. Fig. 11 shows the 


ah 


Per Cent Manganese 


0 | 2 3 6 7 8 9 10 


4 
Millivolts Below Pure 55-45 Cu-Ni 


Fig. 10.—MILLIVOLT DROP CAUSED BY ADDITION OF MANGANESE TO MELT C-141. 
IRON HELD CONSTANT AT 0.23 PER CENT. 


curve for variation of iron, holding manganese constant at 0.50 per cent. 
This curve is very well defined. It is probable that the reason that the 
curves showing variation of e.m.f. with variation of manganese are not 
well defined by the points is because manganese acts as a scavenger and 
for that reason all does not take effect. 


Per Cent Iron 


8 9 10 


4 6 
M.V. Below Pure Cu-Ni.55-45 


Fre. 11.—MILLIVOLT DROP CAUSED BY ADDITION OF IRON TO MELT C-141. Manaa- 
NESE HELD CONSTANT AT 0.50 PER CENT. 


Photomicrographs of samples from the thirteen experimental ladles 
of which the two (Nos. 233 and 235) in Fig. 12 are representative were 
taken and a number also made of annealed samples. It was very sur- 
prising to note that in the annealed specimens there was no change in 
grain structure. The annealing was repeated two and three times with 
the same results. As will be remembered these samples were cut from 
the test pieces which were sand cast and cooled much more slowly than 
the chill-cast specimens made in the small furnace. The sand-cast con- 
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stantan had a much larger grain size, as will be seen by the magnification. 
No attempt is made to explain this as a much more exhaustive test would 
have to be made to draw any satisfactory conclusions. 


TaBLE 3.—Checks on No. 8 Wire from Melts C141 and C143 


| Divergence 2 | Divergence i Divergence Divergence 
@uiliNo: es from Coil | _ from Coil rom Coil from 

| Standard, No. | Standard, No, Standard, No. Standard, 

Degrees F. | Degrees F. Degrees F, Degrees F. 
1 =e) 39 | +18 76 —4 113 +36 
2 — 2 40 | —10 77 — 2 114 +41 
3 —12 41s | —10 78 +30 115 — 7 
4 —13 42 | =— 4 79 +26 116 — 3 
5 ) eailet 43 + 1 80 +42 italy/ —12 
6 | — 4 44 + 1 81 +31 118 — 3 
2 | -12 45% —20 82 | —5 119° +34 
8 hoa 46 — 3 835 +45 120 ae 2 
9 | +42 478 =e 84s 0) 121 —4 
10 | —40 48 +23 85 = 6) 122 ==) 
11 —10 498 — 5 868 0 123 + 4 
12 | +35 50° 0 87° +37 124 - il 
13 +35 51s +38 88 +36 125 — 3 
14 — 8 52 — 3 89 — 1 126 +40 
15 —10 538 +38 90 — 3 127 +24 
16 — 1 54 — 4 91 — 6 128 + 4 
Live — 4 55 +30 92 — 5 129 — 2 
18 — 8 56 — 3 93 — 3 130 +40 
19° —10 57 +22 94 — 3 1312 +25 
20 +35 58 — 9 95 a= 15) 132 + 3 
21 —14 598 —20 96 — 4 133 — 2 
22 = Il 60 +22 97 — 6 134 —7 
23 | +30 61 + 2 98? —20 135 ap 
24 | —10 628 +40 99 +25 136 +36 
25 —10 63° +3 100 — 6 137 — 8 
26 0 64 +23 101 ae i 138° +50 
20 0 65 — 7 102° —33 139 — 4 
28 —10 66° Sin 24 103 — 2 140 — 6 
29 — § 67° + 3 104 —17 141 0 
30 oy 68 mie 105 aie 142 | +26 
31 +14 69 — 3 106° — 9 143 +36 
32 +21 708 +44 1078 — 5 144 — 1 
33 +37 71 +29 1082s) 2 (Abe niee 48 
34 —ll 72 — 9 109 — 2 146° + 7 
35 — 1 73) |e p22 110 — 1 147 +38 
36 — 4 CAM eee 111 +4 1488 + 4 
Bi 0 75 +45 112 0 149 —20 

38 —1 


Average value = +5.3° F. 


VOL. LXIv.—17. 


* Sample taken for analysis. 
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Wire Tests.—The production ingots from melts C141 and C143 were 
rolled and drawn down to No. 8 B. & 8. gage wire, of which there were 
149 coils averaging about 62 lb. (28 kg.) to the coil. These were all 
tested at 1500° F. (816° C.) against iron-constantan couples, with results 
given in Table 3. Ten samples of wire were selected, carefully checked, 
and then cut up for analyses. The numbers and checks on the samples 
are given in Table 4. 


Fie. 12. 


TaBLE 4.—Analyses of Constantan Sample Wire 


Sampler| Temperature Drron ae i Nigel: Eo Man- Carbon, Silicon, Sulfur, 
Rion. Dernconeny Per Per Per ganese, I er Pere) I er 
2 Cent. Cent. | Cent. | Per Cent. Cent. Cent. Cent. 
75 +46 above standard. 53.08 46.01 0.16 OS ] aaa s 0.06 0.03 
87 | +39 above standard. 53.21 45.89 Osean spida 0.22 0.11 
51 +382 above standard, 53.29 | 45.83 | 0.16 0.43 | Gee, | 0.08 
48 +16 above standard. 52.74 46.28 | 0.16 0.51 eat O05 
146 +7 above standard. 53.01 45.76 0.44 0.638 0.08 0.053 0.023 
63 +3 above standard.| 52.95 | 45.91 | 0.36 | 0.62 
106 —4 below standard 52.75 46.00 0.38 0.70 0.07 0.08 
127 —8_ below standard. 52.91 45.89 0.386 | 0.69 ae 0.14 
5 —17 below standard. | 52.85 | 45.90 | 0.36 | 0.73 0.13 
59 —24 below standard 51.98 47.03 0.23 0.62 0.22 
Mean... +9 above standard. 52.88 46.05 0.276 0.582 0.130 0.109 


A composite sample was made from Nos. 75, 87, 51, and 48 and the 
carbon determined was 0.22 per cent. Ina composite sample made from 
Nos. 146, 63, 106, 127, 5, and 59 the carbon was 0.07 per cent. 

In Table 5 are tabulated the mean of the analyses and checks given 
in Table 4, the weighted average of the analyses of melts C141-14, 


C141-15 and C148, with the average of all wire checks on those two melts 


q 
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and the average analyses of ladles Nos. 1 to 13 of melt C141 with the 
average of the checks made on test pieces from those ladles. 


Taste 5.—Mean of Analyses and Checks 


es. |) 


: Mean 
Copper, | Nickel Tron Man- ili - 
Mean from er Per Per ee Cagbo na Pree ies Tempers 
Cent. Cent. Cent. Gent Ceat. Cent. Cent. Error, 
| : Degrees F 
iablerateear sts 55.3. 52.88 46.05 0.276 0.582 0.130°| 0.109 0.026 +9 
C141 and Cl43......| 53.85 44.99 | 0.276 0.717 0.119 0.092 0.014 + 5.3 
Rel tOuES. ... 60.0 << 52.82 46.09 O223t 0.522 0.25 0.08 0.006 — 26 
| | } = > 
IWIN Ge eon eee 53.18 45.71 0.261 0.607 0.166 0.093 0.015 -—4 
—— i ri ara a ea a a eg | 


These averages represent 15,000 lb. of constantan, 26 analyses, ~ 
and 172 e.m.f. measurements and for that reason should show as closely 
as possible the relation between composition and electromotive force. 

Two-thirds of the wire resulting from melts C141 and C143, on which 
the average temperature error is +5.3° F., was acceptable and of 40,000 
lb. tested later, which was made to specifications estimated from the data 
taken, 25 per cent. was acceptable; that is, checked within + or +0.5 
millivolts of standard. From this it will be seen that it is possible to 


. obtain satisfactory thermocouple wire by selection if specifications are 


calculated from the experimental data. The reason it is not possible to 
get a larger per cent. is due to small unavoidable variations in impurities, 
such as iron from tools, or perhaps all the manganese does not go into 
solution or the silicon runs a little high, ete. 

From the tests on samples from melts C141 and C148 as cast and the 
finished wire it is shown conclusively that the mechanical working and 
annealing have no effect whatever on the thermal e.m.f. or chemical 
composition. To show the differences that may occur in e.m.f. calculated 
from the chemical analysis, a piece of No. 8 B. & S. gage wire 30 in. 
(76 cm.) long was carefully checked for thermal e.m.f. It was then 
flattened into strips, cut into small pieces, carefully sampled, and two of 
the samples sent to two good chemists. Their analyses and e.m.f. cal- 
culated from the data in each case are given in Table 6. 


TABLE 6 
é Man- i wy Calcu- iNetial 
Copper, Nickel, Tron, Carbon, Silicon, Sulfur, lated ctua 
Per Cent. |Per Cent. ne Cent. Doe Cont: Per Cent.| Per Cent. | Per Cent. eee E.m.f 
A 53.01 45.76 0.44 0.63 0.08 0.053 0.023 45.25 | 47.64 
B 62.75 46.30 0.25 0.45 0.08 0.08 0.04 47.63 | 47.64 
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The difference of iron and manganese reported in the two cases make a 
large difference in the e.m.f. so that the best that can be expected on a 
heat is to strike an average and be able to select from it material that will 
meet specifications. The calculated e.m.f. of the average of a number 
of heat analyses will come fairly close to the average of thermal e.m.f. 
checks, as can be seen by referring to Table 5. In general, it can usually 
be prophesied which of two melts will run lowest in e.m.f. and differences 
can be accounted for roughly but not exactly for the reasons stated above. 

Throughout the above investigation, The International Nickel Co. 
and the Electrical Alloys Co. showed the heartiest codperation and 
interest in the development of satisfactory thermocouple wire and ex- 
pressed a desire to assist in furnishing, wherever possible, an American 
product for American consumers. The writer wishes particularly to 
thank Dr. John F. Thompson of the International Nickel Co., Mr. 
F. V. Lindsley of the Electrical Alloys Co., and Prof. M. A. Hunter for 
their suggestions and assistance, which helped materially in concluding 
this investigation successfully. 
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Manufacture and Electrical Properties of Manganin 


BY F. E. BASH,* CH. B., PHILADELPHIA, PA. 


(Philadelphia Meeting, Septembef, 1919) 


Previous to the war, this country depended on Europe for its supply 
of a number of alloys of great importance in the manufacture of electrical 
apparatus and equipment. When this source was cut off shortly after 
the beginning of hostilities and the small stocks in the United States 
were exhausted, either inferior substitutes had to be used or the manufac- 
ture of the apparatus suspended. Since electrical equipment was of 
primary importance in the prosecution of the war, the substitutes had 
- to be used until the composition and processes of manufacture of the 
alloys could be determined. Included among these alloys was one gener- 
ally known as manganin, which is composed chiefly of copper and manga- 
nese and which, beside having a low-temperature coefficient of resistance, 
has a low thermal electromotive force against copper. These qualities 
make it valuable for the manufacture of electrical instruments and ma- 
chines in which it is used in the shape of wire, rod, and strip. 

As a result of these circumstances, an investigation was started to de- 
termine how manganin could be made on a commercial basis so that a 
product of uniform quality and the necessary electrical characteristics could : 
be produced. The object was to procure an alloy with temperature coeffi- 
cient of resistance not greater than + 1 X 10~° per ° C. and a thermal 
e.m.f. against copper no greater than that of the imported material. 

It is characteristic of manganin that the temperature-resistance 
curve is not a straight line but has a peak, which varies in position with 
different samples; it is most desirable, however, to have it at a tempera- 
ture of 25° C. if possible. The coefficients of manganin from all records 
available ranged from a large negative to a large positive value. The 
composition as reported by different authorities is given in Table 1. 
Prof. Matthew A. Hunter, of Rensselaer Polytechnic Institute, made up 
a number of small melts of manganin in a graphite crucible and the one 
that he reported as having the best coefficient gave the following analysis: 
Copper, 83.6 per cent.; nickel 2.5 per cent.; manganese, 13.6 per cent. ; 
iron, 0.3 per cent. An analysis of a sample of German manganin gave 
the following: Copper, 82.6 per cent.; nickel, 3.8 per cent.; manganese, 


12.8 per cent.; iron 0.7 per cent. 


* Research Engineer, Leeds & Northrup Co. 
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TaBLE 1.—Composition of Manganin 


Authority Poca | Per Cenk’ |) apetenses 
Ave EADY Sr rueikp teh teat nobis aug: 84 4 12 
Stanaard HangdWook sat. ccc deta ys oe eee i) 0g 5 30 
MOBEED Ce ss bss che «Ad aL citar 85 3 12 
1 Wite Peel eo aes Aiea are een ae ete oh aie 84 4 12 
INICHOIS Bee ak kes ooo oe eens Te ee eee 78.3 7.6 14.1 
NICHOLS ssa sirockae tical ab civ aisle Aaeietee aes 51.5 16.2 31.3 
PErrinlen Ae tsthh sees onisne en ee eee 70.0 5 25 
Pocrineuple taxis hen Mie fresh eid 2.0 SR es 65 5 30 
eussner-LANGCCKSr ~ o cames vetting eT 73 3) 24 
PAN GCC notre terete sires care Wate rea. Nee 84 4 12 
DOW Ar: doe k TOMIIN Ps ope chs. -sis cca cake eben ciate eter | 84 £ 12 
Mensener-Lindeck se... . cic as eer mee | 86 2 12 


Since it had been found from previous experience on other electrical 
alloys that small impurities often had a large effect on electrical proper- 
ties, it was decided to first make up a number of melts in the reducing 
atmosphere of the granulated-carbon resistor-type electric furnace and to 
use alundum crucibles in which to make the melts. Bars 3¢ in. (9.5 
mm.) square by 6 in. (15 cm.) long were cast in an iron mold and a pair 
of hand-operated rolls served to reduce them to a wire 0.1 in. square, 
in which form the alloys could very easily be tested for temperature coeffi- 
cient by the use of a Kelvin bridge. An electric wire resistor furnace 
was used for annealing work. The materials used were all as pure as 
could be obtained, electrolytic nickel and copper, Goldschmidt manga- 
nese, and iron 99.7 per cent. pure in the shape of fine wire. 

On carrying out preliminary experiments to determine the best method 
of annealing, it was found that prolonged heating at high temperatures 
materially affected the coefficient. Illuminating gas, carbon dioxide, 
vacuum, open air, and the quiet slightly oxidizing atmosphere of an 
electric wire resistor furnace were tried. The latter treatment was finally 
adopted as being simple and giving good results when temperatures of 
approximately 1500° F. were used. 

The first melt showed a peak, or point of maximum resistance, at 
15° C., which was too low although the coefficient was good. It was then 
decided to change the amount of iron and keep all the other elements 
constant, to determine if it would not be possible to shift the peak by 
varying the iron. A number of melts were made and the iron content 
varied from 0.2 to 2.0 per cent. Coefficient curves on each of the samples 
prepared showed that increasing iron content increased the temperature 
at which the peak occurred, but that more than 1.5 per cent. iron caused 
that temperature to decrease. Since 1.5 per cent. iron gave a peak at 
25° C. where it. was most desirable, that value was decided on and the for- 
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mula below adopted, since it gave the following coefficients; 15-30° C. + 
0.0000030 per 1° C.; 15-45° C. — 0.0000038 per 1°C. This alloy con- 
sisted of electrolytic copper 83.0 parts, nickel 2.5. parts, Goldschmidt 
manganese 14.0 parts, pure iron 1.5 parts; total, 101.00 parts. 

Melts of this composition were made up ina small graphite crucible to 
determine its effect but they were so brittle from the silicon picked up 
that it was impossible to roll them. The silicon also affects the electrical 
properties of the manganin even when presént in as small quantities as 
0.1 per cent. 

After sufficient data had been obtained in the electric furnace with the 
small crucibles, which only held 100 gm., a number of 25-lb. (11-kg.) 
melts were made in a gas-fired furnace in different kinds of crucibles in 
an effort to reproduce the results of the small melts on a larger scale. 
Clay, sand, and graphite crucibles were tried, but they distorted the 
temperature-resistance curve by adding silicon, and, with the exception 
of the graphite, were all badly cut at the metal line by the charcoal used 
to keep the metal reduced. Alundum crucibles could not be obtained 
and would have been too expensive anyway, so a graphite crucible was 
lined with magnesia and a melt made. This proved to be practically 
an exact reproduction in electrical properties of the 100-gm. melt made 
in alundum and four successive heats gave the same results. It was 
concluded that it would be practical to repeat results if the proper pre- 
cautions were taken and no injurious impurities such as silicon intro- 
duced into the metal. The only objection to melting in magnesia-lined 
crucibles is that the lining does not adhere readily to the graphite and 
shrinks away to such an extent that it has to be repaired after each melt, 
although that is not a particularly difficult or lengthy process. 

Later, a graphite crucible was tried which was lined with alumina 
mixed with kaolin but very poor results were obtained. 

The melting practice followed in these tests was as follows: The 
copper and nickel were charged at the same time and, after melting, 
the metal was covered with charcoal. The manganese was divided into 
two portions which were carefully stirred in with an iron rod, enough 
time being allowed for the first portion to melt before the second portion 
was added. Care was also taken not to let the iron rod get so hot that 
it would dissolve. The metal was then allowed to heat up, after which 
the iron was added as fine wire or very thin sheet cut into small 
pieces and thoroughly stirred in. After time was allowed for the iron 
to dissolve, the metal was deoxidized with magnesium by tying pieces 
of it to an iron rod with copper wire and plunging it to the bottom of the 
crucible containing the manganin. The amount of magnesium used was 
0.1 per cent. by weight of the charge. After deoxidizing, the metal was 
immediately poured into iron molds. Careful deoxidation is very essen- 
tial as a small amount of oxygen has a great effect on its electrical proper- 
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ties.’ This may possibly be due to the fact that 0.4 per cent. of oxygen 


forms an eutectic with copper. 


To further determine if manganin with the above-specified electrical 


properties could be duplicated, instructions for making it were given to a 
metal manufacturer; which resulted in his making some excellent material 
with the proper coefficient in both wire and rod form. 

It is thought by some users of manganin that it can be made in almost 
any manner with a large variation in composition but that the mechanical 
working will have a great effect on its temperature coefficient. This is 
not true in regard to the composition and melting or in regard to the 
working if the proper precautions are taken. When manganin is annealed 
in an oxidizing atmosphere, the manganese on its surface selectively ox1- 
dizes and leaves a highly conducting film or sheath of copper. If the 
material is in the form of wire, the copper on its surface, which is a very 
much better conductor than manganin, carries an appreciable percentage 
of the-electrical current. Copper having a high positive temperature 
coefficient makes the coefficient of the wire positive. If now that wire 
is dipped into acid for a few seconds, the copper sheath dissolves and the 
wire has the same coefficient as before. If instead of pickling, the wire 
is drawn through a die, some of the outside coating is scraped off and 
tends to make the coefficient less positive so that different results will 
_be obtained when the wire is not pickled. 

To determine the effect of working, the coefficient of a bar was taken 
as it was cast. The bar was then drawn down to 0.002 in. (0.05 mm.) 
diameter and retested; the coefficient of the wire was found to be the 
same as that of the bar. 

A wire made from one of the experimental melts and a German made 
wire tested for thermal e.m.f. against copper gave the following results: 


AVERAGE THERMAL FE.M.F. FROM 0 To 100° C. 


VoLTs PER DEGREE C, 
Tm pOrveds Warman. tte eui l peptete. Mile mene Ae or) GA Sh <1’ 
ATM ORIG ATA WiALO ir. o-sgecerotyahe come Ati ica semanas es thet ACC eee OLOm xml Ome 


-It is very desirable that a resistance material used for shunts and coils 
have a low thermal e.m.f. against copper; from the above it can be seen 
that the American wire has less than one-half the e.m.f. of the imported 
wire. 

SuMMARY OF RESULTS 


In the following when “coefficient” is spoken of, the temperature 
coefficient of resistance between 15° and 30° C. is meant. As before 
stated, it is a characteristic.of manganin that the temperature resistance 
curve has a point of maximum resistance. For good material, the slope 
of the curve on both sides of the maximum is small and for poor material 
the slope is steep. 


: 
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1. Effect of constituents on temperature coefficient of resistance. 


‘Small variations in manganese content do not materially affect the coefhi- 


cient. It causes a change in resistivity and tends to make the coeffi- — 
cient more negative. 

_ No experiments were made with varying nickel content although the 
writer has taken the coefficient of one sample, which had the following 
analysis: Copper, 84.06 per cent.; iron, 0.71 per cent.; manganese, 14.76 
per cent.; silicon, 0.47 per cent. This material had a good coefficient 
but would probably be hard to reproduce due to variation in silicon. 

The effect of iron is very marked. It will shift the point of maximum 
resistance and will make the coefficient more negative if added in too | 
large quantities. 

Silicon is such a varying factor that it cannot be controlled and allowed 
for. If uniform results are desired, it is better to keep it out altogether. | 
Its effect is to make the slope of the temperature resistance curve greater 
and, in general, to make the coefficient more negative. 

Oxygen has a very marked effect on the coefficient and tends to make 
it strongly positive. 

Carbon appears to have no effect on the coefficient and tends to reduce 
oxides. 

2. Clay-graphite crucibles add silicon and for that reason are undesir- 
able. Clay crucibles are undesirable for the same reason. Alundum 
crucibles are satisfactory but expensive. Magnesia or magnesia-lined 
graphite crucibles are entirely satisfactory. 

3. Annealing in vacuum gives good results but is unnecessary. 
Annealing in COz gives good results. Annealing in open air causes oxida- 
tion of manganese and increases the temperature coefficient. Annealing 
in an electric wire resistor furnace is simple and gives good results. Any 
annealing where oxygen is present necessitates pickling afterward to 
restore the temperature coefficient. It is only necessary to anneal a 
few minutes at 1500° F. to produce proper results. 

4, Electrolytic copper is easily obtained and is most desirable to use. 
Electrolytic nickel is most desirable but if the iron content of shot nickel 
is allowed for it can be safely used. Goldschmidt manganese is most 
desirable as it has a low percentage of silicon and high manganese 
content. 

5. Successive melts show that electrical properties can be reproduced 
if reasonable care is exercised. Silicon and oxygen must be kept as 
low as possible. A coefficient better than the best imported manganin 
may be obtained and can be reproduced in wire, bar, or sheet form. 
The thermal e.m.f. against copper of the manganin made is less than one- 
half that of the imported material. Hard drawing does not materially 
affect the coefficient but the manganin must be aged at a low temperature 
to take out strains before using or the resistance will not remain constant. 
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In Fig. 1 are shown the temperature-resistance curves of various samples 
of manganin. -F is a sample of the best German manganin. 18 and 3 


are curves showing samples strongly positive and negative in coefficient. 


9 is a curve of a 50-gm. melt made in the electric furnace and 19 is a 
curve of a 25-lb. melt made in a gas furnace. It is possible to make man- 
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ganin of varying compositions and still have a good coefficient but to 
make an alloy of which the electrical properties can be reproduced with 
assurance, the variable elements such as silicon must be eliminated. 

In conclusion the writer wishes to thank Dr. Matthew A. Hunter and 
Dr. F. E. Carter for their cooperation and suggestions. 


DISCUSSION 


F. Wenner,* Washington, D. C. (written discussion).—For electrical 
measuring instruments, especially those types that involve the Wheat- 
stone bridge or potentiometer principle and standards of electrical resist- 
ance, there has been, for a considerable time, a need for better resistance 
materials. For a satisfactory resistance material, much depends on the 
purposes for which it is to be used. For potentiometers and Wheatstone 
bridges, such as are in more or less general use, and the more common 
forms of résistance standards, a good quality of manganin answers fairly 
well. However, it should not be presumed that manganin is considered 


* Associate Physicist, Bureau of Standards, 
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ideal for the purpose, for in measuring instruments and resistance stand- 
ards, there is still much to be desired. An experience of more than 10 
years in the study of the resistance standards and resistance apparatus 
shows that manganin resistances change with time in a way that is very 
annoying and the maintenance of the unit of resistance to the desired 
accuracy requires an excessive amount of work or may be said to be prac- 
tically impossible. The changes in resistance are generally most rapid 
and erratic in resistances of very low andrvery high values. In resist- 
ances of low value, the resistance material is often in the form of thin 
sheets so that the surface is large and usually more or less unprotected 
from the atmosphere, or the oil in the case of oil-immersed standards. 
In resistances of high value, the resistance material is in the form of fine 
wire and, therefore, the surface is large compared with the cross-section. 
In resistances of medium value, the surface is less, compared with the 
cross-section, or better protected, usually by a silk wrapping impregnated 
with shellac. This suggests that one of the difficulties with. manganin is 
slow surface action or oxidation, even when an effort has been made to 
protect the surface from such action However, the changes observed 
cannot all be accounted for on this basis. There are, presumably, also 
some internal changes in the resistance material even when it has been 
annealed. Further, the changes in manganin resistances seem to be more 
or less independent of its electrical properties. In other respects, too, 
manganin is not ideal. 

What is desired is a material having an electrical resistance or resis- 
tivity that will remain constant with time to the highest possible degree; 
a high resistance to surface action or oxidation; high resistivity; a very 
small resistance-temperature coefficient; very small thermoelectromotive 
force against copper; good mechanical properties, so that it can be easily 
drawn or rolled, silver soldered or brazed, and wound in coils even when in 
the form of very fine wire; and cost of producing which is not excessive. 
Of course no one material can possess all of these properties to the 
extent desired; one or more of them must be sacrificed to get more nearly 
what is desired of another. A good quality of manganin possesses most 
of these properties to a remarkable degree. However, other alloys may 
be found that possess many of these properties to a greater degree. 

In a number of resistance standards the resistance material has the 
following composition: Copper, 84.2 per cent.; aluminum, 4.2 per cent.; 
manganese, 11.5 per cent.; nickel, trace; iron, trace. This, it will be 
observed, is similar to manganin except that the nickel is replaced by 
aluminum. In so far as the resistivity and temperature-resistance 
coefficient are concerned, this material is practically the equivalent of 
manganin. The thermoelectromotive force against copper is less than 
that of manganin against copper. The value we have found using differ- 
ent lots of the material is about 0.3 microvolt per degree centigrade, 
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which is only about 0.1 as large as for the best of the manganin. This 
material is, therefore, considerably better than manganin in this respect. 
which is an important one where the resistance is of very low value. 
Mechanically, this material is considerably better than manganin. Our 
observations on the constancy of the resistance are not very conclusive, 
since during the past few years this work has not received the attention 
it would have received under normal conditions. However, the indi- 
cations are that the standards in which this material was used are as 
reliable as those in which manganin was used. There is, therefore, every 
reason to think that this alloy constitutes a very promising field for 
investigation. 

An alloy of gold and palladium (about 60 per cent. gold and 40 per 
cent. palladium) has fairly good electric properties and there is a possi- 
bility that for resistances made from extremely fine wire it may prove 
superior to any of the alloys that have been used for this purpose. At any 
rate, we would expect the surface action to be much less than for man- 
ganin or similar alloys. 

For certain types of resistances, some consider an alloy of nickel and 
copper, which might be classed as constantan, better than manganin. 
An investigation of this alloy from the standpoint of its resistance prop- 
erties might lead to the development of a better material] for use in the 
construction of high resistances and resistances to be used with alter- 
nating current. 

The work done by Mr. Bash is of very great importance to all con- 
cerned in the use of resistance material and is, no doubt, of equal im- 
portance to those concerned in making other alloys of a definite and uni- 
form composition. However, we should not presume that all that is 
desired in the production of electrical resistance material has been done. 
There is need for similar work with other alloys and the development of 
new alloys which will possess some or all of the properties mentioned to 
a greater degree than does manganin. There is, therefore, plenty of 
room for more work along this line. Finally, the proof of the real quality 
of any of these alloys is the constancy of the resistances constructed from 
them; in the case of good alloys, this requires a series of measurements 
extending over several years. 


I. G. Smiru, Waterbury, Conn.—I would like to ask whether small 
amounts of iron give the maximum resistance at a low temperature, and 
if the large amounts of iron raise the temperature at which the maximum 
resistance occurs? That is, with a small amount of iron, will a maximum 
be at, say, 10°? 


F. E. BasH.—With the small amount of iron, the maximum is at a 
lower temperature, and with the increase of iron, the maximum increases; 
it seems to come to a maximum and then decrease; that is, increasing 
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the iron up to a certain value incréases the temperature at which there 
is a maximum of resistance, and any increase of iron beyond that value 
will start decreasing this temperature.. With 2 per cent. of iron, the 
maximum is lower than for 1.5 per cent. which was the value that we 
found to be satisfactory. 


_ F.L. Driver,* Jr., Harrison, N. J.—I would like to ask what chance 
- there is of the instrument companies getting together and deciding on 
standards for both manganin and constantan? We make both of these 
alloys in this country and we find that each one of the instrument com- 
panies who buy these materials require different standards of specific 
electrical resistance and thermal e.m.f. For instance, some of our cus- 
tomers require an electrical resistance in manganin or therlo of 240 ohms 
per circular mil foot and others require it with a specific electrical resis- 
tance of 270 ohms per circular mil foot. They buy these alloys in relatively 
small quantities so that it means much extra melting and supervision 
when making up small quantities for each consumer. If something could 
be done to eliminate this, it would be a benefit to the instrument com- 
panies, who could secure their material more cheaply, and to the manu- 
facturers, who would not have to spend so much time and effort in special 
manufacturing. | 


F. E. Basu—Nothing has been done to standardize these metals, 
though I see no reason why something could not be decided upon in 
that respect. The specific resistance can be varied by varying the 
amount of manganese in the material, and so far as resistance is con- 
cerned we are primarily interested in having the proper temperature 
coefficient, but the lower the specific resistance, the more wire it 1s nec- 
essary to put on our spool, so that we are also interested in having a high 
specific resistance. The value that we prefer is 250 ohms per mil foot. 


Tur Cuarrman (W. H. Basserr, Waterbury Conn.).—Have you 
investigated any manganin that contained no nickel? 


F. E. Basu.—Only in one case; that sample had a very good coeffi- 
cient. I think that you can get a good coefficient by a number of 
formulas; we started with values found in some handbooks and experi- 
mented with them until we found a good one. As it was very important 
that we produce the wire in a hurry, we could not take the time to 
experiment extensively. If we had had the time, we could have gone 
very much more deeply into the subject, but we carried it just far 
enough to get a good coefficient and let it go at that. 


*Third Vice-President, Driver-Harris Co. 
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Heat Treatment of Aluminum-alloy Castings* 


BY ZAY JEFFRIES,} D. SC. AND W. A. GIBSON,{ M. E., CLEVELAND, OHIO 


(Philadelphia Meeting, September, 1919) 


fv has been known for a number of years that certain aluminum alloys 
could be hardened by quenching from a temperature of about 500° C. 
Immediately after quenching the total increase in hardness is not marked, 
but the hardness increases gradually so that after about 4 days, it has 
reached a maximum. The actual increase in hardness probably con- 
tinues for weeks or even months, but in order to detect the differences 
after 4 days, it is necessary to make tests at rather long intervals. So 
far as is known to the authors, Alfred Wilm was the first to discover these 
properties in aluminum alloys.!_ The aluminum-copper alloys are amena- 
ble to this treatment and the addition of magnesium makes the heat- 
treatment effect more pronounced. : 

Until recently heat treatment of aluminum alloys has been confined 
to the worked alloys in the form of sheet or extruded products. The alloy 
that has been most used in this connection is known commercially as 
duralumin and has about the following composition: copper not exceed- 
ing, 6 per cent.; magnesium not exceeding, 2 per cent.; manganese not 
exceeding, 1 per cent.; commercial aluminum,? balance. 

A typically good alloy in this range consists of: copper, 4 per cent. ; 
magnesium, 0.5 per cent.; manganese, 1 per cent.; commercial aluminum, 
balance. This alloy can be rolled into sheets or extruded; and in this 
condition it can be heated in the ordinary furnace atmosphere to a tem- 
perature near 500° C. and quenched in water. After about 4 days it 
will have the following physical properties: tensile strength 55,000 
to 60,000 Ib. per sq. in. (3866 to 4218 kg. per sq. em.); elongation in 
2 in., 15 to 20 per cent. No harmful effects of the furnace gases or even 
the air, if the heating is effected in anelectric f urnace in an air atmosphere, 


*A Contribution from Lynite Laboratories of The Aluminum Castings Co. 

t Director of Research, Aluminum Castings Co. 

f Engineer of Tests, Aluminum Castings Co. 

1 Metallographic Investigations of Aluminum Alloys Containing Magnesium. 
Metallurgie (1911) 8, 225. 

* The commercial aluminum at present available always contains silicon and iron 
and consequently these elements will be present in the alloy usually not exceeding 
0.5 per cent. each. ; 
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_ have been noticed. Also, no deterioration in properties can be detected 
from the use of water for the quenching medium. 
. The heat treatment of aluminum-alloy castings presents a problem 
not found in sheet and extruded products. These products, due to the 
mechanical working, are practically free from porosity and hence the 
furnace gases, on the one hand, cannot easily gain access to the interior 
of the metal and thus produce oxidation within the metal, nor can water, 
used as._a quenching medium, gain access t6 the interior and cause the 
ordinary chemical reaction known to take place between water and 
aluminum, namely, 3H.O + Al— Al (OH); + 8H. It is true that this 
reaction is not violent at room temperature nor even in boiling water, 
but the reaction nevertheless takes place’and breaks down the metallic 
aluminum and, hence, deteriorates the product. 

Nearly all aluminum-alloy castings, on the other hand, are more or less 
porous. The porosity in some castings is not marked at room temperature 
even when tested under considerable hydraulic pressure. On the other 
hand, gases, especially at high temperature, permeate these castings 
with comparative ease. Since these gases are usually oxidizing, the alu- 
minum is oxidized from many microscopic cavities in the interior of the 
casting. Not only is the oxidation caused in this manner undesirable, 
but when such a casting is quenched in water, the chemical reaction be- 
tween water and aluminum further oxidizes the metal. 

The result of heating a casting in the ordinary furnace atmosphere 
and quenching in water varies, therefore, with the degree of soundness 
of the casting prior to heat treatment. An exceptionally sound casting 
will receive the maximum benefit, whereas a porous casting will be made 
worse by heat treatment. As a general tendency, therefore, we may say 
that of a given group of castings varying in degree of porosity, there 
will be a greater degree of uniformity of tensile properties before heat 
treatment than after heat treatment. The relatively non-porous castings 
will be improved by heat treatment, whereas the more porous will be 
made worse and thus the uniformity will be impaired. Unless, therefore, 
a heat-treatment process can be obtained that produces uniform proper- 
ties, its application to ordinary aluminum-alloy sand castings cannot be 
of commercial value. Such a process has been worked out. It consists 
in heating the castings in a bath of fused sodium nitrate and potassium 
nitrate followed by quenching in oil. This process renders it impossible 
for excessive oxidation to take place during either heating or quenching. 


RESULTS WITH WATER QUENCHING 


A sand casting is usually more porous than a permanent-mold casting 
and hence we would expect greater non-uniformity in heat-treated sand 
castings than in heat-treated permanent-mold castings. The following 
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experiments were reported by G. D. Welty? on the heat treatment of 
permanent-mold castings. 
aluminum, 95.65 per cent.; copper, 3.75 per cent.; manganese, 0.8 per 
cent.; magnesium, 0.8 per cent. 

The treatments were as follows: 


Group A—Held at 420° C. for 1 hr. and quenched in water at 20° C. 
Group B—Held at 485° C. for 1 hr. and quenched in water at 20° C. 
Group C—Held at 520° C. for 1 hr. and quenched in water at 20° C. 
Group D—Held at 620° C. for 15 min. and quenched in water at 20° C. 
- Group E—Held at 620° C. for 15min. and quenched in water at 20° C. 
then reheated to 350° C. for 1 hr. and quenched in water at 20° C, 


The original castings were in the form of 3-in. (7.6-cm.) shrapnel fuse 
bodies, from which test bars 0.210 in. 
34 in. (19 mm.) between punch marks, were machined. The results are 
given in Tables 1, 2, and 3. Groups D and E were so badly flawed from 
high-temperature quenching as to make tensile tests worthless. 


The analysis of the alloy was: commercial 


(5.5 mm.) diameter and 


TasLe 1.—Results of Tests on Samples in Group A 
7 = TP eT i Maa ie a 


alimate uieetio Sa qrtnee | ae mar 
th, Fis td ee Pag t, te 
Bar No. ioe ee llongatiog Bar No. toe Lb: hee  Romeaan 
Sq. In. Sq. In. Sq. In. Sq. In. 
1 32,000 | 26,800 o°7 5 | 32,700 | 26,900 a7 
2 28,800 | 25,850 | 2.7 6 34,200 | 27,700 2.7 
3 34,600 | 25,600 2.7 if 32,300 | 26,200 | yAET f 
A 30,350 | 27,000 Qk 8 | 32,800 | 26,000 | 2.7 


7 —_ | i i L 


TABLE 2.—Group B. 


TaBLE 3.—Group C. 


Ultimate 


Bar No. Strength, Lb. 
per Sq. In. 
| 34,350 
2 29,400 
3 41,800 
4 28,800 
5 41,300 
6 21,700 
iG 25,800 
8 32,500 


| 


| 


Ultimate 


irre Bar No. pity yn 
2.7 1 38,000 
2.7 2 41,800 
2.7 3 32,000 
2.7 4 | 37,000 
2.7 5 | 47,000 
2.7 6 35,600 
2.7 Tot eh) 
2.7 8 43.000 


Per Cent., 
Elongation 


SIO. 2 Oo Sores 


It will be noted that the samples quenched from 420° C., namely, 
Group A, were quite uniform but the tensile strength was not increased 
ot any great extent. The castings, before heat treatment, would average 


* Thesis, Case School of Applied Science, May, 1917. 
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about the same as Group A. The samples in Group B were very erratic 
while those in C are about as uniform as could be expected, with the 
exception of bar 3. The samples were all heated in an electric furnace 
in the furnace atmosphere, which in this case was ordinary air. 

Table 4 gives the results of tensile tests on sand-cast test bars of an 
alloy containing: commercial aluminum, 91.55 per cent.; copper, 8 per 
cent.; iron, 0.3 per cent.; magnesium, 0.25 per cent. These bars were 
heated in an electric furnace at 500° C. in*air atmosphere for 1 hr. and 


TaBLE 4.—Results of Tensile Tests on Sand-cast Bars 


Bar No. Leese te, |g Same lr cernatn, | Bar Neu. tp ces 

1 17,720 8 32,100 15 27,600 
2 | 24,450 9 26,950 16 30,750 
3 24,400 10 25,900 17 21,450 
4 | 36,400 11 34,050 18 29,800 
5 | 16,600 12 21,600 19 21,250 
6 21,250 13 | 23,300 20 26,600 
7 | 25-200 14 18,700 


quenched in water. The tensile results vary from 34,050 lb. per sq. in. to 
16,600 Ib. per sq. in. (2400 kg. per sq. em. to 1167 kg. per sq. cm.), and 
the average was 25,303 lb. per sq. in. (1778 kg. per sq. cm.). The average 
of ten bars without heat treatment was 25,500 lb. per sq. in., the minimum 
being 24,000 Ib. per sq. in. and the maximum 28,000 lb. per sq. in. It 
will thus be seen that the average was slightly lowered by heat treatment 
and the maximum was increased and the minimum was decreased. With 
this particular treatment, therefore, the castings would have been less uni- 
form after heat treatment than before. 

Table 5 gives the results of sand-cast test bars of Sample 916. The 
analysis of this heat was as follows: commerical aluminum, 94.5 per 
cent.; copper, 4.5 per cent. ; iron, 1 per cent. All the remaining test 
bars reported in this paper were cast in green sand in the form recom- 
mended by the American Society for Testing Materials—0.505 in. 
(12.8 cm.) in diameter with 2in. (5 em.) between punch marks, The ends 
of the bars were threaded before testing, but the test portions of the bars 
were not machined. The bars were heated to 500° C. for 1 hr. in a niter 
bath, quenched in boiling water, and left in the boiling water for 1 hour. 

Tables 6, 7, and 8 give the results of heat treatment of test bars from 
the same lot as Table 5 after heating for 1 hr. ina bath of niter and quench- 
ing in fish oil. Table 6 gives the results of quenching in fish oil and heat- 
ing for 1 hr. at 100°C. in Crisco. Table 7 gives the results of heating 
for 1 hr. at 150° C. in Crisco after quenching in fish oil. Table 8 gives 
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TABLE 5 
Yield Break * 
Bar Stress, Stress, Per Cent., 
No. Lb. per Lb. per | Elongation 
Sq. In. §q. In. 
1 5042 20,420 2.0 
2 6322 19,950 | 2.0 
3 7340 25,500 | 5.0 
4 6920 27,100 5.5 
5 7250 26,100 6.5 
6 6930 25,200 6.0 
7 6930 24,900 5.5 
8 6570 22,700 5.25 
9 7180 26,000 5.5 
10 6580 23,800 4.75 
11 6940 25,300 6.0 
12 6780 24,100 4.0 
Aver- 
age.) 6730 24,250 4.8 


TABLE. 6 


Break 


Bar No. fh wet anoraarioe 

Sq. Kai 

1 5480 26,130 | 6.5 

2 5740 | 23,800 | 5.0 

3 6000 25,500 | 6.0 

4 6690 25,400 | 6.5 

5 6590 | 27,400 | 5.5 

6 6450 25,800 | 6.0 

7 6655 | 25,710 | 6.0 

8 6542 24,180 | 4.0 

; 9 6500 25,500 5.5 
10 7150 25,780 

11 6700 | 24,820 | 5.5 

12 | 6346 | 23,540 | 4.35 

Average.| 6400 | 24,984 5.1 

| | 


results of heating for 1 hr. at 200° C. in Crisco after quenching in fish 
oil. Table 9 gives the tensile properties of sand-cast test bars of the 
same lot as Tables 5, 6, 7, and 8, as cast. 

The idea of quenching the samples in boiling water and leaving in 
boiling water for 1 hr. was first communicated to the writers by Dr. E. 
Blough of the Aluminum Co. of America, New Kensington, Pa. The 


Oo 


Or Or EE OD 
feo 0S) Waal (Ni 


oF OOD Oo 
oacd ct 


| Per Cent. 
| Elongation 


ae 


or 


TABLE 7 
Yield Break 
Bar Stress, Stress, 
No. Lb. per | b. per 
Sq. In. Sq. In. 
1 | 6798 | 25,440 
2 | 6230 | 24,240 
3.) 6570- | 24,280 
4 | 6500 | 24,930 
5 | 6970 | 25,620 
6 | 6550 | 24,640 
ff 6560 24,150 
8 | 6930 | 25,650 
9 | 6300 | 24,680 
10 | 6350 | 24,000 
11 6290 24,200 
12 ; 6290 24,200 
Aver- 


age..| 6529 24,669 5.5 


| 
| 
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Average.. 


TABLE 8 
Yield Break 
Stress Stress, | 
|" Lb. per | Lb. per | 
| Sq. In Sq. In. 
| | 
els LO) 24,700 
| . 5720 25,800 
5870 25,900 
5940 25,510 
5500 | 24,920 
5760 25,710 
5780 26,000 
5185 23,700 
5500 23,980 
| 5670 | 24,590 
| 5940 | 24,410 
| 6010 | 24,580 
5700 25,370 


Per Cent., 
Elongation 
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, +. TABLE 9 : 
oe ee ere 
Yield Point, Break §S Y “ 
Bees, Lb. per Bal th | Lib. pet Saha imiougance 
1 5918 22,820 4.0 
2 6000 22,600 4.0 
3 6020 22,900 4.6 
4 6519 3,720 6.0 
5 6740 3,250 3.5 
6 6780 22,980 4.0 
7 6710 22,300 4.25 
8 6810 ‘| 23,730 5.75 
9 7060 © 25,120 5.5 
10 6899 —- 22,110 4.0 
11 6590 22,500 4.5 
ix» 6410 —-22,030 | 4.5 
rvnraventen ai; <.. c. | 6501 | 23,005 4.60 


TaBLEe 10.—Numbers and Analysis of Samples 


Bar No. | Per Gen ent. | Per Coat | Por Gent. Ditersen bas eae 
910 2.84 | 0.36 | 0.23 Balance 
911 2.99 | Vie alte: | 0.21 Balance 
912 Ape | pbdO 0:24 | Balance 
913 3.36 1.64 0.26 Balance 
914 4.07 0.42 0.24 | Balance 
915 4.15 0.60 0.60 Balance 
916 4.5 1.48 0.35 Balance 
917 4.3 Dd 0.22 Balance 
918 4.88 0.38 0.24 Balance 
919 5.18 0.81 0.29 Balance 
920 5.42 1.39 0.25 Balance 
921 aa) 1.58 0.31 Balance 
922 6.0 | 0.39 0.26 | Balance 
923 6.24 | 0.68 0.21 Balance 
924 GezOe |. ylgos 0270 | Balance 
925 Gina 1.86 | 0.31 Balance 
955 7.47 Ones: } Osh Balance 
962 Tee tie 501,88 | 0.30 Balance 
970 8.56 | 0.838 | 0.35 

eS 


object is to hasten the aging effect. The aging for 1 hr. at 100° C. is 
about as effective as aging for 4 days at room temperature; higher tem- 
peratures than 100° C. will effect aging more quickly. The quantitative 


eee | 4.4 6.5 3.0 
Tietteestel.. “910 22,880 5.0 | 25,930, 6.0 22,600, 4.0 — 
Aneect..........| 911 | 210} 6.3 ) 22,270 7.0 12,230: 5.5 
Heat treated..... 911 23,850 7.3 | 25,010 8.0 22,550) 6.5 
7 912 22362 62 2660 7.8 19,700 4.5 
Hest treated... - Fen 25.274 7.0 25,680 7.8 24,930) 6.5 
~As-cant......-.-. 913° «24,060 5.8 ) 24680 6.5 23,410 5.0 
Heat treated...... 913 22,792, 5.9 24,730 8.5 17,520) 2.0 
Siethio:---.-. 914 15,640) 2.5 16220 2.5 15,210) 2.5 
Heat treated...... 914 20,242 3.8 21,700 4.0 17,860| 3.0 

d Sauk... -: 915 17,358 3.3 18810 4.0 | 15,080; 3.0 

> Heattrested..... 915 22514 3.8 23990 4.5 21,020) 3.5 
a 916 623,005 46 25120 6.0 22,030 3.5 

; Hestirested..... 916 24669 5.5 25,650 6.0 24000) 4.5 
Ag east.......... 917 21856 4.4 22950 5.5 | 21,250) 3.5 
Heattrested..... 917 24,888 5.1 25,680 6.0 ° 23350) 4.5 
As cast.......... 918 17,866 2.6 18570 3.0 16,670; 2.5 
Heattrested..... 918 20,641 1.9 23,650 3.3 18,750) 1.0 
yy, . 919 19307 3.0 19,730 3.0 18,850 3.0 
Heat treated...... 919 24990 4.1 26,890 5.0 23,650 3.5 
i eee 920 20,103 3.3 21,110 4.0 19,600 3.0 
Heat treated...... 920 25,015 3.5 27,380 5.0 22,200! 3.0 
oT 921 19606 2.9 20820 3.0 18,820; 2.5 - 
Heat treated... 921 26091 2.9 28600 3.0 23660! 2.5 
(Bae ae a2 | 23,188) 3.3 | 25,350) 3.5 | 21200) 2.5 
Heat treated... 922 25,500 3.9 26900 5.0 24050) 3.5 
An cask... ....... 923 19438 2.2 20,020 2.3 19,020 2.0 
Heat treated...... 923 25,710 2.3 | 27,500 2.5 24,200! 1.3 
As east.......... 924 20,776 2.4 | 21,700 3.0 18,100 2.0 
Heat treated...... 924 27,768 2.3 29610 2.5 22,930. 1.5 
As east. ......-... 925 22486 2.6 23300, 3.0 21,820) 2.5 
Heat treated...... 925 25,016 3.4 | 25,910 4.0 | 23,050; 3.0 
As east... ...--.. 955 19,582 1.6 20,990 2.5 17,920 1.3 
Heat treated...... 955 23,066 2.7 24,300 3.0 20,210 1.0 
As cast.......... 2 21181 1.3 21,840 1.5 20,050 1.0 
Heat trested......, 962 25,562 1.3 26,210 1.8 | 24,700; 0.5 
As east... ...-..- 970 25,619 0.7 27,770 11.0 24,320; 0.5 
Heat treated... . 970 28383 1.1 29,020, 1.5 | 27,780! 0.5 


effect of these temperatures has recently been treated by Mericat and 
others. 


+P. D. Meriea, R. G. Waltenberg, and H. Scott: Heat Treatment and Con- 
stitution of Duralumin, this volume. 
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Tables 5 to 9 show that heating in a bath of niter and quenching in 
oil gives uniform results. Not only are the results uniform, but an 
increase in tensile strength and elongation is effected. The increase in 
this particular alloy is not very marked, but the results given below will 
indicate the degree of improvement in alloys of a different chem- 
ical composition. 

A series of alloys was made up not only to test the amenability to heat 
treatment, but to test the properties of the alloys themselves in the cast 
condition. To conserve space, the average tensile strength of five bars 
is recorded and a maximum and minimum indicated to show the degree of 
uniformity. Table 10 gives thelist of samples, together with the chemical 
analysis. 

Table 11 shows the physical properties of these alloys, together with 
the effect of heat treatment. In all cases samples were heated for 1 
hr. in a bath of niter and quenched in fish oil and then heated for 1 
hr. at a temperature of 150° C. in Crsico. 

From the results given in Table 11, it is evident that the particular 
heat treatment used not only improved the desirable properties of these 
alloys, but the degree of uniformity in the heat-treated bars is sufficient 
for commercial product. In many cases the heat-treated bars show 
more uniform results than the bars as cast. Note particularly Samples 
911, 912, 915, 916, 922, 925, and 970. 


TaBLE 12.—Numbers and Analysis of Samples 
Pe lees Ore | Suente ete i gS are a ee 


Bar No. Copper, Iron, Silicon, | Magnesium, Aluminum, by ! 

Per Cent. Per Cent. Per Cent. | Per Cent. Difference, Per Cent. 
983 6.26 0.41 0.33 Natal os feah aes | Balance 
984 6.03 0.85 Oeste +S. Balance 
985 5.72 1.29 0.30 | a eae Balance 
986 2.94 1.22 0.31 WAL ss, eck Balance 
987 3207 1.25 0.32 0.125 Balance 
988 2.97 1.26 0.36 | 0,25 Balance 
989 3.33 1.32 0.38 0.50 | Balance 
990 4.88 0.83 | 0.30 ah, orca | Balance 
991 4.65 (sede ei0 83 ae 00S eas Balance 
992 4.99 0.85 | 0.29 | 0.10 Balance 
993 4.57 0.84 0.29 | 0.20 Balance 

J et ee eee ee See ee 


Errect or Varyinc Macnesium, Copprer, AND IRON ON Heat TREAT- 
MENT OF ALUMINUM ALLOYS 

Table 12 shows the composition of the alloys used. Table 13 shows 

the physical properties of these alloys, together with the relation between 

the properties of the cast and heat-treated samples. Tables 14 and 15 

show the analysis and results respectively when copper and iron are main- 

tained approximately constant and magnesium is varied up to 1.6 per cent, 
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TasLEe 13. 
: ' i Maximum Minimum 
Average rs 
cand Een ber Cone, Break Break 
Lb. per | Elongation Stress, | Per Cent., Stress, | Per Cent., 
Sq. In Lb. per | Elongation! Lb. per. | Elongation 
Sq. In Sq. In. 

As Cast....0 0.0. 988 | 21,310; 2:73 | 22,550] 3.0 | 19,760; 2:0 
Heat treated..... 983 25,819 1.8 27,000 2.5 24,490 Lap 
INEW CENA ao eee 984 |. 20,104 255 20,350 | 3.0 19,340 2.0 
Heat treated..... 984 25,406 2.3 / 26,290' 3.0 24,380 2.0 
ASTCASL Yours feels 985 22,029 2.4 | 22,520 2.8 21,400 | * 2.0 
Heat treated..... 985 | 27,539 2.9 28,870 ie. 26,300 2.5 
AS CAS bape odyauas one 986 23,864 w20 24,500 8.0 | 22,170 5.5 
Heat treated..... 986 |. 24,698 cat 25,400 9.0 | 23,680 6.5 
IAS ICAS bene he. tens 987 25,595 3.18 | 28,000 3.5 22,650 2.0 
Heat treated..... 987 28,459 3.9 30,060}. 5.5 21,000 1.5 
TNE ORISANG.G 4 Orc SIEM 988 25,883 2.9 28,300 3.5 22,940 | 1.5 
Heat treated. .... 988 28,743 2.9 29,820 4.0 24,290 | iLO 
AS iGasta arte een 989 27,643 2.4 28,800 | Pee 25,550 2.0 
Heat treated..... 989 35,107 2.3 36,400 | 2.8 33,790 2.0 
ASI CASU tsi. cei: 990 18,699 Pl 19,510 ae 17,700 2.0 
Heat treated. .... 990 | 23,946) 2.8 26,080 3.5 22,410:1/". 2.0 
IASICABt Cra ens 991 21,196 1.8 22,100 | 25 20,250 1nd 
Heat treated..... 991 27,057 2.2 28,250; 2.8 26,000 1.5 
JACHCCEYE| Hes a, ole eos 992 21,846 | 1.0 22,680 d Wt 21,050 | 0.8 
Heat treated..... 992 26,015 ZAl 27,450 2.8 | 24,880 | Lies 
As‘castoseci crc. 993 | 22,508|- 1.8 | 23,670). 1.5 | 21,900). “1.0 
Heat treated. .... 993 27,380 1.9 | 28,410 | Zap | 26,610 | ss 

SSS a a ee le eel 


Taste 14.—Analysis of Samples When Magnesium is Varied 


Bar No. Pet Conk |) Por Cant WAl Po eat ee Coed Rpieo eee 

985 5.72 1.29 0.30 | 0 Balance 
1028 3.49 1.37 0.845 I O10 Balance 
1029 3.02 1.45 0.34 0.20 Balance 
1030 3.18 1.37 0.36 0.30 Balance 
1031 Soe 1.38 0.26 0.40 Balance 
1032 3.03 1.43 0.29 0.50 Balance 
1033 3.33? 1.40 Oro 0.60 Balance 
1034. 3.42? 1.47 0.35 0.70 Balance 
1035 3.15 1.45 0.31 0.80 Balance 

Added Added Added (Added commercial 
aluminum 

1091 3 il 1.0 Balance 
1092 3 1 il Balance 
1093 3 1 1.4 Balance 
1094 3 1 1.6 Balance 


i a ee ee 
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TaBLE 15.—Results of Tests When M agnestum ts Varied 


ne nT ne lene meeeeeeemmmnmmeet ee eee 
9 Maximum ' Minimum - 
’ Average 
Bar Break Average 
No. Stress, | Per Cent., Break Break 
Lb. per | Elongation) Stress, | Per Cent., Stress, Per Cent., 
Sq. In. Lb. per |Elongation| Lb. per | Elongation 
| Sq. In, Sq. In. 
| 

ASIOASb cr aon ca: | 985] 22,029 2.4 22,520 2.8 21,400; 2.0 
Heat treated... .. 985| 27,539) 2.9 28,870! 3.5 26,300} 2.5 
AGS: Sr a | 1028 27,231 | 4.1 28,660 4.5 26,610 3.0 ° 
Heat treated..... | 1028) 27,373 5.6 -| 28,200 6.5 26,660 5.0 
PNSUCHS Geta cresst- ae | 1029; 27,620 3.7 28,900 4.0 26,700 3.3 
Heat treated. .... 1029; 28,890 | a2 30,120 6.0 28,170 li) 
AS Cast. 25 scccns/LOSO\ e270 70 3.0 27,600 3.0 26,800 3.0 
Heat treated. .... 1030) 30,440 5.4 31,270 5.5 29,530 | -5.4 
ARICA Lice ton at | 1031] 27,568) 3.0 28,070 3.0 27,000 3.0 
Heat treated.....| 1031 31,964 3.9 34,450 4.5 29,170 3.0 
IASIGRSbS Here fos. | 1032 |’ 26,790} 2.8 | 28,100 3.5 26,350 2.9 
Heat treated..... 1032; 33,180 2.8 33,600 3.0 31,950 2.5 
AS CASbry cence cysiar — 1033 / 27,090 2.0 28,870 2.0 26,200 ee 
Heat treated. .... 1033 | 33,738 27 34,540 3.0 32,850 2.0 
AS Casth leet. 1034; 28,400 Pea 29,200 3.0 26,500 1.5 
Heat treated..... 1034} 34,784 2.5 35,980 2.5 33,460 2:0 
FASLCASG Micro: ce 1035; 28,848 2.2 29,810 | 2.5 27,160 2.0 
Heat treated..... 1035} 36,330 2.3 | 37,350 2.8 34,510 il <6) 
AS Cast canster ae caste LOO t: 29,750 mle PA 32,100 i ® 28,100 1.0 
Heat treated. .... 1091 36,676 12 37,400 1.5 36,250 1g) 
INS GASt terete tc | 1092| 29,650 1.2 30,600 es 28,700 | iL 10) 
Heat treated..... 1092 37,840 | 1.4 39,840 by 36,900 ith 
ASI CASU Ea ketenes > one | 1093| 28,995 1.3 30,630) 1.5 27,450 1.0 
Heat treated..... | 1093 | 36,103} 1.0 37,650; 1.0 34,810 0 
As cast..........| 1094 28,829 120 30,120 0) 27,900 LO 
Heat treated..... | 1094] 35,956] -1.3 | 38,320; 1.5 | 31,900] 0.5 


NotvTEs ON THE GRAPHS 


The more important results given in the last several tables are sum- 
marized in the graphs shown in Figs. 1 to 7 inclusive. Fig. 1 shows the 
effect of variation of iron with copper approximately constant at 6 per 
cent. The tensile strength and elongation show minima in the untreated 
samples between 0.7 and 1.3 per cent. iron. This minimum does not 
occur in the tensile strength of the heat-treated samples. 

Fig. 2 shows the effect of varying iron with copper constant at about 
3 percent. The tensile strength and elongation in both the heat-treated 
and the untreated samples increase with increase in iron, the best prop- 
erties occurring at about 1 per cent. iron. These results indicate that 
the addition of iron is more beneficial to aluminum alloys low in copper 
than those high in copper. 
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Fig. 3 shows the effect of variation of copper on an aluminum alloy 


containing 0.7 percent. iron. The tensile strength and elongation show 
minima at about 4 per cent. copper, except in the elongation of the 
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Fic. 1.—ErFFreEcT OF VARIATION IN IRON CONTENT AND HEAT TREATMENT ON 
STRENGTH AND ELONGATION ON CAST ALUMINUM ALLOY CONTAINING 6 PER CENT. 
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Fic, 2.—EHFFECT OF VARIATION IN IRON CONTENT AND HEAT TREATMENT ON CAST 
ALUMINUM ALLOY CONTAINING 3 PER CENT. COPPER. 
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EFrECT OF COPPER UPON THE PHYSICAL 
PROPERTIES OF ALUMINUM ALLOYS 


IRON 0.7 PER CENT CUPPER AS SHOWN 
BALANCE ALUMINUM 


EACH POINT AVERAGE OF 5 TESTS 


Solid line for bars 
as cast 


Dashed line for 
heat-treated bars 


|G Per Oent Hlongation 
oT.s. 


Per Cent Elongation 


Tensile Strength — 1000 Lb. per Sq, In. 


1 2 3 4 5 6 7 
Per Cent Copper 


Fig. 3.—EFFECT OF VARIATION IN COPPER CONTENT AND HEAT TREATMENT ON CAST 
ALUMINUM ALLOY CONTAINING 0.7 PER CENT. 


)~Tensile Strength 


Per Cent Elongation 


COPPER'3 PERICENT— IRON !4 PERCENT 


GNESIUM AS SHOWN — BALANCE ALUMINUM ‘ 
EACH POINT AVERAGE OF 5 TESTS 


Tensile Strength —1000 Lb, per Sq. In. 


() 1 2 3 4 5 6 i hponse: a) TWO lh. Te gba dhe 
Per Cent Magnesium 


Fig. 4.—EFrrectT OF VARIATION IN MAGNESIUM CONTENT AND HEAT TREATMENT ON 
CAST ALUMINUM ALLOY CONTAINING 3 PER CENT. COPPER AND 1.4 PER CENT. IRON. 
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Fra, 5.—Errecr OF VARIATION IN MAGNESIUM CONTENT ON CAST ALUMINUM ALLOY 
CONTAINING 3 PER CENT. COPPER AND 1.4 PER CENT. IRON. 


N IRON 1.7 PERCENT COPPER AS 
, SHOWN BALANCE ALUMINUM 


~ 


Fer Cent Elongation 


for) 


Tensile Strength —1000 Lb, per Sq. In. 


1 2 3 4 5 6 v4 
Per Cent Copper 


1G. 6.—EFFECT oF VARIATION IN COPPER CONTENT AND HEAT TREATMENT ON CAST 
ALUMINUM ALLOY CONTAINING 1.7 PER CENT. TRON. 
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untreated samples, in which a discontinuity is suggested. (Compare 
this graph with Fig. 7.) | 

Fig. 4 shows the effect of magnesium and heat treatment on an alu- 
minum alloy containing 3 per cent. copper and 1.4 per cent. iron. The 
tensile strength increases up to about 1.1 per cent. magnesium after 
which it decreases and the elongation decreases continuously as the 
magnesium content increases. 
Fig. 5 shows the effect of variation of magnesium on an alloy contain- 
ing 3 per cent. copper and 1.4 per cent. iron. The samples are the same 
as those shown in Fig. 4 except that the results given in Fig. 5 were ob- 
tained on untreated test bars. In general, the tensile strength 
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Fig. 7.—EFrFECT OF VARIATION IN COPPER CONTENT ON COMMERCIAL 99 PER CENT. 
ALUMINUM. 


increases with increase in magnesium content although a maximum 
was observed at 1 per cent. magnesium. The elongation decreases 
continuously as the magnesium content increases. The results shown 
in Fig. 5 are less uniform than those in Fig. 4. We suggest as a reason 
for this that the rate of cooling after heat treatment was very much 
more uniform than the rate of cooling test bars after casting. Since the 
properties vary with the rate of cooling, the more uniform rate should 
produce more uniform results. The effect of heat treatment has been 
to increase tensile strength in all of the samples and to increase the elonga- 
tion in all samples containing less than 1 per cent. magnesium. 

Fig. 6 shows the effect of variation in copper content with iron approxi- 
mately constant at 1.7 per cent. The tensile strength and elongation 
of the untreated bars decreases with increased copper content, whereas, 
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in the heat-treated bars the tensile strength increases and elongation 
decreases with increased copper content. With iron constant at 1.7 
per cent., heat treatment is very much more beneficial with 6 per cent. 
copper than with 3 per cent. copper. 

Fig. 7 shows the effect of variation of copper on the tensile strength 
and elongation of aluminum alloy castings. The. tensile strength rises 
gradually from 3 per cent. to 6 per cent. copper and the elongation falls 
off rapidly. 


Errrect or Several Heat TREATMENTS 


The double heat treatment» to which steel is sometimes subjected 
prompted us to try the effect of several heat treatments on an aluminum 
alloy containing: copper, 3.0 per cent.; iron, 1.0 per cent.; magnesium, 
0.5 per cent.; commercial 99 per cent. aluminum, balance. Twenty- 
five sand-cast test bars were made from one heat and divided into five 
lots of five each. One set of five was tested as cast; the second set was 
given a normal heat treatment, that is, the bars were heated in niter at 
500° C. for 1 hr., quenched in oil, and then reheated to 150° Ciford hs 
The third, fourth, and fifth sets were given two, three, and four similar 
heat treatments, respectively, and then tested. The results are shown 
in Table 16. These results show that there is no particular advantage 
in heat treating these alloys more than once, but that four heat treat- 
ments and probably more, can be used without harming the product. 


TABLE 16.—Results of I nereasing Number of Heat Treatments 
7 


| Maximum Minimum 
Average 
oe é Bree | Bi — peo : : = 
reatmen tress, | er ED +s | Br k | | B k 
Lb. ine Elongation Stree, | Per Cent.,| Stress: Per Cent., 
ones Lb. per | Elongation) Lb. per | Elongation 
Sq. In. Sq. In. 
PAE CHOU Roto ccm 28,668 | 3.5 30,300 4.5 | 27,350 3.0 
One heat treatment. ... . | 29612] 3.6 30,860. 4.0 | 29040|/ 3.0 
Two heat treatments..... 30,866 4.4 31,420} 96.0 9205204 cke3.0 
Three heat treatments... 31,010 | 3.0 | 32,500 4.5 | 28,750 2.5 
Four heat treatments. . . .| 29,924 | . 3.4 _ 31,000 4.0 |. 28,420 255 


Errect or Hratr TREATMENT ON Microscopic STRUCTURE 


Improvement in the properties of aluminum alloys by heat treat- 
ment is dependent on the solubility of certain components, particularly 
CuAl:, in the aluminum in the solid state just below the melting point, 
and the tendency on slow cooling for these dissolved components to be 
thrown outof solution. The paper by Dr. P. D. Merica, et al, previously 
referred to, discusses this phase of the subject in detail. Rapid cooling 


a 


wre 
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from a high temperature prevents the precipitation of some of these 
dissolved substances into relatively large masses and hence the physical 
properties are different from the slowly cooled samples. 

| Fig. 8 is a micrograph of sample 910 as cast. Fig. 9 is a micrograph 
at the same magnification of this sample after heat treatment. The 
particular test bar from which the micrograph in Fig. 8 was taken had a 


Fia. 8. Fie. 9. 

Fic. 8.—ALUMINUM-ALLOY CASTING CONTAINING 2.84 COPPER AND 0.36 IRON, A8 
cast. X50. -Dituts HNO;. 

Fig. 9.—ALUMINUM-ALLOY CASTING CONTAINING 2.84 COPPER AND 0.36 IRON, HEAT 
TREATED. X50. DituTE HNO3. 

tensile strength of 16,960 Ib. per sq. in. (1192 kg. per sq. cm.) and an 

elongation of 3.5 per cent. while the tensile strength of that shown in Fig. 

9 was 22,600 lb. per sq. in., and the elongation was 6 per cent. The 

chemical analysis is given in Table 10. It will be noted that the quantity 


Fia. 10. en Gamal 
Frc. 10.—ALUMINUM-ALLOY CASTING CONTAINING 6 PER CENT. COPPER AND 0,39 
PER CENT. IRON, AS casT. X 50. Dinure HNO;: 
Fig. 11.—ALUMINUM-ALLOY CASTING CONTAINING 6 PER CENT. COPPER AND 0.39 
PER CENT. IRON, HEAT TREATED. X 50, DituTs HNO. 


of the network substance (CuAl,) is very much greater in Fig. 8 than in 
Fig. 9, and hence the heat-treated sample more nearly approaches a 
solid-solution structure. 

Fig. 10 is a micrograph of sample 922, containing 6 per cent. copper, 
in the unheat-treated condition; Fig. 11 is a micrograph of the same 
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sample after heat treatment. It will be noted that the amount of net- 
work material in Fig. 10 is greater than in Fig. 8, due to the higher copper 
content of the former, but that the amount of network material is less 
in Fig. 11 than in Fig. 10, due to heat treatment. 

Fig. 12 is a micrograph of sample 925, the composition of which is 
shown in Table 10. This bar was not heat treated. The iron content 


Bie, 12: IES Sy 
Fig. 12.—ALUMINUM-ALLOY CASTING CONTAINING 6.17 PER CENT. COPPER AND 1.86 
PER CENT. IRON, AS cast. X 125. DitutTeE HNO. 
. Fra. 13.—ALUMINUM-ALLOY CASTING CONTAINING 6.17 PER CENT. COPPER AND 1.86 
PER CENT. IRON, HEAT TREATED. X 125. Dimutre HNO. 


was high, consequently many needles of FeAl; are present. Fig. 13 is a 
micrograph of the same sample after heat treatment. It will be noted 
that the white needles of FeAl; appear to have been unaffected by the 
heat treatment. 


Fig. 14. Hires 15; 


Fic. 14.—ALUMINUM-ALLOY CASTING CONTAINING 2.83 PER CENT. COPPER AND 1.58 
PER CENT. IRON, AS cAsT. X 50. DiLturr HF. 
Fic. 15,—ALUMINUM-ALLOY CASTING CONTAINING 2.83 PER CENT. COPPER AND 1.58 
PER CENT. IRON, HEAT TREATED. X 50. Conc. HF. 


Fig. 14 is a micrograph of an aluminum alloy containing 2.83 per 
cent. copper, 1.58 per cent. iron, 0.32 per cent. silicon, and balance com- 
mercial 99 per cent. aluminum, in the untreated condition. Fig. 15 
is a micrograph of the same sample heat-treated. Owing to the high 
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iron content and relatively low copper content, the difference in structure 
in these two samples is not marked. 

It has been observed frequently that aluminum castings containing 
copper have two distinct structure systems. There is a system of primary 
grains that have apparently formed from the liquid state in the form of a 
solid solution. These grains are usually so large that they can be 
seen with the naked eye after deep etching and can be observed without 
difficulty by means of a 20X pocket glass wr a low-power microscope. 
They are divided, as usual, into grains of different tints, each whole 
erain having a substantially uniform tint, but different from that of its 
neighbors. Fig. 16 shows this condition in sample 921 as cast; the 
analysis of this sample is given in Table 10. Fig. 17 shows the structure 
of the same sample after heat treatment. The large grains of primary 
solid solution can be seen in Fig. 17 with dark and light tints. Inside 


Gen los lies, If. 
Fic. 16.—ALUMINUM-ALLOY CASTING CONTAINING 5.5 PER CENT. COPPER AND 1,58 PER 
CENT. IRON, AS CAST. X 37.5. Conc. HF + Conc. HNOs. 
Fig. 17.—ALUMINUM-ALLOY CASTING CONTAINING 5.5 PER CENT. COPPER AND 1.58 PER 
CENT. IRON, HEAT TREATED. X 37.5. Conc. HF + Cone. HNOs. 


of these large grains there is a well-developed network of CuAl,, which 
has not interfered with the original orientation of the grains. This 
indicates that the expulsion of the CuAl, molecules from the solid solu- 
tion has taken place after solidification without substantial disruption 
of the original orientation of the grains as a whole. The contrast in the 
original grains is very much more marked in the heat-treated samples 
than in the untreated samples. 


Errect oF Heat TREATMENT ON Impact 


Eight bars of an alloy containing 3 per cent. copper, 1 per cent. 
iron, 0.5 per cent. magnesium and balance commercial 99 per cent. alu- 
minum, were cast from one heat and four were tested for impact, as cast, 
in an Izod machine and four were heat-treated and tested with results 
shown in Table 17. It will be noted that heat-treatment increased 
the average impact values more than 30 per cent. 
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TaBLE 17.—Effect of Heat Treatment on Impact 


Sample Treatment Ft.-lb. | Sample | Treatment | Ft.-lb. 
1 As cast 2.0 H-1 Heat treated PAE 
2 As cast eff H-2 _ Heat treated | 226 
3 As cast 1.6 H-3 | Heat treated | 2.0 
4 As cast Pes H-4 | Heat treated 3.0 
INVeETAR Cavickractelitea eect 1.9 AVGrape.c..|eeemareee a. . / 2.6 
SUMMARY 


The heat treatment of the rolled and extruded aluminum alloy is 
first described briefly. The heat-treating process consists essentially in 
heating to a temperature near 500° C. and quenching in water. The 
properties change at room temperature after quenching, the maximum 
aging effect being completed for practical purposes in 4 days. 

It is shown that heating aluminum-alloy castings in the ordinary 
furnace atmosphere and then quenching in water does not produce uni- 
form results. 

It is suggested that the non-uniform results are due to porosity in 
the castings and that heating in the furnace atmosphere followed by 
quenching in water oxidizes the casting from many small holes in the 
interior. Also the temperature is under better control in the niter bath. 

A method of heat treatment that gives uniform results in castings is 
described. This heat treatment has for its object the elimination of 
the atmosphere and quenching medium which could permeate and oxidize 
the interior of the porous castings. Good results have been obtained 
by heating in a bath of fused niter followed by quenching in oil. 

Results of many heat-treatment tests on cast alloys of various com- 
positions are tabulated; they are summarized in the graphs shown in 
Figs. 1 to 7 inclusive. 

It is shown that in general, the heat treatment increases both tensile 
strength and elongation of the aluminum-alloy castings. The amount of 
increase in tensile strength varies from 0 to 40 per cent. and the increase 
in elongation varies from 0 to 100 per cent. In a few isolated instances 
the tensile strength was slightly lowered by heat treatment but in the 
same samples the elongation was increased. Also ina few isolated in- 
stances the elongation was decreased but in these cases the strength 
was increased considerably. 

The effect of heat treatment on the structure of aluminum-alloy 
castings is shown by micrographs in Figs. 8 to 17, inclusive. It is shown 
that: The higher the copper content, the greater is the quantity of 
network of CuAly; the greater the quantity of iron, the more needles of 
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FeAl;. The heat-treated samples show less CuAl, than the untreated 
samples. 

Results are given indicating that two heat-treatments do not improve 
the castings much more than a single treatment and four treatments can 
be applied without harmful results. 

A table showing the effect of heat treatment on impact resistance is 
given, indicating that heat-treated aluminum-alloy cast bars containing 
3 per cent. copper, 1 per cent. iron, and 0.5"per cent. magnesium have 
about 30 per cent. greater resistance to impact than cast bars of the 
same alloy without treatment. 


DISCUSSION 


G. K. Bureesss,* Washington, D. C—At the Bureau of Standards 
it was decided, in order to study the high-aluminum end of these curves, 
that efforts should be made to prepare pure aluminum, and the promise 
of getting aluminum practically free from the two elements that have such 
great effect in very small quantities, namely, silicon and iron, and which 
practically always occur with the aluminum, is very good. We are 
hoping that within a reasonable time we will have aluminum practically 
free from these elements. 


Paut D. Merica, Bayonne, N. J.—In a recent article before the 
American Society for Testing Materials,’ I ventured the prediction that 
the heat treatment of light alloy castings of aluminum containing copper 
would have commercial possibilities owing to the marked improvement 
in the mechanical properties of these alloys produced by it. I am glad 
to find this opinion confirmed by the results of the tests that the authors 
have just presented. These agree essentially with those of the above 
article and show that an increase of from 0 to 50 per cent. in tensile 
strength together with an increase of from 0 to 100 per cent. in elongation 
may be obtained by heating such alloys to 500° C., quenching in oil, and 
aging for some time either at ordinary temperatures or at about 100°C. 
It is hardly necessary to point out the advantages for various purposes 
of these improved mechanical properties. 

At the time of carrying out my tests I was somewhat in doubt whether 
castings of complicated shape could successfully be quenched from 
500° without cracking and, therefore, subjected the specimens to the 
less drastic treatment of heating to 500°, cooling in air, andaging. This 
treatment gave results not markedly inferior to those shown by the 


; oer ae, 
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authors, as far as tensile strength improvement is concerned, but much 
less uniform in respect to elongation. This, however, I am now inclined 
to attribute, following the authors’ suggestion, to poor heating conditions 
allowing internal oxidation. I should be interested to know the authors’ 
opinion as to whether small commercial castings could withstand without 
cracking or warping the rather drastic heat treatment they have adopted. 
If this should not be the case I believe that the application of their 
method of heating in niter, to prevent oxidation in conjunction with air- 
cooling and aging, might give results as good as those produced by 
quenching. : 

The decrease in the visible amount of free CuAl, in the alloys produced 
by the heat treatment has been noted by the authors and fits in well, 
apparently, with a theory of the mechanism of heat treatment of these 
alloys that I have advanced in preceding papers. 

I should also like to offer the suggestion that the structure, which 
Mr. Gibson has described, consists of grains of aluminum with a 
eutectic network of iron-aluminum compound, or iron-aluminum 
compound plus aluminum-copper compound. I think the suggestion of 
the authors was that this network might have been precipitated after 
solidification. 

This structure is one with which all are familiar who have had any- 
thing to do with that of 88-10-2 bronze. In such bronzes large grains 
are obtained with a pronounced network within the grains; each 
grain consists of a dendritic crystal between the branches of which 
the eutectic has solidified later than the branches themselves. It 
would appear that the structure of the aluminum cast alloys is entirely 
similar in origin, and that the network is a real eutectic formed in a 
natural manner. : 


W. A. Grsson.—In other words, you believe that the network is 
simply a discontinuous eutectic. 


P. D. Merica.— Yes, discontinuous network. 


C. P. Karr,* Washington, D. C.—In work conducted by Doctor 
Merica and myself, we cast a number of these alloys at various tem- 
peratures, from about 670° up to 950°, and in one of his experiments some 
of the bars were poured at 950° and the heat held until the temperature 
dropped down to 650° and to 700°. The test bars cast at the higher tem- 
perature gave a very much lower result. At 700°, pouring from the same 
heat of metal, we obtained possibly the maximum physical properties 
of which the casting was capable. I would like to ask Mr. Gibson if he 
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observed the pouring temperatures of the bars which he presented in 
his paper? 


W. A. Grsson.—The maximum furnace temperature was kept at 
1400° F., plus or minus about 15°, and the pouring temperature was kept 
at 1300° in the ladle, that is, just before it was poured. The limits on 
this latter temperature would be plus or minus 5° or 10° variation. 


H. 8. Rawpon,* Washington, D. C.—I¢ seems to me rather a nice 
way of looking at the structure is to think of each individual crystal as a 
pine tree. When these are jumbled together, you have just as many 
spaces between the branches as you have between the trees themselves; 
so there is really no more reason for the eutectic to collect at the boundary 
of the erystal than there is for it to collect in the spaces between the 
little branches of the trees. The micrographs do not suggest, strongly 
at least, that that second constituent comes out of the solid solution, 
rather it is the eutectic that forms from the molten residue after the 
formation of the trees, each tree being a tiny crystal in itself. 


Leon McCutiocn.—I would suggest that these crystalline bound- 
aries are not solid materials but voids formed by gases liberated during 
solidification. 


P. D. Murica.—As far as the alloys I have examined are concerned, 
the gas cavities, of which there may be a few present, are never present 
in that form, but in that of small rounded spots which are not usually 
numerous. Furthermore, the crystalline boundaries are not visible 
until after etching, as they should be if they are actual cavities. 


W. A. Grspson.—Of course the size of hole that can be seen undera 
microscope is limited only by the resolving power of the microscope and 
the polishing and etching of the sample. However, the cavities to which 
I referred as being penetrated by gas are smaller than can be seen by the 
ordinary microscope using, for example, 1000 diameters. There are 
usually a few holes visible in any section of aluminum. In inferior cast- 
ings these holes may even be visible to the naked eye, but gas will pass 
through openings which are much smaller than those ordinarily visible 
in an aluminum casting under the best microscope. 

The gentleman may have been misled by the appearance of Fig. 9. 
The black spots shown in this micrograph are not holes, but CuAl,. 
It is to be noted that, in the type of etching given, the copper compound 
is black instead of light gray as in the sodium hydroxide etching given by 


Doctor Merica. 


P. D. Merica.— Will small castings of complicated design actually 
stand quenching in water without warping or cracking? 
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W. A. Gisson.—Some cooling stresses would be set up, but nothing 
at all comparable to what you get in steel ; 1 would not anticipate any 
difficulty in that direction. Our experience has shown that cooling in 
water or in oil will give better results than cooling in air, but we did not 
carry our experiments on air cooling very far because they did not seem 
to give much promise. 
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Influence of Heat Treatment on Gun Metal 


BY C. F. SMART,* B. CH. E., ANN ARBOR, MICH. 


(Philadelphia Meeting, Septembér, 1919) 


Tue heat treatment of the bronze composed of 88 per cent. copper, 
10 per cent. tin, and 2 per cent. zinc, has been investigated by H. 8. and 
J. G. §. Primrose,! and also by the U. 8. Bureau of Standards.? The 
results obtained by H. S. and J. G. 8. Primrose on dry-sand castings 
subjected to reheating followed by air cooling, or by quenching in water, 
are shown in Figs. 1 and 2. The values for tensile strength have been 
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Fic. 1.—Errect OF QUENCHING ON DRY SAND cAsTINGs (H.S. AND J. G. S. PRrmRosp). 


converted from tons per square inch to pounds per square inch. Figs. 3 
and 4, have been plotted from values obtained by the Bureau of Standards 
on material of the same composition and treatment. Both investiga- 
tions show that the ductility of the cast bronze is improved by heating 
to 700° GC. and cooling in air, the strength not being impaired by this 
treatment. They are not in agreement, however, as to the effect of 
quenching, Messrs. Primrose reporting a decrease, and the Bureau of 
Standards an increase, in both strength and ductility when the cast 
bronze is heated to 600° or 700° C. and quenched. 

The present investigation was undertaken to study the effect of 
annealing followed by different rates of cooling, and, in particular, the 
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Fie, 4.—Trsts ON ANNEALED BARS (U. S. Burwau or Sranparps). 
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effect of quenching. The test specimens used were sand-cast to size: 
4 in. (101.6 mm.) long, 1 in. (25.4 mm.) diameter for a 0.75 in. (19 mm.) 
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Fic. 5.—TEstTs ON FURNACE-COOLED SPECIMENS. 


length at each end, a 2 in. (50.8 mm.) gage length of 0.5 in. (12.7 mm.) 
diameter, and a 0.25 in. (6.85 mm.) curvature between the ends and 
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Fic. 6.—TEsTs ON AIR-COOLED SPECIMENS. 


middle portion. The bars represented a number of heats in commercial 
casting practice, analysis showing all heats to be within the composition 
limits: copper, 87 to 89 per cent.; tin, 9 to 11 per cent.; zinc, 1 to 3 
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per cent.; iron, less than 0.2 per cent.; and lead less than 0.2 per cent.; 
a standard specification for this bronze. 

Heat treatment was carried out in an electric resistance furnace, the 
specimens being heated for a 30-min. period at the observed temperatures, 
495°, 540°, 595°, 650°, 705°, and 760°C. From each temperature bars were 
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Fic. 7.—Trsts ON OIL-QUENCHED SPECIMENS. 


quenched in water at room temperature and allowed to cool with the 
furnace, requiring about 24 hr. to cool from 700° to 75° C. From the 
first four temperatures of treatment, samples were also quenched in oil, 
and air cooled. These were broken in a tensile testing machine and the 
values for tensile strength and per cent. of elongation determined. The 
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Fie. 8.—Trsts on WATER-QUENCHED SPECIMENS. 


results are given in Table 1, and plotted in Figs. 5,6, 7 and 8. In every 
instance, the properties of the specimens heated to 595° C. are better than 
those of the cast material, and attention is called to the high elongation 
value of 81 per cent., with a tensile strength of 45,000 lb. per Sq. in. 
(3163.5 kg. per sq. em.) obtained on a specimen furnace cooled from this 
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temperature. The specimens quenched in water from 650°, 705°, and 
760° C. were weaker and less ductile than the cast bars. 


TaBLE 1.—Results of Tests 


| Tensile | i 
Temperature, : | Stren, th, |E i Tempera- : dems i 
Degrees C. | Cooling a per Poa ee c. Cooling | “yb. per : pecan 
> a iu | 
Cast | 43,100 | 12.5 595 Furnace | 45,000 81.0 
Cast 42,700 10.9 650 —} Water 23,650 10.9 
495 | Water | 44,450 | 9.4 650 Water | 18,400 4.7 
495 Oil 34,1255 |= 9-4 S| CO 38,000 28.0 
495 | Air 41,650 | 9.4 650 | Air 50,500 48.5 
495 Furnace 37,500 15.6 650 Air 42,900 25.0 
495 | Furnace| 41,500 | 12.5 650 | Furnace | 42,350 28.0 
540 | Water 45,100 | 15.6 705 Water 24,600 | 11.0 
540 Oil 44,600 18.8 705 | Water | 18,400 8.0 
540 | Air | 48,000 | 26.5 705 | Furnace | 46,300 37.5 
540 | Furnace 45,550 | 18.8 705 Furnace 50,000 46.9 
595 Water 48,100 | 20.0 760 | Water | 16,700 6.6 
595 Water | 47,650 | 21.9 760 Water 16,650 Uo 
595 Oil 47,700 28.0 760 Furnace | 42,200 | 32.9 
595 | Air 51,000 53.0 760 | Furnace} 44,300 | 32.9 
595 Furnace 43,400 37.54 | | 


¢ Blowhole. 


The fractures of the cast samples and of those heated at temperatures 
below 650° C. exhibited fine-grained material; those slowly cooled from 
the higher temperatures were also fine grained. The bars quenched in 
water from 650°, 705° and 760° C. were coarsely crystalline around the 
circumference and fine grained in the center, the coarse crystals extending 
radially to a depth of about 2.5 mm. 

Microscopic examination showed that there was a gradual change in 
structure with increasing temperature of treatment, the dendritic struc- 
ture of the cast metal becoming less distinct until at 760° C. it was no 
longer visible. In examining the structure of specimens quenched in 
water from 650° C. and higher temperatures, there were noticed a number 
of lines similar in appearance to fine cracks, extending from the edge 
toward the center of the pieces. Fig. 9 shows the appearance of these 
lines in the sample quenched from 760° C. They were not visible in the 
polished surface but were brought out by the etching treatment, using 
NH.OH, and H.Oz., and it appeared therefore that they were not cracks 
but were indications of strains produced by quenching and as such might 
be called incipient cracks. 

To test this point, two test specimens were heated to 700° C. for 30 


min. and quenched in water, brought back to the same temperature and 
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allowed to cool with the furnace. If the lines represented cracks in the 
metal the properties should be little affected by the reheating and slow 
cooling, if they were indications of strains, it should be possible to lessen 
their effect considerably by the second treatment. Physical tests gave 
the following values: 


TENSILE STRENGTH, ELONGATION, 

aa ee PER 8Q. IN, Per CeEnr. 
Per ein eas eee ae ee 43,250 36.0 
MEN ey OR EME POA CONS F 40,000 30.0 


These values are somewhat lower than those obtained on samples slowly 
cooled from this temperature without previous quenching, but are much 
superior to values obtained by quenching only. 


lic. 9.—SpRECIMEN QUENCHED IN WATER FROM ./6076Goq 7b. 


From a comparison of the results of physical tests, the appearance of 
the fractured bars and the microstructure, it became apparent that all 
the specimens that were lacking in strength and ductility, that is those 
quenched in water from 650°, 705°, or 760° C. had a partly coarse fracture 
and showed strain lines; all other bars had a fine-grained fracture and no 
strain lines in the etched surface. This indicated that the low values 
for strength and elongaton of these quenched samples were due to a 
condition of strain in the surface portion of the bars. To determine 
whether such was the case two specimens were water quenched from 
700° C, and then machined down over the gage length, from 0.5 in. (12.7 
mm.) diameter to 0.442 and 0.421 in. (11.2 and 10.7 mm.) diameter, ve- 
spectively. Physical tests gave the following values: 
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Bar , DIAMETER, TENSILE STRENGTH, ELONGATION, 
IncH Ls. Pur Sa. In. Per CENT, 
1.2. eee 0.442 44,000 21.8 
2: ae. 0.421 35,500 15.6 


The fracture of No. 1 was entirely fine grained, that of No. 2, still 
retained a narrow band of coarse crystals. The first sample behaved in 
testing like all ductile pieces, the elongation taking place throughout the 
gage length with the production of a crinkled surface. The second sam- 
ple acted somewhat like the brittle pieces, cracking in several places 
along the gage length during the pulling operation. 

Turner and Haughton® give curves on the contraction of solidified 
copper-tin alloys and state that from the curve of the alloy with 20 per 
cent. tin, it appears that there is a volume change at 500° C. They also 
mention a difference in the coefficient of expansion and contraction of 
the alpha and beta solid solutions of the copper-tin series. Messrs. 
Primrose refer to a similar difference and add that when the beta solution 
breaks up into the eutectoid, microscopic crevices occur between the 
delta and secondary alpha constituents. Specific-gravity determinations 
also point to some such change. Three bars heated to 620° C. and slowly 
cooled showed an average decrease in specific gravity of 0.059. Two 
samples cut from the same casting, given the above treatment but 
polished before each determination, gave an average decrease in specific 
gravity value of 0.039. These tests are very brief but they indicate 
an expansion on heating and slow cooling the cast metal, and considering 
the possibility of microscopic crevices between two constituents of the 
casting, the change in density would not necessarily be a true measure of 
the total expansion. 

Consideration of the results given leads to the conclusion that this 
bronze is subject to quenching strains that may affect values for strength 
and ductility obtained from quenched test bars. Bars in which a con- 
dition of strain existed gave comparatively low values for these prop- 
erties, while if the strained part was machined away, much higher 
values were obtained. It is probable that the difference in results 
of the previous investigations arose from this fact. The heat-treatment 
work of the Bureau of Standards was based on bars cast 94 in. (14.2mm.) 
in diameter; and although it is not definitely so stated, it is presumed that 
the bars were treated and then machined for testing. Messrs. Prim- 
rose state definitely that their test specimens were machined to finish 
size for testing, before heat treating, so that the proper ties of the quenched 
bars, would have been influenced by a part of the metal being in a strained 


condition. 
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DISCUSSION 


eet ee WOOD Sandusky, Ohio.—I made a few tests of gun-metal 
specimens, after I noticed the results on quenching reported by the 
Bureau of Standards. The data of one such test are given herewith. 
The bars were heat treated and quenched before they were machined, 
and in all cases they were brought up to 700° or 800°. They became 
extremely brittle, showed almost no elongation, except such as was 
caused by the failure of the pieces to fit together after they were pulled, 


Ultimate v3 A 3 
aa es: Yield Point, Elongation, Per 
. Group | Heat Treatment Bar ete DS. epee naa Cent. in 2 In. 

B No heat treatment la 35,900 21,150 15.0 
whatever 2a | 36,400 23,000 | ze 

C To 800° (10 min.*); cool-| 3a 37,750 23,250 28.5 
ed slowly in furnace | 4a 35,800 20,300 25.0 
(over 7 hr.) 

D_ | To 800° (20 min.); cool-, 1b 36,200 22,850 21.57 
ed in air (35 min.) 5a 36,100 22,000 22.57 

| if 
E To 800° (25 min.); cool-| 4b 30,900 21,450 17.5 
| ed to nearly black in fur- 6a 38,500 22,050 26.0T 
nace (25 min.); then in! 
air (30 min.) | 
ir To 800° (25 min.); cool- 2b (Broke to pieces in lathe) 
| ed to nearly black in fur- 5b 7,500 | 2.5 
nace (25 min.); then) 
quenched in water. 

G | To 800° (20 min.); | 3b 13,100 1.0+ 
quenched in water im- 6b 14,500 | 4.0 
mediately. 

* Time given in parentheses refers to time required for operation mentioned. 


} Broke outside of gage length. 


and the tensile stength was reduced from around 35,000 to about 13,000 
Ib. per sq. in. In addition, the weakening effect of the quenching seemed 
to be almost as marked when the bar was allowed to slowly air-cool 
from red to black, and then quenched, as it was by quenching directly 
from the red heat. 

* Metallurgist, Sandusky Foundry & Machine Co. 
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Test Bars—Rough size, % in. diam. over test section, grips 1376 in. 
diam. Cast two in a flask, one on each side of a block 8 by 4 by 1 in. 
and fin-gated thereto from the grips but not from the test section. Poured 
with flask in inclined position, with gate to lower end of block and riser 
from upper end of each test bar. Bars were machined to 4 in. over the 
test section, after heat treatment. 

Casting the Bars—Charge of 1500 lb. consisting of 400 Ib. of new 
metals and 1100 lb. of G turnings and scrap was melted in open-flame 
oil furnaces and then poured into a 1-ton ladle. From the ladle 150 
lb. was poured into a preheated No. 50.crucible, and from this the flasks 
of test bars were poured. The six flasks are indicated by the num- 
bers 1 to 6 and the bars in each flask by the letters a and b, thus 4a 
and 4b, for instance, were the two bars in flask No. 4. 

Heating the Bars—In all cases the bars were introduced into an 
already hot electric muffle and brought up to a temperature of about 
800°, less rather than more, as gaged by a Leeds & Northrup optical 
pyrometer. The cooling was then commenced at once without the 
bars remaining at the attained heat. Two pairs of bars were heated at 
a time; groups D and G were heated together in the furnace, groups E and 
F together, and group C by itself. It will be observed that the pairing 
off by flask numbers and group numbers was so arranged as to reduce the 
chance of wrong deductions, such as might arise from abnormal con- 
ditions in any one flask of bars or in any one muffle load during heat 
treatment. 


P. E. McKiney,* Washington, D. C——The question of heat treat- 
ing red bronzes is of great importance to the foundryman who is produc- 
ing any quantity of red bronze castings. The data and the information 
we have on heat treating and on annealing are only elementary. The 
effects of slow cooling from the molten state, in the case of heavy cross- 
sections can practically be eliminated and remarkable increases in strength 
and ductility obtained by the annealing or the heat-treating process. 
The strain cracks referred to probably have been encountered by others, 
but castings containing them have generally been ruined before an 
attempt to heat treat them is made. In other words, the pouring 
temperature was too high, or the strains due to the large segregations of 
enriched eutectic caused intercrystalline cracks or parting in the metal. 
Conditions like that cannot be corrected by heat treating any more 
than a steel forging or a steel casting can be welded by heat treating. 
If the crack or the opening is there, it remains there. 

It has been quite noticeable, in our experiments in heat treating red- 
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bronze castings, that the quench is really necessary to get the very best 
results in the case of a heavy cross-section, for the reason that the alpha 
constituent in a heavy section, slowly cooled, grows to very large grain 
size. The quench corrects this and, if followed by an anneal at alower 
temperature, draws the strain out of the casting, frees the casting of 
enlarged grains of the alpha constituent, and the eutectic, in which the 
constituent has frozen out, is again divided into very fine grains and 
uniform structure with considerable increase in strength and ductility. 


W. M. Corsg, Mansfield, Ohio—Mr. McKinney, in quenching 
castings such as you have just mentioned, is there danger from actually 
cracking those castings during the quenching operation? 


P. EK. McKinnny.—There is considerable danger, especially if the 
castings are large; not so much from the effect of the quenching mediumas 
from the handling of heavy sections. At approximately red heat, red 
bronze is one of the most tender metals. A piece of 88-10—2 bronze 
hit, when hot, a slight blow with a baseball bat will fly to pieces; that is, it 
will crumble. These castings must be handled very carefully. Some 
castings, in the shape of tubes, weighing about 3000 lb. could be handled 
only by putting them into a pit, suspended on a crane, and then picking 
them up and throwing a spray of water around them. It did not seem 
that the dipping in the water or the effect of the water was as bad as the 
sudden strain of picking them out of the furnace with a peeland handling 
them when immersing into the quenching medium. Oil seems to give 
no different results than water; so it is hardly a case of the effect of crack- 
ing due to sudden change of temperature. 


W. M. Corsn.—There seems to be hot shortness in the casting itself. 


P. E. McKinney—Yes; the casting will not stand the strain of its own 
weight if handled at those high temperatures. We would not think of 
removing a casting from the sand at the temperature that you would 
pick it up and quench it. 


W. M. Corsn.—Do you believe it is possible to handle the casting so 
that the desired results may be obtained? 


P. E. McKinney.—Only by the same methods that you would 
use iu handling forgings and big pieces of steel in quenching. We 
heat the casting in a vertical furnace so that the crane picks it up and, 
practically without any jarring, carries it to the quenching pit. 


Gro. F. Comsrocx,* Niagara Falls, N. Y. (written discussion) .— 
This interesting paper throws additional light on a question about which 


* Metallurgical Engineer, The Titanium Alloy Mfg. Co. 


DISCUSSION 303 


_ differences of opinion have apparently existed in the past, and the writer 


would like to record in this connection the agreement of his experience 
with that of Primrose and Prof. Smart in regard to the effect of quenching 
on the properties of gun-metal bronze. The writer’s results have been 
published,‘ so that there is no need for a detailed report here, but his in- 
vestigations resulted in showing that both gun metal and manganese 
bronze are ruined by quenching in water from a red heat, apparently 
because they cannot stand the strains produced by the sudden cooling. 


nres 10: cen 


The lines, mentioned by Prof. Smart, in a polished and etched section — 
of the quenched metal have also been noticed by the writer, who however 
has not found them any different in quenched specimens than in annealed 
specimens. Since they appear only after etching, it would seem most 
probable that they are merely grain boundaries in most cases, though 
Prof. Smart’s idea that they are indications of strains is by no means 
impossible. Fig. 10 shows how these lines appeared on the author’s speci- 
mens of annealed gun metal, etched with ammonia and hydrogen per- 
oxide, and magnified 100 diameters. 

Prof. Smart’s specific-gravity determinations are interesting in con- 
nection with the writer’s experience that the annealed bars are always 
much more porous than the same alloy was when cast. Fig. 11 shows an 
especially porous specimen of this alloy, etched like Fig. 10 and magnified 
20 diameters, which however seemed sound when tested and gave over 
45,000 lb. per sq. in. tensile strength and 40 per cent. elongation. The 
writer’s idea of this porosity was that in the cast metal there were inclu- 
sions of gas in the form of films between the dendritic crystals, and that 
these films were so thin that they escaped detection under the microscope. 


OS 
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Upon annealing, the films were thought to contract by surface tension, 
and the gas then formed rounded cavities which were much more notice- 
able on the polished surface. From the lower specific gravity which 
Prof. Smart has shown, it seems as though the included gas had actually 
expanded the metal somewhat in forming these more rounded cavities. 
The range of composition that Prof. Smart allowed in his test bars, 
namely from 9 to 11 per cent. tin, was far too large for obtaining check 
results, as very different results would be obtained with these two tin 
contents even with identically the same treatment. Doubtless some of 
the irregularities in his curves are due to variations in analysis. The 
paper is of great interest and helps to clear up an uncertainty that existed 
in connection with the results of quenching this well-known alloy. 


> 
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Some Properties and Applications of ‘Rolled Zinc Strip and 
Drawn Zinc Rod* . 


BY C. H. MATHEWSON,{} NEW HAVEN, CONN., C. 8. TREWIN,{ NEW YORK, N. Y., AND 
W. H. FINKELDEY,§ PALMERTON, PA. 


(Philadelphia Meeting, September, 1919) 


THIS paper was prepared upon request as a contribution to a sympo- 
sium covering the manufacture, properties, and uses of the important 
non-ferrous metals. 

In approaching a subject as broad as this, there is a natural desire to 
build up a comprehensive and finished production which shall constitute a 
dependable source of information on all questions properly belonging to 
this branch of metal technology. There are, however, a number of cir- 
cumstances, apart from the mere routine of labor and thought involved. 
which operate rather effectively against the possibility of completing 
such an ambitious program at the present time. 

First of all, as far as any public record of results is concerned, the 
commercial rolling, drawing, and forming of zine with relation to changes 
of structure and properties—and this we consider to constitute the ele- 
ments of metal technology—might as well be an unpractised art. We 
have never seen a published photomicrograph showing the structural 
characteristics of either hard or soft sheet or strip, although the structure 
of castings has been frequently described, and other coarse-grained 
structures resulting from hard-hammering and annealing have been repro- 
duced. Thus, an author in this field must proceed to his task without 
much assistance from the literature, and the outcome can represent only 
a personal estimate of principles, facts, or findings, and not a summary 
or survey of progress in the entire field as determined by varied experi- 


ence, practice, and settled opinion. 


* Communication from the Research Laboratory of the New Jersey Zine Co., 


Palmerton, Pa. 

+ Professor of Metallurg 
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Again, zine is becoming prominent as a substitute for copper, brass, 
or aluminum in spinning, stamping, cupping, drawing etc., but the details 
of practice which have been developed in different mills for rolling the 
sheet or strip have not become the common property of all, and the con- 
stant effort to produce metal of superior qualities or finish is naturally an 
effort of individual initiative. The information which we are able to 
present has been developed mainly at the plants and in the laboratories 
of the New Jersey Zine Co. and has been selected with a view to its 
general bearing on zinc metal problems rather than on any specific or 
local mill problems. We would, in fact, regard it as highly inappropriate 
to seek authorization to publish actual mill schedules or to assume re- 
sponsibility for contributing details of the rolling practice at the Palmer- 
ton Mill. 

Finally, much of the information which would be required to fully 
establish the comparative merits of zine and other ductile metals or 
alloys in the face of widely varying manufacturing or service require- 
ments is virtually non-existent. We do not feel qualified to write authori- 
tatively or at length on this aspect of the subject, viz., on what might 
be termed “comparative metal technology.” Data of this sort will 
gradually accumulate, and until sufficient evidence is at hand, many 
of our opinions as to the adaptability of zine in competition with other 
metal already established in a given service must be in part speculative 
and in part based on such elementary properties as have been adequately 
described. 

The foregoing introductory remarks will perhaps serve to explain what 
may appear to be a rather inadequate presentation under an asuming 
title. We hope that this paper may at least set forth some of the more 
essential scientific aspects of the subject in hand and that it may be 
followed by others carrying the subject still further. 

In this paper the following topies will be discussed in the order indi- 
cated. 

1. Rolled zine as described in the existing literature. 

2. The properties and behavior of zine from a theoretical point of 
view. 

3. The effect of the ordinary rolling variables on zine as compared 
with copper and the copper base alloys: Factors controlling the “temper” 
of rolled zine. 

4. Static properties of soft, medium and hard strip zine before and 
after annealing. 

. Dynamic ductilities. 
. Stiffness of worked zine; alloyed products. 
. Successful applications. 
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1. Rotuep or Worked Zinc as DEscRIBED IN THE EXISTING 
LirERATURE 


There are about a half-dozen published papers which may be profit- 
ably read by those interested in the general nature and properties of 
worked zinc. These papers constitute the nucleus of the technical 
literature in this field and while they collectively offer a certain survey 
of the mechanical properties of ordinary rolfed or drawn zinc, they fail 
to give any adequate characterization of the true physical condition or 
structure of the metal tested. Naturally, they leave us without infor- 
mation as to the ordinary range or variation of properties which may be 
expected in this type of material as a result of specified treatment. 

The first three of these publications are of German origin, viz., (1) 
J. Bauschinger. Einfluss der Zeit bei Zerreissversuchen mit verschie- 
denen Metallen. Mitteilungen aus dem mech-technischen Lab. der 
Technische Hochschule in Miinchen. Heft 20 (1887). (2) A. Martens. 
Festigkeitsuntersuchungen mit Zinkblechen der Schlesischen Aktien 
Gesellschaft fiir Bergbau und Zinkhiittenbetrieb zu Lipine 0 = S. 
Mitteilungen aus dem Kéniglichen tecbnischen Versuchsanstalten zu 
Berlin. Erginzungsheft IV (1889). (8) O. Meyer. Uber die Higen- 
schaften von Zinkblech und dessen bleibende Zustandsinderungen bei 
verschiedenen Legierungen. Oesterreichische Zeitschr. fir Berg und 
Hiittenwesen, Oct. (1905). 

All three authors give tension tests on rolled metal, and summaries of 
certain of the principal data, recalculated into English units, have been 
included by (4) H. F. Moore in a more modern paper entitled “An Inves- 
tigation of the Strength of Rolled Zine.” Univ. of Illinois Bulletin, vol. 
9, No. 9 (1911). 

The following comments will define the class of data and some of the 
uncertainties associated with these papers: Bauschinger tested pieces 
cut parallel to the direction of rolling from a sheet of Upper Silesian rolled 
zinc 0.07 cm. thick (about 0.028 in.). No further characterization of the 
metal was given. The milled test section was 3 cm. wide and 15 cm. 
long. He pulled the strips at four different speeds, viz., the several 
tests were completed in 614, 224, 3714, and 81 min., respectively. A 
table of results includes maximum load, breaking load, contraction, and 
elongation (15-cm.). 

In the 6-min. test the break eccurred so soon after the maximum 
load had been reached that the breaking load could not be read. In 
other cases the breaking load was about 80-90 per cent. of the maximum 
load. Both maximum load and breaking load increased with the rate of 


loading. The highest and lowest maximum load strengths were about 


30,100 and 24,100 lb. per sq. in. A 
The contraction of area remained substantially constant, while in the 
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words of the author “the elongation (10 to 20 per cent. in 15 em.) seemed 
to depend more upon incidental unknown circumstances than upon the 
speed of testing.” 1t may be well to add that the author found no rela- 
tion between the rate of loading and the strength of cast zine. His 
samples gave an average maximum load strength of about 3500 lb. per 
sq. in. 

Martens’ paper is a much more extensive one and it contains a very 
minute description of his experience in tension tests with zinc. We quote 
him substantially as follows in his introductory description of the charac- 
teristics of rolled zinc in tension: ° . 

“In the tests it became evident at once that one cannot make use of 
loading by direct application of weights with any prospect of success if 
one desires a correct picture of the behavior of the material. Zine is in 
a very high degree influenced by the rate of performing the test. The 
maximum load is reached immediately after the material begins to stretch 
noticeably, and practically the whole extension up to the break occurs after 
the maximum load has been reached. The force necessary for flow of the 
body under definite constant rate decreases steadily and it is impossible, 
in view of the great sensitiveness of zinc in this respect, to change the 
weights evenly enough to avoid clouding the results.”’ 

In order to overcome the difficulties with his first machine, the author 
after much experimentation constructed a machine which operated at a 
chosen constant speed and autographically gave the changing load through 
a hydraulic measuring device. This machine was evidently very sensi- 
tive and the results reported deserve careful attention. The actual 
behavior of zinc in the tensile test was described in detail. A number of 
tests were made in which the machine was suddenly stopped while the 
specimen was stretching. During the pause of 1 min., the load previously 
obtained decreased spontaneously, accompanied by further stretch of 
the specimen, until a lower equilibrium value obtained. For 1-min. 
pauses, the load dropped in some cases to about half its former value. 
(Average of 63 per cent. in 73 tests.) 

After preliminary tests with earlier machines, Martens made tests on 
plate rolled in one direction from a slab 300 mm. wide to three times 
its original length, using his latest machine of 50,000 kg. capacity 
with autographic mirror attachment to indicate a graphical relationship 
between load and deformation. The final thickness of the material was 
5.4 mm. (0.213 in.). Analysis of the metal showed: lead, 1.06 per cent. 
and iron, 0.02 per cent. No other elements were determined. 

One of Martens’ tables, according to which the increase in stress oc- 
curred in stages, most of them followed by a stage in which the stress was 
lowered to 185 Ib. per sq. in., is given below. The area of the test section 
was 4.4 by 9.0 mm. The speed of operating the machine is not given. 
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TABLE 1.—Stress-strain Data from Rolled Zine Plate. (Martens) 


ee onee oe : Total Elonga- , 
meee A Under Eeee— aeetTen Stress, While tea ear 4. 
ier: ousandths | Lb. per Sq. In. en Thousandths 
Thousandths of 1 Mm. < Thousandths of 1 Mm. 
of 1 Mm. of 1 Mm. 
a pen ve ee 
185 0 1792 260 
356 20 185 | | 64 
185 | 2 2688 437 
711 63 | 3584.’ 634 
185 | 1 rats 178 
1081 | 106 3584 : 673 
185 4 185 229 
1437 156 3584 Te 
185 ll 185 283 
1437 161 3584 763 
185 | Peels 185. | 292 
1437 | 164 3584 | 767 
185 | 18 185 | 304 
1437 171 4495 976 
185 | ie i9 B30) 21380 
1437 172. 4 185 | | 567 
185 | 20 5391 | 1430 
1792 pe 2304 =| 185 | | 647 
185 | 37 5391 1495 
1792 255 / 185 | 685 
185 | | 57 5391 1545 
1792 | 252 | 185 750 
185 | | 57 5391 | 1589 | 
1792 | 259 185 | 782 
185 61 6287 2062 =| 
7155 2660 metal fl owing slowly 


On the basis of this and similar tests the author writes that there 
can be no consideration of a true elastic behavior in rolled zinc plate; 
the permanent set increases after each stage of loading even in the case 
of very small loads. In fact, where the change from higher to lower load 
is repeated, the respective changes (drops) in elongation appear to vary 
among themselves. 

Other tests with this material gave clear indications that with stresses 
under some 2000 Ib. per sq. in. the specimen continues to stretch from 
minute to minute as the load is maintained. Further tests on the influ- 
ence of the time factor are given in Table 2. These tests presumably 


- correspond to (relatively high) stresses at which the metal had begun 


to stretch noticeably 
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TaBLE 2.—Effect of Interruption During the Tensile Test of Zinc Plate 
: (Martens) 


si i we Decrease of Load at Expiration of: 
Test No. prea x ae 
10 Min. 6 Min. 5 Min. 4 Min. 3 Min. | 2 Min. 1 Min. 
1 73.7 | 66.0. | 65.3 | 61.0 967 | 53.9.1 440 
2 88.2 | 78.9 ares 74.6 | 62.4 | 51.9 | 42.4 
3 72.4 61.9 60; 9m) 59.3— We oOn Oe, 44.8 34.8 
Average....... 78.1 68.9 66.8 | 65.0 | 61.0 50.2 40.4 


Similar indications may be obtained more conveniently by varying 
the speed of the testing machine, 7.e., operating first at a given speed 
and then suddenly raising or lowering the speed to a different value. 
According to this procedure, stress-deformation curves of the type shown 
in Fig. 1 will result. 


Stress 


Abrupt Decrease of Rate 


Deformation 


Fig, 1.—EFFrEcT OF CHANGE OF RATE OF LOADING IN THE TENSION TEST WITH ZINC 
(Martens.) 


After describing the principal characteristics or peculiarities of rolled 
zinc in the tension test, Martens reports data from three main groups of 
experiments, viz., 

1. Tests at room temperature with material taken from the mill 
stock of the “Schlesische Aktiengesellschaft fiir Bergbau und Zinkhiitten 
betrieb zu Lipine in Oberschlesien,” and with competitive material. 

2. Tests at the several temperatures; 80°, 120°, 150°, 170° and 200° Gs 
with plate 0.6 mm. thick also taken from stock. 

3. Tests at room temperature with a series of eleven plates or sheets, 
each representing a stage in the course of rolling from an initial thicktiess 
of 5.6 mm. (end of stage 1) to a final thickness of 0.48 mm. 

The first three stages represent rolling in one direction to two, three, 
and four times the original length, respectively; while the last eight stages 


load X = x “Volligkeitsgrad” X 
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represent pack-rolling to decreasing thickness in a uniform direction after 
previous rolling from an initial length of 300 mm. to one of 710 mm. 
in the other major direction. During pack-rolling, a sample was taken 
after every 500 mm. increase in length. 

The several different materials tested all showed about the same lead 
and iron contents by analysis, viz., close to 1 per cent. and 0.02 per cent. . 
respectively. . 

The test pieces were cut from the plate or sheet to represent both major 
directions. They were milled to give a narrowed central section of the 
usual type. Full dimensions are not given.. Most of them were pulled 
at a rate of 0.77 mm. (0.03 in.) per minute. 

These tables give data of the following character: Thickness, area 
of test section, maximum load (taken from the autographic record), 
percentage elongation in 100 mm. (measured in the usual manner after 
fracture), area of the stress-deformation diagram. “Vélligkeitsgrad”’ 
=ratio of area of diagram to area of limiting rectangle (maximum load X 
maximum deformation under load). ‘Arbeits vermégen” = maximum 

per cent. elongation 


100 sp. weight, or 7.20° 

A reasonable number of tests (five or six) were made in order to get a 
reliable average in each case and the author makes special mention of 
the disturbing irregularities. encountered in testing rolled zine; viz., 
‘‘external influence such as local failure and action of the grips are of con- 
siderable effect, so that it is absolutely necessary to take the average from 
a large number of tests.” : 

In the first series of tests, five ‘Silesia’ sheets (thickness 0.22 to 
1.06 mm.) show in the direction of rolling average tensile strengths from 
19,487 to 28,163 lb. per sq. in. and average elongations from 12.2 to 22 
percent.in 100mm. At right angles to the direction of rolling, they show 
tensile strengths from 21,762 to 30,154 lb. per sq. in.; and percentage 
elongations from 8.2 to 13.5. 

Two sheets of competitive material (0.66 and 1.03 mm. thick) show 
in the direction of rolling average tensile strengths of 18,064 and 17,495 
Ib. per sq. in. respectively; and percentage elongations of 11.2 and 14.4. 
In the other direction, corresponding figures are 19,202 and 27,879 for 
tensile strength and 14.2 and 17.8 for elongation. 

There is hardly any use in discussing the comparative data from tl 
above tests as the details of manufacture of the sheet used are obscure. 

The fact that the “Silesia” sheet is weaker and more ductile in the 
direction of rolling than in the crosswise direction, while the competi- 
tive sheet is weaker and less ductile in the direction of rolling than in 
the crosswise direction, can only be explained with relation to the 
quantity and direction of fiber brought about in the rolling operations. 
Doubtless, the competitive sheet before final rolling had been re- 


duced extensively in a crosswise direction. 
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In view of the interest attached to the strength and ductility of zine at 
elevated temperatures, we reproduce here Martens’ table of tests dealing 
with this subject (values designated as “‘VOlligkeitsgrad”’ and “‘Arbeits 
vermoégen”’ are not included). It should be noted, however, that the 
character of the sheet used is not well established. It is merely desig- 
‘ nated as sheet about 0.6 mm. thick, taken from stock, and containing 
1 per cent. of lead and 0.02 per cent. of iron. 


TaBLE 3.—Martens’ Tests of Strength and Ductility of Rolled Zinc 
at Elevated Temperatures 


Ultimate Tensile Strength Percentage Elongation 
b. per Sq. In. | in 100 (?) mm. 
Temperature, — — ig a 
Degrees C. | Direction of Final Crosswise Direction of Crosswise 
Rolling | Direction Rolling | Direction 
Room 19,487 91,762 | 12.2 12.6 
80 | 12,232 12,659 27.8 31.0 
120 | 7,965 | 9987 |b. v66s7 52.1 
150 5,263 | 6116 | 112.7 | 90.2 
1G | 7,965 | 7,823 22.1 | “stow 
200 | 5,832 |) -6)258 | 9.0 5.4 


Martens’ principal conclusion from these results is that it would ap- 
pear advantageous to conduct all operations on zine which bring about 
a pronounced change of form, 7.e., rolling, pressing, stamping, etc., with 
heated material in so far as the operation itself does not supply the heat; 
since at 150° C. there occurs a combination of low strength and high duc- 
tility. Some comment of this subject will be given later. 

The third and last group of tests by Martens is fairly extensive and the 
metal used is rather better characterized than was the case with previous 
tests. These tests give the strength and ductility of plate or sheet passed 
from one stage to another in the rolls, and the direction of rolling and 
thickness from stage to stage are clearly indicated, as already noted. 

These tests, in general, show an increase both of strength and ductility 
as the rolling progresses, marked by very considerable irregularities in 
the thinner gages. The author was unable to explain these variations 
in the absence of knowledge as to the structural characteristics of the 
material at different stages. 

Since we shall be able to show a similar series of tests in which struc- 
ture and properties are correlated (Section 3) there is little to be gained 
by further discussion of Marten’s tests. 

Meyer tested a greater variety of material as regards its chemical 
composition but he dismisses all questions as to preparation of the sheet 
with the brief statement that it was rolled in the “staatliche Zinkhiitte 
Cillis in Siidsteiermark.” 
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The following nine varieties were used: 


Leap, CapmiuM, Iron, Corpprr, 


Per Cent. Per Centr. Per Cant. Par Cunr, ARSENIC 

1 1.04 0.05 0.020 0.009 Trace 
2 0.024 0.047 0.026 Trace Trace 
3 0.100 0.244 0.023 0.00096 Trace 
4 0.021 0.402 0.021 Trace Trace 
5 Same as No. 4 but unevenly alloyed. 

6 0.025 0.59 0.023 Trace Trace 
7 0.025 0.912 0.024 Trace Trace 
8 0.81 0.732 0.03. Trace Trace 
9 0.81 0,03 5 0.038 Trace Trace 


Meyer’s principal tests were made on material (1) as received (2) after 
1 min. treatment with 5 per cent. nitric acid or (3) after annealing for a 
period of 1 hr. at 275 +5°C. The thickness of the sheet was in the neigh- 
borhood of 2 mm., while the length of the test section was 15 cm. and the 
width approximately 2 cm. 

Much attention was paid to the elastic properties of the material 
and while values for modulus of elasticity, elastic limit, and limit of pro- 
portionality are reported, the author freely concedes their indefinite 
character and we doubt if they have any real value. It is, however, 
claimed that the annealed samples, as contrasted with the samples in 
their original condition, exhibited a definite elastic behavior, although at 
very low stresses. For example, values up to 3500 Ib. per sq. in. are 
reported for the elastic limit of annealed material and up to 2500 |b. 
per sq. in. for the limit of proportionality.' No particular relationship 
between these values and the chemical composition can be discerned. 

Although it is not clear just what annealing procedure, in addition 
to that given above, was undertaken by the author, he gives in a general 
summary of results the various temperatures at which the different kinds 
of material first anneal, or undergo a “transformation ”’—principally 
in the sense of deterioration. 

These ‘transformation temperatures” are as follows: 


Material No........0..604- Py S20 Pari 49] ou itllo 


Transformation tempera-| 
ture, degrees C......... 


| 
| 


1 The highest stress which produces no detéctible deformation is greater than 
the highest stress at which stress and deformation retain their proportionality. Both 
values of stress are very low, that is, the material fails almost from the beginning to 
follow Hookes’s law, as the deformation commences to accelerate at once. This 
acceleration naturally increases as the stress rises to relatively high values. There 
is a fairly linear portion of the stress strain curve along which an approximate (vari- 
able) modulus of elasticity can be calculated. 
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It makes little difference how long the material is annealed at the 
transformation temperature; the characteristic change in properties 
is produced even after an anneal of 1 minute. 

It appears unprofitable to discuss the effect of annealing at this time, 
as considerable data of a more definite character will be presented in this 
paper, and certain factors which profoundly influence the annealing char- 
acteristics of rolled zine can be specified in due course. 

Meyer’s tests after acid treatment were undertaken to determine the 
effect of an etching treatment approximating that frequently applied 
commercially (to lithographers plates, etc.) on the mechanical properties 
of the metal. He found that such treatment had little or no effect. 
The metal was not embrittled and it retained its normal tensile charac- 
teristics, quite contrary to what has been experienced in the case of 
other metals, notably iron, probably owing to gas absorption. 

We give here a table summarizing some of the more important tests 
published by Meyer, with the comment that the elastic properties, and 
“Quality Coefficients” reported by him are not included, as it does not 
seem advisable to introduce a lengthy discussion of these tests. 

Obviously, the effect of annealing all of the above material has been 
to impair both strength and ductility. It will be pointed out later that 
results of an entirely different character may be obtained with certain 
varieties of rolled zine. 

On the basis of his annealing experience, Meyer argues at large con- 
cerning the effect of temperature in the rolling or working of zinc. He 
affirms positively that rolling at a temperature much higher than 150° C. 
would yield an inferior product whose properties would correspond with 
those of “transformed”’ or annealed zine. Furthermore, he finds sup- 
port in Martens’ tests at elevated temperatures for a contention that the 
allowable temperature limits for successful rolling or working of zine are 
quite narrow—not far removed in either direction from 150° C, 

Such conclusions are altogether too broad and founded on insufficient 
evidence. The rolling temperature may be properly varied between 
wide limits depending upon the kind of metal to be rolled and the prop- 
erties desired. Rolling at or above the so-called transformation tem- 
perature need not produce a “transformed”? (é.e., coarsely crystallized) 
zinc. ‘There is considerable difference in the grain characteristics 
produced by annealing a cold-worked or strain-hardened product and 
by direct working at the effective annealing temperature. This is a 
commonplace observation taken from general metallographic experience 
and it merely serves to emphasize the necessity of considering the whole 
group of rolling variables before specifying the effect of any one of them. 

Moore’s tests were made with eighteen sheets of rolled zine, each 
18 by 20 in., furnished by the Matthiessen & Hegeler Zinc Co. and varying 
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in thickness from 0.006 to 1.0 in.; with samples of sheet zine purchased 
in the local market; and with a few specimens of cast zinc. 

No analyses are given and likewise no details as to the manufacture 
of the sheet. 

The cast zine was tested in tension, in compression, and in torsion. 

The rolled zinc was tested in tension, in cold bending, and in shear 
(punching tests and tests in direct shearing). Quite a number of stress- 
deformation diagrams are given and comparisons with steel plate are shown. 

Moore’s experience in studying the elastic behavior of this material 
was similar to that of the earlier authors. “A set was detected in 
most tests after the removal of the first load applied, however low.”’ 

A stress-compression diagram from cast zinc and a stress-deformation 
diagram from rolled zinc, both made ‘to represent steadily increasing 
repetitive loading, indicate a pronounced loss of energy, or mechanical 
hysteresis, during the release and re-application of the load. This 
condition was clearly foreseen by Martens. 

In view of the fact that Moore’s paper is more readily accessible than 
the papers previously reviewed, we will forego any reproduction of his 
tables. 

His own summary is, however, quoted as follows: 

1. Zine either rolled or cast has no well-defined yield point and its 
elastic limit is very low. Zine possesses a relatively high degree of 
plasticity. 

- 2. The ultimate tensile strength of thin rolled zine plate (not more 
than 0.05 in. thick) is about 24,000 lb. per Sq. in. 

3. The modulus of elasticity of zine in tension is about 11,500,000 
Ib. per sq. in. 

4. 'The stress per square inch of area sheared developed in punching 
or shearing rolled zinc plates is about 40 per cent. of the stress developed 
in punching or shearing mild steel plates. 

5. The energy per square inch of area sheared per inch thickness of 
plate required to punch or shear rolled zine plates is about 30 per cent. 
of the energy required to punch or shear mild steel plates. 

6. The ductility of rolled zine is much less than that of mild steel,? 
and the ductility of zine plate with the grain is greater than the ductility 
across the grain. 

The fourth paper to be considered—(4) -M. G. Timofeeff. Sur la 
Récristallisation du Zine Beroui. Revue de Métallurgie, vol. 11 (1914), 
pp. 127-132—is of an entirely different character from the others, in 
that it contains no record of mechanical properties but is devoted to the 
microscopic metallography of zine. It is the first paper in this field. 


* The reader should not accept this statement as of-general validity. The rolled 


zine tested by Moore was not representative of the high ductility which can be obtained 
in this product. 
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Briefly, the author has annealed and examined a series of samples 
which had previously been severely strained in a vise, using a set of five 
annealing temperatures between 66° and 360° C. inclusive. 

The chemical composition of the metal is not given. An admirable 
set of photomicrographs is included but statement of the magnifications 
used is overlooked. ; 

The author was very careful in his preparative technique to keep 
the metal cooled by means of ice water in ‘order to avoid structural 
changes during such handling. 

A rather lengthy period of anneal, viz., 6 hr., was used in the tests. 
The result, as exhibited in the micrographs, is similar to that which has 
been described so often in the case of brass and other copper base alloys; 
a definite grain size corresponds to each annealing temperature and 
growth of grain is very perceptible from one temperature stage to another. 
The author observes, however, that the grain size is not determined by 
the temperature in the sense that an equilibrium value is obtained 
for each temperature. For example, continued annealing of the 302° C. 
sample for two weeks produced a striking increase in its grain size. 

He also reports coarsening at room temperature of a sample which 
had been worked 15 years previously. 

Good illustration is given of the structural effect produced in the grains 
by shock or slight working. Even very moderate strains, such as may 
easily result in removing a casting from the mold, usually suffice to alter 
the structural appearance by causing bands (‘‘raies”’) of varying width, 
direction, and hue to bridge or partly cross individual grains. 

We may add that any bending or similar manipulation of a coarse- 
grained piece of rolled zine will bring about the same effect and that this 
structural alteration is contemporaneous with the “ery”? which accom- 
panies the strain. This effect can be distinctly recognized as a change 
of orientation of narrow blocks of material within the grain and there 
seems to be little doubt that it is a form of mechanical twinning. It is 
noteworthy, however, that worked zinc which has subsequently been 
annealed and rendered coarsely crystalline shows no evidence of the 
twinned structures which are so common in annealed brass and copper. 

Timofeeff writes that in the early stages of an ordinary process 
of deformation the contours of the large grains, each permeated by these 
“raies,’”? can be distinguished, but that at the end the totality of metal 
is transformed into a mass of small crystals showing a longitudinal dis- 
tribution in accordance with the principal direction of extension of the 
piece. ; 

“The greater the number of gliding planes and the smaller the size 
of the crystals, the greater the ease of working the metal.” 

Our own annealing experiments with strip zinc have produced results 
which seemed rather surprising in view of Timofeeff’s regular and even 
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growth of grain from one annealing temperature to another, 1 t.e., we could 
obtain no sharp control over the grain size in annealing, as the phe- 
nomenon of selective grain growth seemed to predominate more or less 
in accord with certain generalizations advanced by Jeffries.* 

During the last three (war) years two foreign papers of considerable 
interest in the zinc field have appeared: ; 

(5) E. H. Schulz. Neuere Erfahrungen tiber Wege zur Veredelung 
des Zinks. Metall. und Erz., vol. 13 (H.F.4) Heft 12 (1916) pp. 279-289. 

(6) L. Guillet and V. Bernard. Recherches sur des Alliages Riches 
en Zinc. Revue de Métallurgie, vol. 15 (1918), pp. 407-425. 

Our review of the technical literature in this field will be concluded 
with a brief summary of these two papers. 

Schulz’s paper contains no lengthy tables of data but deals in a more 
general way with the properties of (1) unalloyed and alloyed products 
in cast form and (2) unalloyed and a few alloyed products as drawn or 
extruded. 

The author proceeds from the point of view that wrought zinc has in 
no way attained to a position of importance commensurate with the 
large production of the metal (in Germany and Belgium). He observes 
that there are two possible methods of “ennobling” or improving the 
qualities of a metal, viz., by alloying, and here he cites the alloy-steels 
as an illustration, and by thermal and mechanical treatment. 

There follows a description of the effects of iron, tin, aluminum and 
copper in various percentages up to five or six on the grain characteristics 
(by fracture), the Brinell hardness, the tensile strength and elongation, 
and the transverse (bending) strength of zinc. 

The material used as a starting point for these tests was the German 
“Raffinadezink” containing up to 1.3 per cent. of lead and 0.2 per cent. 
of iron, some cadmium, and traces of other metals. 

The author states that such material as cast in forms is rather coarsely 
crystalline, brittle, 39-hard according to the Brinell test and 13 according 
to the Shore test, and of low strength (3000 to 4000 lb. per sq. in.), and 
practically no ductility in the tension test. While chiefly by pouring just 
above the freezing temperature, its grain may be not inappreciably im- 
proved (refined), nevertheless, the limitations are such that alloying is a 
very logical procedure to adopt. 

As a result of alloying, improvement in practically every property 
except that of ductility was attained. 

Relative to the effects of the different metals, iron and tin produced 
no improvement, while aluminum and copper appeared in a more favor- 
able light. 

Six per cent. of the former metal raised the tensile strength of “ Raffi- 


* Various papers and discussions on Grain Growth published in the Transactions 
for the years 1916-17. 
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nadezink”’ up to some 23,000 lb. per sq. in. and intermediate quantities ' 
produced intermediate effects. The hardness of the alloy containing 
416 per cent. of aluminum was 72 Brinell and 29 Shore and the cross- 
bending strength of this alloy was more than 1 kg. per mm’. as compared 
-with 0.4 kg. per mm‘. for the unalloyed metal. Considerable toughness 
is also attributed to these aluminum alloys. In spite of these favorable 
properties, the author advocates caution with respect to the use of alumi- 
num in zine. He bases this mainly on conclisions drawn from one of the 
old zinc-aluminum diagrams according to which about 3 per cent. of 
aluminum can exist in solid solution in zinc’ Beyond 8 per cent., in 
addition to the zinc-rich solution, a second structure element containing 
some 50 per cent. of aluminum appears and itis the segregation of this 
lighter constituent which the author fears when moderately large quanti- 
ties of aluminum are added to zine. 

This conclusion should be modified in the face of newer and much more 
complete equilibrium data supplied by Bauer and Vogel,‘ viz., less than 
1 per cent. (instead of 3 per cent.) of aluminum dissolves in solid zine and 
the second constituent contains scarcely more than 20 per cent. of alumi- 
num (instead of 50 per cent.), whereby the net tendency to segregation 
would probably be lessened. 

However, in addition to this more or less theoretical evidence, the 
author cites a practical disadvantage of aluminum, in that it tends 
strongly to promote unsoundness in the castings. For these various 
reasons the author prefers to use not more than 3 per cent. of aluminum 
in zinc. 

This question of the effect of aluminum in zinc is one which seems to 
require additional consideration and it may not be amiss to point out at 
this time another aspect of the situation. As will be shown later, Guillet 
has also ascribed very favorable tensile properties to zinc alloyed with 
aluminum, and his tests were made with worked material (both rolled and 
drawn). In fact, in reading the literature one cannot avoid the impres- 
sion that aluminum, or aluminum in combination with copper, when 
alloyed with zine produces a superior type of material, at least from the 
standpoint of mechanical properties. 

On the other hand, we can refer very positively to cases of failure 
due unmistakably to the presence of aluminum in the metal. Such 
failures are of the nature of weakening or even disintegration under 
extreme atmospheric conditions, or similar effects in greatly exaggerated 
form under artificially induced conditions such as exposure to wet steam. 
Rigg and Morse® have reported exposure experiments using steam at 


+ Beitrag zur Kenntnis der Aluminium-Zink-Legierungen. Internat. Zeitschr. fiir 


Metallog. (1916) 8, 101-178. 
Panels of Tampurities in Spelter on Slush Castings. T'rans. Am. Inst. Metals 


(1915) 9, 53. 
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ordinary atmospheric pressure with cast zinc-aluminum alloys contain- 
ing a rather high percentage of aluminum (20 per cent.) and made from 
various grades of spelter. They encountered cracking, swelling, and even 
crumbling in the case of those alloys made from common spelter, while 
“no guch results occurred in the case of alloys made from high-grade spelter. 
Failures of zinc-base die castings containing aluminum have been reported 
a number of times and yet in a recent test we exposed a thin walled die- 
casting containing (6-614 per cent. tin, 244 per cent. copper, and 
16 per cent. aluminum) to steam for more than a week without sensible 
alteration. 

We have, however, a record of remarkable failures in the case of zinc 
foil (0.008 in. thick) rolled in the laboratory from seven small castings con- 
taining from 0.01 to 0.5 per cent. of aluminum. After a 24-hr. treatment 
in wet steam, all of these except the first became noticeably brittle and 
those containing only a few hundredths or a few tenths of a per cent. of 
aluminum had blackened, blistered, swollen, and in general become so 
brittle that they broke in mere handling. 

Similar tests were made with foil containing various additions of lead, 
copper and cadmium (separately) but brittleness of this sort was not 
encountered in any case. 

Further tests were made on thin zine strip rolled according to the 
usual practice in the mill from Horse Head slabs alloyed so as to contain 
1 per cent. of copper + 1 per cent. of aluminum, 1 per cent. of copper + 
2 per cent. of aluminum, and 3 per cent. of copper + 1 per cent. of alumi- 
num. All of this material blackened, swelled, and became brittle. A few 
tests were then made with an aluminum alloy prepared from a sample of 
extremely pure zinc. The failures again occurred but in less pronounced 
form than was the case with less pure alloys of similar composition. 

It seems fairly evident that the deterioration of these alloys is primarily 
a specific property of the binary system zinc-aluminum within certain 
concentration limits on the zine side, but that the presence of certain 
impurities accelerates the action. 

Bauer and Vogel’s equilibrium diagram indicates two possible ex- 
planations: 

1. That it is due primarily to the chemical action of water-vapor on 
the compound, Al,Zns;, present in these alloys. 

2. That it is due to volume changes associated with the transforma- 
tion of the compound into the two solid-solution phases (saturated zinc- 
rich solution containing 0.75 per cent. Al + saturated aluminum-rich 
solution containing 25 per cent. zinc) which occurs at 256° C. 

While we cannot go into this matter exhaustively, the fact that heat 
treatment alone does not produce disintegration and the additional fact 
that in cases of half-way or uncompleted disintegration perfectly good 
material is found in the interior of the sample (7.e., the action pro- 
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ceeds from the surface inwards) determine our preference for the first 
explanation. 

In order to avoid any possible misconception as to the general behavior 
of zine and aluminum in combination, it should be emphasized that the 
disintegration just described does not occur, nor would it be expected, in 
the case of alloys containing very high percentages of aluminum. For 
example, the compound Al.Zn; does not occur in an alloy composed of 
80 per cent. aluminum + 20 per cent. zine, but the zinc remains in solid 
solution in the aluminum. An alloy of this sort behaves well in compari- 
son with commercial aluminum when subjected to corroding influences. 
Any one interested in this subject will find much valuable information in 
Bauer and Vogel’s paper. 

Returning again to the discussion of Schulz’s paper, we note that his 
tests of the copper alloys likewise indicate considerable improvement in 
the mechanical properties. There is a gradual increase in hardness with 
the copper content and likewise a gradual increase in strength. For 
example, the 1 per cent. alloy has a Shore hardness of 16 and a tensile 
strength of about 8500 lb. per sq. in., while the 4 per cent. alloy has a 
hardness of 27 and a tensile strength of about 18,500 lb. per sq. in. Fur- 
thermore, it is stated that copper is effective in refining the grain of cast 
zinc.® Except for a certain type of shortness (“ Kurzbruchigkeit’’) 
with the higher copper contents, the author finds copper the most suitable 
material to choose for the purpose of improving the quality of cast zinc. 
He thereupon proceeds to utilize the toughening property ascribed to 
aluminum, by combining the previously specified limiting quantity of 3 
per cent. of this metal with enough copper to raise the tensile strength to 
the desired value. 

Thus, a zinc alloy containing 3 per cent. of aluminum and 2 per cent. 
of copper gives a tensile strength of about 10,000 lb. per sq. in. while one 
with 3 per cent. of aluminum and 6 per cent. of copper gives nearly 26,000 
Ib. persq.in. Itis stated that these alloys can be poured so as to produce 
a fine grain and that they have no pronounced tendency to unsoundness. 

The latter alloy virtually represents the outcome of the author’s 
efforts to produce a highly improved cast zinc. He considers that it com- 
pares with the more expensive copper-brass alloys very much in the same 
way that cast iron compares with steel, 7.¢., it is described as an eminently 
suitable material for many purposes, although perhaps not adapted to 
general use as a material of construction. 

The last part of Schulz’s paper deals with the improvement of zine 
by mechanical and thermal treatment, viz., by rolling, drawing, and 
extruding, chiefly the latter. 


6 We have not found this to be strictly the case in our own experiments using 
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The process of rolling is cited merely as a well-known example of the 
‘efficacy of thorough working at suitable temperatures in bringing about 

far-reaching improvement of the properties of the metal. ‘As a result 
of this rolling into sheet, when conducted properly, the metal zinc, 
ordinarily so weak and brittle, becomes transformed into a material 
possessing a tensile strength of 27,000 to 35,000 lb. per sq. in. and a 
percentage elongation of 15 to 18.” 

The properties of good extruded zine (presumably ‘“Raffinadezink’’) 
are summarized as follows: 

Yield point faintly marked at about 17,000 lb. per sq. in. 

Ultimate tensile strength at 23,000-26,000 lb. per sq. in. 

Percentage elongation (100 mm.?), 20-60. 

Brinell hardness, 40-50. 

Precautions as to soundness of the billet, temperature of extrusion 
and relation of size of billet to size of extruded rod are essential in order 
to attain the above desirable characteristics. 

On heating an average sample of extruded rod, coarse crystallization 
occurs rapidly at a temperature in the neighborhood of 180-200° Cy 
and slowly at somewhat lower temperatures. The author concludes that 
extrusion in this temperature region will produce inferior metal and the 
properties of a sample of this sort are reported as follows: ultimate 
tensile strength, 16,500 lb. per sq. in.; percentage elongation, 7; Brinell 
hardness, 41. 

The author states that it is possible by rolling in grooved rolls to 
produce zine rod whose properties approximate those of extruded zine. 
Thus the following properties are ascribed to rolled rod 45 to 55 mm. in 
diameter: ultimate strength, 20,000 to 21,500 Ib. per sq. in.; percentage 
elongation, 20 to 35; Brinell hardness, 44 to 52. 

Finally, the effect of alloying with copper has been studied in relation 
to both rolled and extruded zine and the following comparisons of prop- 
erties are given: 


a 


Extruded Zine Rolled Zine Extruded Zinc 

Containing 1 Per Cent.|Containing 1 Per Cent. Containing 2 Per Cent, 
Copper Copper Copper 

pase See eee = i ae pt 

Ultimate tensile strength, 

lbspertag! nat Ae 33,000 | 28,500 32,000 
Percentage elongation... . . 43 31 27 
Brinell hardness......... , 72 62 | 64 


The paper by Guillet and Bernard describes work undertaken in the 
effort to produce an alloyed zine in rolled or extruded form which would 
satisfactorily replace certain copper alloys. These authors enjoyed the 
coéperation of “La Société de la Vieille Montagne” in rolling, of “Les 
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Fonderies des Usines de Dion Bouton” in casting, and “La Société 
du Duralumin” in drawing, which established very favorable conditions 
for the experimental working and testing of these alloys. 

Six types of material were investigated: 

“(a) Pure zine (Pb = 0.5) and ordinary zinc (Pb = 1.0) 

(b) Ordinary zine +.1, 2, 3 or 5 per cent. aluminum. 

(c) Ordinary zinc + 1, 2, 4 or 6 per cent. copper. 

(d) Ordinary zine + 2 per cent. aluminuf + 2, 4, 6, 8 per cent. 
copper. 

(e) Ordinary zinc + 4 per cent. aluminum -++ 2, 4, 6, 8 per cent. 
copper. 

(f) Ordinary zinc + 8 per cent. aluminum + 4 per cent. copper 
(German type of alloy).” 

The authors’ summ try of tests is given in Table 5. 

No adequate description of any of these tests is given. In particular 
we deplore the lack of information as to the details of the shock tests 
and the significance of the values given for resilience. The authors 
merely cite the type of sample and machine “Eprouvette Mesnager, 
mouton Guillery”’ used. 

The extruded alloys are superior to the rolled alloys, particularly 
with respect to ductility. Furthermore, some alloys which could not be 
rolled were successfully put through the press (Nos. 9, 10, 13 and 14). 
No attempt was made to roll alloys 16-20 inclusive (see Table 5). 

The authors sought particularly to obtain a zinc substitute for a brass 
showing the following properties: 


Ce ee EE 


Oia ane een aay Percentage Elongation Resilience 
=. = aes r ae ™ 7 
40,000-45,500 | 25-30 | 3-5 
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They were partly successful with (1) an extruded alloy containing 
97.5-98 per cent. zinc (1-1.2 per cent. lead) and 1.5-2 per cent. copper, 
which gave an ultimate strength of 42,500—44,000 lb. per sq. in., a per- 
centage elongation of 27-28, and a resilience of 2; and with (2) an extruded 
alloy containing abut 8 per cent aluminum and 4 per cent. copper, which 
gave an ultimate strength of 51,000 lb. per sq. in. and an elongation of 
24 per cent. 

Considerable attention was paid to the question of homogeneity in 
the extruded material. Brinell impressions were not equiaxial and the 
rods showed a poorly distributed longitudinal fiber. 

The temperature of rolling and extrusion was, in general, 125-130°C. 
This was selected after rather elaborate tests of hardness and resilience 
at elevated temperatures; and a combination of maximum hardness 
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TaBLe 5.—Summary of Mechanical Tests on Zinc-aluminum-. 


Composition by Analysis Cast Alloys 
No. : Brinell Hardness, : 
of Ultimate : "| Ultimate 
sounedll Al Cu | Pb Fe Strength | Son'with 10-Mim. | Stfength,? 
Sq. in, | Ball and 1000 Kg.| gq’ Tn. 
Load 
1 98.84 Trace 1.15 Trace 1,707 5.18-5.13 | 28,754 
2 97.80 1.12 1.08 Trace 3,215 4.15-4.35 18,775 
3 95.93 2.51 1.53 Trace 8,904 | 4.45-4.25 | 31,292 
4 95.47 3.11 1.04 Trace 9,573 4.40-4.30 | 32,999 
5 93.10 |.5.76 Bead 1.14 Trsoes| wea aes 4.10-4.13 | 33,995 
6 97.95 0.07 0.85 1.10 Trace | -...255 | Seen 31,150 
7 97.52 | 1.30 1.10 Trace | 5,206 4.20-4.25 32,715 
8 94.67 4.21 1.10 Trace | 10,895 4.20-4.25 43,383 
9 92.36 A he: 6.44 1.06. 0.09 17,538 3.95-4.03 geet 
10 89.83 | Trace | 9.07 1.06 | Trace | 25,219 3-90-3.85) A oewcce 
11 94.79 250i a2 200: 1.27 | Trace | 3,499 3.65-3.65 | 30,297 
12 93.31 als 3.66 0.80 Trace | 15,362 3.78-3.68 | 45,650 
13 90.85 223 6.01 0.85, | Trace | 17,438 3.55=3.00 8 ei ee 
14 88.31 2.24 8.20 1.10 Trace | 20,952 3040-3300 Sl Tease. 
15 99.43 e; ni 0.51 Trace 2,176 5.80-6.10 20,767 
16 92.60 4.45 1.89 0.98 | Trace 12,232 4-01-30. 51 a ee eee 
17 90.83 4.45 3.81 | 0.85 | Trace | 23,327 3580-3290 bal ees 
18 88.96 4.41 5.73 0.91 Trace | 22,189 3.50-3.60 oon 
19 87.18 | 4.41 7.60 | 0.80 | Trace 24,323 3; 6033540) ioe eee 
20 86.60 8.53 3.85 | 0.98 | Trace | (23,754 3: 47230400] ule eee... 


* Test specimens, 13.8 mm. in diam. Test section, 100 mm. long. Elongation and reduction of 
b Test specimens, 9.4mm.indiam. ‘Test section, 68 mm. long. 


and resilience was the criterion used to define the most favorable tempera- 
ture. The curves indicate that the hardness would continue to decrease 
beyond the maximum temperature used (200° C.), but the resilience 
with most of the alloys rose rapidly from room temperature to a high 
value at about 100° C. which thereafter changed only slightly. 

Nothing whatever was written relative to the technique of rolling 
or extrusion. 

We have already remarked upon the striking examples of disintegra- 
tion produced by aluminum in thin zine sheet, upon exposure to wet 
steam. Since Guillet and Bernard have called particular attention to 
the favorable mechanical properties of an alloy containing 6 per cent. of 
aluminum in rod form we will refer again briefly to this subject. 

While we have no knowledge of exposure tests made with relatively 
thick material of this composition, the fact that the disintegration works 
from the surface inwards and that even thin sheet lasts a long time in 
a moist atmosphere at ordinary temperature (many samples which be- 
came hopelessly brittle after 24 hr. in wet steam behaved fairly well in 
laboratory storage, although at the end of 6 months deterioration was 
plainly evident) leads us to believe that such material in rod form (with 
a relatively high volume to surface ratio) would not become seriously 
affected even after long periods of time under ordinary conditions. How- 
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copper Alloys, as Cast, Rolled and Extruded. (Guillet et Bernard) 


Rolled Bars Extruded Rod 
Elonga- | Per Cent. Resilience | Ulti b i 
tion Per [Reduction | | Brinell “(Shock | Strength, | om, er | Reduction | Hard- | Resilonee 
rea res Se ea eater ule een | eer ae ee 
| 
34.50 79.1 5.25-5.25 1.87 | 29,301 30.8 66.8 4.90 2.5 
1,47 4.2 A401 SO Ts87 9 | soe Ce oe 4.20 2.5 
4.40 S3 4.35-4.35| 1.25 | 36,740 26.4 59.0 4.30 2.5 
14.70 23.9 4.40-4.40] 1.87 35,281 25.0 47.6 4.70 2.5 
2.94 | 8.3 4.50-4.40| 1.87 | 39,258 26 .4/ 42.9 4.20 1.9 
1.47 4.2 3.90-3.90 eye 39,258" 19.1 65.5 4.30 1.9 
TAY | 4.2 3.80-3.85 1.87 43,383 27.9 56.6 3.90 1.9 
wean |) 38.0 3.85-3.80| 1.25 47,650 22.0 68.3 3.90 1.6 
ss a st 51,206 10.2 14.3 4.20 rae 
Eee ice 51,345 1.4 6.2 3.65 1.2 
1.47 4.2 3.60-3.65| 1.87 45,658 S38 18.2 3.60 1.9 
4.40 8.3 3.50-3.50 1.25 53,197 16.1 20.1 3.80 12 
| steeeeees pera ta See 1.4 8.3 3.80 1.2 
Jes Bee pets ran es woe. =| 54,619 2.9 6.2 3.50 1.2 
4.70 85.3 5. 75-5. 65 WASH 21,905 44.0 84.5 5.45 2.5 
Pt Sh Oe Pe fy ee 46,939 16.1 22.0 3.90 1.9 
a oes gee ares 51,206 | 11.0 18.2 3.62 1,2 
Be Sedov Les 51,206 13.2 14.3 3.55 1.2 
Sd eous at re 52,201 8.8 10.3 3.65 1.2 
22 cae aS \emmgseane: 50.7790) (24.24) © 89.7 3.75 3 


area = approximately 0 in these samples. 


ever, before selecting any of the zinc-rich zinc-aluminum alloys it would 
seem advisable to carefully consider the type of service required and until 
the evidence is clearer on the above point, we would prefer to advocate 
the use of a copper alloy as a general thing. 


2. PROPERTIES AND BEHAVIOR OF ZINC FROM A THEORETICAL 
Point oF VIEW 


In this section of the paper itis proposed to deal with some of the 
characteristics of zinc from a more or less theoretical metallographic 
standpoint. 

It is self-evident that the properties of a metal are primarily deter- 
mined by its constitution and modern metallographic research is tending 
more and more definitely to ascribe a form of constitution to the pure 
metals which gives abundant opportunity for keen speculation as to 
their probable behavior under different conditions. We refer to the 
so-called amorphous theory which in its simplest elements proposes that 
the crystalline grains of which a metal is composed do not come directly 
+n contact with one another but are surrounded by a thin layer or film 
of metal in a non-crystalline state, and that when the crystalline grains 
are permanently deformed by mechanical action thin films of non-crys- 
talline material are formed along the planes of translation or slip within 


the grain substance. 
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Thus, we must consider the properties of even the simplest metallic 
substance—a pure metal—with relation to the combined behavior of 
these two kinds of material. 

So much has lately been written on the amorphous theory that we 
can properly refrain from any lengthy discussion of the subject. In 
fact, we desire only to point out some of the simple deductions from the 
theory which apply to zinc and for this purpose, we will make free use of 
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Fig. 2.—ConEsi0N-TEMPERATURE CURVES OF AMORPHOUS AND CRYSTALLINE PHASES 
OF ANY METAL. (Jeffries.) 


Jeffries’ recent paper, “Effect of Temperature, Deformation and Grain 
Size on the Mechanical Properties of Metals,’”’? with the comment that 
this brings the subject quite up to date and gives the principal sources 
of earlier information. 

A large part of Jeffries’ theoretical reasoning is based on his 
conception of the manner in which the cohesion of the amorphous and 
the crystalline phases change with the temperature, as represented by 
t he accompanying diagram (Fig. 2). 


™ Trans. (1919) 60, 474. 
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In explanation of this diagram, we quote Jeffries® as follows: “The 
curve traced by a continuous line represents the change in cohesion of the 
amorphous phase with change in temperature. The cohesion is substan- 
tially zero at the melting point of the metal and increases as the tempera- 
ture decreases, reaching a maximum at absolute zero. The dotted curve 
represents the change in cohesion of the crystalline phase with change 
in temperature. The crystalline phase disappears and changes into the 
amorphous phase when the metal is melted. On cooling from above the 
melting point, the crystalline phase forms during solidification and im- 
meuiately at the melting temperature its cohesion assumes a finite value 
many times greater than that of the amorphous phase at the same tem- 
perature. On cooling below the melting point, however, the crystalline 
phase increases in cohesion at a very much slower rate than the amor- 
phous phase. At some temperature between the melting point and ab- 
solute zero (in most metals not far from 0.35 to 0.45 of the absolute 


_ melting point) the cohesion of the crystalline phase will be the same as 


that of the amorphous phase. This temperature I have called the ‘equi- 
cohesive temperature.’ It corresponds in most, if not all, metals, to 
the lowest equiaxing temperature of the severely cold-worked metal. 
Just as the equiaxing temperature of the metal is increased with decrease 
in the time of heating, the apparent equi-cohesive temperature increases 
as the time of applying the load by which the cohesion is measured is 


- decreased. If a metal is deformed above the equi-cohesive temperature 


and kept at that temperature, the grains will not remain permanently 
deformed, but will equiaxe; the properties of the metal will be different 
after equiaxing. If, however, the grains are deformed below the equi- 
cohesive temperature, they will remain permanently distorted. Below 
the equi-cohesive temperature, the amorphous phase has not only 
greater cohesion than the crystalline phase but its cohesion increases 


- much faster with decrease in temperature.” 


As noted above, Jeffries has discovered that the temperature of equal 
cohesion of the crystalline and amorphous phases is virtually identical 
with the earliest temperature of recrystallization from a strain-hardened 
condition. This makes it comparatively simple to determine this im- 
portant temperature, or at least to get a good idea of its approximate 
location. 

Without describing in detail the author’s handling of his experimental 
material, we may state that his explanation of the properties determined 
at various temperatures with copper, iron, and tungsten after deformation 
at various temperatures, constitute a most convincing demonstratio n of 
the validity of the principal theoretical contentions. 

In particular, he arrives readily at an explanation of the increase in 


8 The Metallography of Tungsten. Trans. (19 19) 60, 622. 
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ductility of copper wires, first discovered by Beilby, which is obtained by 
testing at low temperatures after drawing at higher temperatures. 

This behavior apparently classes under a generalization that the 
strength and ductility of material worked below the equi-cohesive tem- 
perature will increase as the temperature of test decreases below the 
temperature of cold-working. 

This particular point has not been tested out in the case of zine and it 
is relatively of less importance in the zinc field than in most other branches 
of metal-technology because the normal range of working zinc lies at or 
close to the equi-cohesive temperature instead of far below it as in the 
case of copper, brass, etc., and this temperature is not far above the tem- 
perature of application of the metal as imposed by natural circumstances. 
Thus we cannot make use of the improved properties which might result 
from working zine just below the equi-cohesive temperature and using 
the metal far below the temperature in question. 

The general bearing of the location of the equi-cohesive temperature 
on the properties of metals seems to be of the utmost importance. If the 
temperature is below the atmospheric temperature, as in the case of lead, 
the familiar and useful type of hardening and strengthening by strain 
(mechanical working) cannot take place because spontaneous recrystalli- 
zation will occur. Apparently we know no metals in which the crystalline 
and amorphous values of cohesion are both very high and equal at low 
temperatures. The tendency of the grain fragments in a strain-hardened 
metal to coalesce and grow under the influence of crystallographic forces 
and perhaps surface tension, while specific in any given material, seems 
to be of about the same general order of magnitude in the different metals, 
so that it overcomes the rigidity of the enveloping amorphous material 
when the latter reaches a certain degree of plasticity; which may occur 
at a very low temperature, as in the case of lead, or at an extremely high 
temperature, as in the case of tungsten. 

In the case of zinc, it occurs at a moderately low temperature and 
from the nature of the properties entailed, we believe that this tempera- 
ture of equal cohesion in the case of zinc occurs at a relatively high value 
of specific cohesion. 

In other words, the strong crystallographic forces in zine are able to 
operate against relatively rigid amorphous envelopment. Practically 
considered, this would determine a high degree of usefulness in the sense 
that in spite of a low temperature of recrystallization and equal cohesion 
a fair amount of strain hardening should be possible within the limited 
temperature region available for cold working. 

Thus, we have raised the tensile strength from 20,000 lb. per sq. in., 
its value in annealed (coarsened) material up to nearly 40,000 lb. per sq. in. 


in the case of thin samples rolled from common spelter (tested across the 
grain). 
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The following may be said relative to the location of the equi-cohe- 
sive temperatures in pure zinc and alloyed zine: : 

We have made hundreds of annealing tests on zine to which practi- 
cally all of the ordinary metals have been added singly and in many forms 
of combination up to low values of concentration, such as would permit 
practical rolling of the product. In these tests, carried out primarily 
for the purpose of determining the softening characteristics of different 
kinds of alloyed zinc, slabs 14 in. thick were broken down hot in lab- 
oratory rolls to a thickness of about 1g in. and then finished with 
water-cooled rolls using very light reductions to avoid heating to a final 
thickness of 0.020 in. The softening characteristics were fully investi- 
gated by annealing for periods of 5, 15, 30, 60 and 300 min. and 1 week at 
the temperatures; 50°, 75°, 100°, 125°, 150°, 200°, 250°, 300°, 350° and 
400° C. The scleroscope furnished a convenient and rapid means of 
following the softening characteristics. 

The presentation and analysis of this mass of data would require 
altogether too much space but some pertinent conclusions may be offered, 
viz.: 

Very pure zine (containing 0.004 per cent. of lead and 0.005 per cent. 
of iron) cannot be rolled at room temperature so as to retain any appre- 
ciable amount of strain hardening. As the rolling progresses, the casting 
grain gradually becomes refined quite according to the early succession of 
structures shown in Plate II although this illustration is taken from a 
common grade of metal broken down hot according to the universal 
practice in zine rolling mills. At the finish the metal possesses a rather 
fine equiaxed grain which is illustrated in Fig. A of Plate I. (The grain 
djameter is in the neighborhood of 0.02 mm.). 

If precautions are taken to keep the metal and the rolls cold, the 
rolled sheet will show an increase in hardness of a few Shore units above 
that of fully annealed metal. 

The above observations do not indicate that the recrystallization- or 
equi- cohesive temperature is below room temperature, say 20° C., because 
there must be some internal heating of the metal during rolling, so that 
the equiaxed structure is produced at a temperature somewhat above this 
value. Annealing tests check this conclusion, as softening on anneal 
begins at some 40° or 50° C. and short or long periods of anneal produce 


about the same effect. ans) 
The equi-cohesive temperature of pure zinc is thus in the neighbor- 


hood of 40° C. 
Practically all metals raise the equi-cohesive temperature of zinc 
even when added in very small quantities, 7.e., amounting to tenths of a 
per cent. This may not be manifested in the form of an elevated soften- 
ing temperature but it is at least evident in the increased hardness of the 


rolled sheet. 
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The precise effects of the different elements vary in this respect. 
Thus, lead alone gives a harder sheet which softens at low temperatures; 
cadmium gives a very much harder sheet which also softens at low tem- 
peratures but in a measure is considerably dependent upon the period of 
anneal; the metals of the iron group widen the range of softening necessi- 
tating quite high temperatures for a full anneal; magnesium is very 
effective in hardening and raising the softening temperature but it also 
seriously embrittles the sheet; copper is effective in raising the hardness 
and also in raising the softening temperature when present near the 
limit of its solid solubility in zinc (some 2 per cent.) ; the hardening effect 
of aluminum is later offset by (chemical) softening and disintegration as 
previously pointed out. 

Sheet rolled from a common spelter containing, say 0.75 per cent. 
of lead, 0.33 per cent. of cadmium and 0.01 or 0.02 per cent. of iron 
will show a Shore hardness of 30, as against 15 for the very pure zinc 
and will require more than a week for a full anneal at 100° CG. Its 
equi-cohesive temperature in all probability lies 50° C. above that of 
the pure zinc. 

Since the equi-cohesive temperature of pure zinc is not far above room 
temperature, 7.e., the temperature at which the metal must stand service, 
and since this condition makes it impossible to maintain the metal in a 
strain-hardened condition without keeping it artificially cooled, we must 
turn to an impure or alloyed zinc, possessing a higher equi-cohesive tem- 
perature, if we desire to roll permanent temper into the metal. Thus, 
from a practical point of view, the most important effect of alloying on zine 
is the possibility which it opens of hardening the metal more or less as 
copper, brass, etc., are hardened by cold working. The possibilities are, 
indeed, limited in this respect, but sufficiently marked to be of use. 
More information on this subject will be given in the later sections of this 
paper. 

Another characteristic of zine which can be most readily appreciated 
when reviewed from the standpoint of the amorphous theory is its capac- 
ity to yield more readily under slowly applied stresses than under rapidly 
applied stresses. The amorphous phase in a metal not far removed 
from its equi-cohesive temperature, ¢.e., in zine at atmospheric tempera- 
tures, is conceived to be of a plastic nature. While it might readily 
yield under a steadily applied stress and permit the enclosed erystals to 
deform it would be more resistant to the same stress applied more rapidly 
just as pitch or heated glass would behave under similar circumstances. 
At lower temperatures its internal friction increases and it becomes 
stiffer, however the load is applied. 


A general effect of alloying is to stiffen the amorphous phase so that 


* Cf. Martens, Meyer and other authors reviewed in the first part of this paper. 
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plastic flow is less pronounced under the same temperature conditions. 
A good illustration of this is seen in the stress-deformation curves of Fig. 
14. The Horse Head rod (No. 1) stretches more under a given stress 
applied at a given rate than the alloyed rods, all tested at room tempera- 
ture, which, however, is nearer the equi-cohesive temperature in the case 
of Horse Head rod than in the case of the other rods. A brass rod would 


s STIN DLEVATED TEMPERATURES. 
Fic. 3.—APPARATUS FOR TENSILE TESTING AT ELEV ZATURES 


stretch less under the same conditions primarily because it would be 
still further removed from its equi-cohesive temperature. Here the 
effect of rate of loading would become prominent only in tests at ele- 
vated temperatures. ? 
Stiffness is as a rule a desired property in rod material and pure zine 
is therefore likely to be less satisfactory in this respect than alloyed or 
impure zinc. The conditions may be quite different in the case of metal 
intended for press work. Much data will be given in a later section on 
the effect of rate of forming cups of the Erichsen type using different 
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kinds of zinc. Here, Horse Head metal has shown a decided superiority 
over all other types tested. 

Considerable interest is attached to the behavior of metals when 
tested at elevated temperatures. We have already referred to tensile 
data of this sort in the case of zinc.'° Similar tests have been made in 
the Palmerton laboratory. Two kinds of material were used (1) a com- 
mon zine containing, by analysis, 0.37 per cent. of lead, 0.016 per cent. 
of iron and 0.04 per cent. of cadmium; (2) a relatively pure zinc containing 
0.065 per cent. of lead, 0.018 per cent. of iron and no cadmium. Both 
metals were in a strain-hardened condition, the former showing a scleros- 
copic hardness of 27 and the latter 23-24. Photomicrographs of the 
respective samples are given in Figs. B and C of Plate I. 

A photograph of the set-up used in these tests is given in Fig. 3. Very 
little description is necessary to make this clear. The furnace contained 
a wire-wound electric heating element with windings spaced so as to give 
v flat thermal gradient, and considerable heat insulating packing between 
this and the outside shell. The test specimen was about 15 in. long, 
the central two-thirds of which was located in the furnace tube at the 
start of the test. The hot junction of the carefully calibrated thermo- 
couple was fixed in contact with the specimen as shown. The cold junc- 
tion, wrapped around the bulb of the thermocouple, was kept in a thermos 
bottle. 

TABLE 6.—Tensile Data from Tests on Zine Strip at Elevated Tempera- 


tures 
(Average of three to six tests) 


No. 1 Strip (Common) 0,055 In. Thick | No. 2 Strip (Horse Head) 0.055 In. Thick 
| i] 
With Grain Across Grain With Grain | Across Grain 
Tempera- | Ultimate | Ultimate | Ulti : 
oes Strength, | Boe Strength, | Percentage Moser Percentage| eee Pecentage 
Degrees Lb. Dera eon i Lb. per | Elongation Lb. per | Elongation) Lb. per Elongation 

(er Sq. In Sq. In, Sq. In. Sq. In. 

289) |\F ierteres oct Mi buries cme | Spats 20,575 78.9 

23 29, S62 ed. 2 EB ite | mates cee | ee No Ec nae 28,200 41.2 
QOVET | Ptirete; ete | fake 38,800 31.2 

50 26,067 | 47.3 | 30,675 34.5 15,700 63.8 21,850 63.2 — 
75 | 22,162 61.7 | 24,825 37.4 13,000 63.0 17,417 46.5 
100 | 17,383 67.2 19,760 39.4 | 10,800 68.2 15,000 50.5 
110 oonaoe Wihecs | ponesbe see 11,120 igh, 14,175 46.7 
115 16,675 cites, || wae es 10,150 76.6 14,600 41.5 
125 | 14,233 78.2 17,925 41.0 9,986 67.6 15,150 34.4 
130 12,400 81.0 | 15,622 43.9 
135 13,967 78.3 15,312 32.6 9,975 55.7 
140 | 11,025 68.7 15,375 45.1 
{Aen ee Aer Wc behoree 14,380 29.3 8,905 54.0 
150 11,475 | 69.6 15,800 33.6 8,587 53.4 13,520 22.6 
oe coe | ee eilesaehei SSE 8,265 50.7 : ] 

" 4 14,500 20.8 8,400 48.1 13, 
200 9,343 41.9 | 13,300 19.0 6,610 45.0 oe he 
| 


10 Data supplied by Martens is given earlier in this paper (see Table 3). 
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Specimens were milled in the center to give a test section 14 in. wide 
and a little more than 2 in. long. The material tested was 0.055 in. 
thick. Heating of the specimens to the desired temperature before pull- 
ing required from 5 to 15 min., depending upon the temperature. The 
pulling speed was 0.285 in. per min. The results are given in Table 6. 

Curves showing the change of strength and elongation with the tem- 
perature may be seen in Figs. 4 and 5, respectively. 
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Fig. 5.—Duvuctiniry OF ROLLED ZINC AT VARIOUS TEMPERATURES. 


It is observed that the strength of both kinds of zinc decreases through- 
out the temperature range of testing. This would be expected on the 
ground that both the amorphous and the crystalline phases decrease in 
cohesion as the temperature increases. The fracture is transcrystalline 
throughout the series, showing that even at the higher temperature, 
200° C., the cohesion of the amorphous metal has not decreased sufficiently 
to cause fracture at the grain boundaries under the given conditions of 
loading, 

There is a perceptible change in the rate of decrease of strength with 
the temperature at about 100° C. in the case of the Horse Head material 
and somewhat higher in the case of the less pure material. This doubt- 
less has to do with recrystallization in the metal during the test. 

Turning to the temperature-elongation curves, we observe that the 
change in this temperature region is much more pronounced. Thus, the 
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_ elongation, in general, increases with the temperature owing to increasing 


plasticity as long as the amorphous material can be freely formed by a 
breakdown of the grain substance during the test, reaching its maximum 
just below the point where spontaneous recrystallization can first occur 
in the severely deformed (highly stretched) material but thereafter de- 
creasing to correspond with the tendency for recrystallization to occur 
at an early stage of deformation (after moderate stretching) if the tem- 
perature is high enough, 7.e., the lower the degree of deformation, the 
higher the recrystallization temperature. 

The conditions for high static ductility in zinc are: (1) Uniformity 
of quality (absence of segregation of impurities), (2) very fine grain or 


-amorphization to a high degree, (3) a moderately elevated temperature. 


We take exception to the conclusions of earlier authors that the maxi- 
mum ductility and low strength shown in the tensile test at some 100°- 
150° C. are proper criteria to use in specifying the best conditions for all 


-sorts of working. Thus, there is no point in raising the temperature 


of zine to get extremely high ductility at a sacrifice of strength if the 
operation in hand requires the metal to resist high stresses while chang- 
ing its form as in deep drawing operations. In reality, the results of the 
static test have little bearing on such questions as will be pointed out in 
a later section of this paper. 


3. EFFECT OF ORDINARY ROLLING VARIABLES ON ZINC AS 
CoMPARED WITH COPPER AND COPPER-BASE ALLOYS 


The following quotation from Jeffries! will serve as an introduction to 
this subject. It represents a normal transition from theory to practice 
and summarizes what a metallographist would be inclined to consider 
the vital element underlying the commercial working of zinc: “Cast 
zinc, or worked zinc made coarse grained by a high temperature anneal, 
may be brittle at room temperature and workable at 150° C., and after 
this working the ductility at room temperature will be greater than before 
working. It is now known that this increase in ductility of zinc is due to 
a substitution of a fine-grained structure for the coarse-grained one. It 
is known that 150° C. is above the annealing temperature of worked zine 
and consequently in the hot working region. The refinement of the grain 
in zinc by working at 100° to 150° is analogous to the breaking down of 
the coarse grains in a steel ingot by working above a red heat.” 

Perhaps we should add, although this has also been well enough 
brought out in the contemporaneous literature, that coarse-grained zinc 
is specifically brittle because a crystal tends to separate along a cleavage 
plane when called upon to bear stress operating unfavorably against it, 


and that fine-grained zinc is not brittle because of intergranular reinforce- 


11 Trans. (1919) 60, 594. 
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ment with more or less plastic amorphous material and because of the - 
support which any unfavorably located crystal derives from its numerous 
neighbors, otherwise orientated, and hence capable of withstanding the 
stress in question. 

This condition carried to an extreme would render the metal conglom- 
erate practically isotropic, 7.e., its properties would be quite independent 
of any directional element in the method of testing. This is exactly the 
explanation commonly accepted to account for the superior shock- 
resisting qualities of a steel casting in which the grain has been refined by 
heat treatment as compared with a casting in its untreated (coarse- 
grained) form. 

Coarse-grained copper and brass do not manifest this form of weak- 
ness; because the crystal slips or slides rather than parts along a cleavage 
—or more properly slip-plane—whatever the intensity, direction, or rate 
of application of the stress (within reasonable limits). 

Fine-grained zinc is also characterized by movements of slip, rather 
than cleavage, under all ordinary conditions of deformation or loading, 
v.e., 1t is a useful material in the same sense that copper and brass, are 
useful materials. 

We may add here that its highest degree of utility in this sense is 
attained when the average grain diameter measures 0.02-0.04 mm. This 
is the order of grain size obtained in pure 6845 brass by annealing at 
450° to 550° C. after hard rolling.!’2 Brass usually shows its best drawing 
properties when somewhat coarser grained than this, 7.e., after anneal at a 
higher temperature. 

As the grain size of zinc increases beyond the upper limit given above, 
the characteristic ‘‘cry”’ can be detected by sharp bending (or shearing) 
close to the ear. This “cry” may be utilized as a rough test to indicate 
poor drawing characteristics. The “ery” can be heard without difficulty 
in rather undesirably coarse-grained sheet. 

The process of rolling strip zine is, in its mechanical features, similar 
to the familiar process of rolling a flat brass bar ultimately into a long 
coiled strip of thin metal. 

The same variables come into play, viz., soundness of the casting, 
rolling reductions and number of passes, speed of operating the rolls, 
lubrication, surfacing of rolls, continuity, and efficiency of handling, ete. 

In addition, the question of temperature is important and for the best 
results rigorous control of these various factors in their relation to one 
another is far more important than in the rolling treatment of brass. 


There are these important differences between the rolling of zine and of 
brass, for example: 


a W. H. Bassett and C. H. Davis: A Comparison of Grain-size Measurements 
and Brinell Hardness of Cartridge Brass. Trans. (1919) 60, 428. 


C. H. MATHEWSON, C. S. TREWIN AND W. H. FINKELDEY 337 


In the latter case, a wide range of temper can be obtained simply by 
varying the degree of cold reduction after the last anneal, viz., the tensile 
strength may be more than doubled whereby the percentage elongation 
falls from a high value to almost nothing. 

In the former case, the possibilities of varying the temper in this way 
are much more limited. We find it desirable to divide this product 
simply into two classes; hard-rolled strip and medium hard-rolled strip. 
The hard-rolled strip will show a tensile strength as high as 40,000 lb. 
per sq. in. (minimum in a test specimen cut parallel to the direction of 
rolling and maximum in a specimen cut at right angles to the direction of 
rolling). The medium hard-rolled strip will test in the neighborhood of 
30,000 Ib. per sq. in. There is no such drop in elongation as occurs 
with brass. In fact, good hard metal should stretch from 30 to 50 per 
cent. in 2 in. and it is only with very impure grades of spelter that trifling 
values of elongation are obtained. The elongation is always greater in 
samples cut with the grain than in samples cut at right angles to .the 
direction of rolling. 

The microstructure of a typical specimen of medium hard-rolled strip 
is shown in Fig. B of Plate I and that of typical hard-rolled metal in Fig. 
D of the same plate. 

The soft tempers in brass are obtained by annealing hard-rolled metal 
at various temperatures between 450° and 750° C. In this way, the hard 
metal is softened for further rolling and the product is brought into a 
suitable condition of temper for a variety of cold-working operations 
such as deep drawing, stamping, etc. No such treatment is permissible 
in the case of zinc. The metal can be made structurally equivalent to 
annealed brass but this must be done directly by rolling, 7.e., the metal 
must leave the rolls in this condition. The structure of typical soft- 
rolled metal of Horse Head quality is shown in Fig. A of Plate I, and the 
structure which is ordinarily obtained in the earliest stages of annealing 
hard-rolled metal is shown in Fig. HE. It is observed that very large 
grains have grown in places after this brief anneal of 1 min. in boiling 
water. The structure and drawing properties are quite different from 
those represented by Fig. A although the hardness is about the same. 

From what has been written in the previous section it should be quite 
evident that soft rolling of different grades of zinc cannot be conducted 
in precisely the same manner, chiefly owing to the influence of impurities 
on the recrystallization temperature. Thus, we have distinguished be- 
tween a soft equiaxed metal of Horse Head quality, as represented in 
Fig. A of Plate 1, anda soft equiaxed metal containing several tenths of 
1 per cent. of lead. This is represented by the last figure of the plate. 
While the properties of these two soft strips are similar in some respects, 
the longitudinal banding, which is so prominent in the leaded material, 
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A. Dead soft-rolled strip zinc. (Horse B. Medium hard-rolled strip zinc con- 
Head quality.) taining 0.2-0.3 per cent. lead, 0.03 per 
cent. cadmium and 0.01 per cent. iron. 


fejgat 
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D, Hard-rolled strip zine. 
above. 
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H. Hard-rolled strip annealed 1 min. in fF, Soft-rolled strip. Analysis as above 
boiling water. 
PuatEe I.—STRUCTURAL TYPES OF STRIP ZINC. SAMPLES ETCHED WITH AN AQUEOUS 
SOLUTION OF CHROMIC ACID AND SODIUM SULFATE. 250, 
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A. Stas A. As cast. X20. B. Suas B. 15 PER CENT. TOTAL RE- 
DUCTION. X 20. 


CG. Suas D. 37 PER CENT. TOTAL RE- D. Suasp D. 37 PER CENT. 
DUCTION. X 20. DUCTION. > 100. 


TOTAL RE- 


ae 2 mica ER Sa 


E. Suan G. 85 PER CENT. TOTAL RE- F. Suan H. 87 PER CENT. TOTAL RE- 
puction. XX 100. puction. X 100. 
Piate I].—GRAIN REFINING OF ZINC BY ROLLING. SAMPLES ETCHED WITH AN AQUEOUS 
SOLUTION OF CHROMIC ACID AND SODIUM SULFATE. 
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ae: 


A Suas J. 94 PER CENT. TOTAL RE- B. Suap J. 94 PER CENT. TOTAL RE- 
DUCTION. HarD REGION. DUCTION. SOFT REGION. 


Wyn reeioe te aa os 
C. Suap K, 95.5 PER CENT. TOTAL RE- D. Suas L. 97 PER CENT. TOTAL RE- 
DUCTION. DUCTION. 
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PER CENT. TOTAL RE- 


E. Suas N. 98.8 PER CENT. TOTAL RE- F. SLAB O. 99.2 
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constitutes a certain source of weakness and is largely responsible for 
the superiority of the Horse Head strip product. 

It may be well at this point to state that our tests and direct obser- 
vations have been made principally on the so-called strip product. There 
is another form of rolling, called pack-rolling,® which offers a better 
opportunity for an even distribution of the impurities present in common 
grades of spelter. We have made numerous examinations of pack- 
rolled sheet and have observed much variation in the quantity and dis- 
tribution of the fiber. It may be said that the fiber characteristics of 
metal of Horse Head purity after rolling to a long strip without crosswise 
rolling at the finish are certainly not inferior to those of pack-rolled 
zinc of ordinary purity. 

In pack-rolling, the finishing gage of the various sheets composing 
a pack is more or less out of control and rigid requirements in this respect 
are difficult to meet. No such difficulty is experienced in strip rolling. 

Thus, strip-rolling of a sufficiently pure grade of zine appears to 
offer the advantage of producing a long strip of metal true to gage and 
substantially equiaxed in its structural characteristics. 

In order to illustrate the important process of grain refining by strain 
and spontaneous anneal during the rolling process, a partial summary 
of rolling data with correlated tensile data and micrographs has been 
prepared. The numerical values are given in Table 7 and the micro- 
graphs in Plates II and III. The appearance of the fractured surfaces 
of the test pieces is fairly well indicated in Fig. 6. 

With the aid of this illustrative material, the principal features of the 
process may be made clear in a few words. 

Fig. A of Plate II represents the structure of the cast slab. After 
rolling to a total reduction in thickness of some 50 per cent. the coarse 
casting grain has become gradually refined through the stages represented 
by Figs. B, C and D of this plate and also B, Cand D of Fig. 6; so as to 
yield a structure which corresponds to a very satisfactory condition of 
strength and ductility (compare Table 7). The fracture at this point, 
as shown at H, Fig. 6, indicates uniformity of grain and it is at this stage 
that the longitudinal samples first stretch and contract after the manner 
of highly ductile material (see Table 7). The microstructure of slab E 
is not shown, but from Z to G, the latter represented by Fig. # of Plate IT, 


In pack rolling the slabs are first broken down or roughed by rolling each slab 
singly and always in the same direction down to a thickness of, say, 0.1 in. Itis then 
cut cross wise into a number of pieces which are made into a pack and rolled together 
through a large number of passes, all at right angles to the previous direction of rolling 
(roughing) until the required gage is reached. During rolling the pack is split and 
rearranged a number of times owing to more rapid elongation of the top and bottom 
sheets. The number of sheets in a pack depends upon their original dimensions and 
the gage desired at the finish. 
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there is little change in grain size, while such change in mechanical prop- 
erties as occurs is probably due to the decreasing thickness of the test 
piece. It may be pointed out in this connection that samples from slab 
F (0.385 in. thick) when milled down to the thickness of slab K (0.057 in. 
thick) gave substantially the same average value of tensile strength as 
before but only about half the original ductility. Thus, without accurate 
knowledge of the relation between thickness and ductility, grain size and 
ductility cannot be properly correlated in this set of tests. 
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Fia 6.—ASSEMBLY OF BROKEN TEST PIECES TO INDICATE PROGRESS OF GRAIN 
REFINING IN ZING AS ROLLING PROCEEDS FROM ONE STAGE TO ANOTHER, WiTH 
: 7 1 x 
INDICATES A TEST PIECE CUT PARALLEL TO DIRECTION OF ROLLING AND “© ACROSS 
A SPECIMEN CUT AT RIGHT ANGLES TO DIRECTION OF ROLLING. 


The average diameter of the grain shown in Fig. E of Plate II (slab 
a imately 0.04 mm. 
# ean K (Table 7) the rolling was calculated to produce a 
harder temper. This 1s indicated after the first stage (G to H) by the 
appearance of strain-hardening in the grain structure as shown in Fig. if 
The stage from I to J was marked by non-uniformity. Some parts 8 
the metal are hard, as represented by Fig. A of Plate III and other parts 
are soft, according to Fig. B of the same plate. The structure of slab 


K indicates very hard metal (Fig. C). 
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TaBLE 7.—Diversified Rolling from Cast Slab to Thin Strip. Partial 
Summary of Rolling Data and Tensile Properties.* Average 
Composition of Metal Pb — 0.37 Per Cent., Fe — 0.023 
Per Cent., Cd— 0.04 Per Cent. 


Ultimate Tensile babe Reduction of 
Strengtht 2'inches | Area 
Slab Micrograph eet Prat Wares T coe | 
Letter Inch Reduction tadinal, oraat | Longi- | Trans-| Longi- | Trans- 
Lb. per | Lb. per | tudinal | verse | tudinal | verse 
Sq. In. | Sq. In. | | 
A - | Plate II, Fig. A 1.250 0.0 1,889 1,834 | 0.0 0.0 0.0 0.0 
B Plate II, Fig. B 1.062 15.0 ‘| 6,946 7,560 3.3 eg 2.0 1.0 
ket enires dee rotate 0.934 25.0 12,210 | 15,320 4.0 5.3 1.4 5.5 
D Plate II, Figs. C 
and D 0.782 37.0 16,550 | 17,800 16.1 6.3 16.5 10.0 
A Deal PERE xs hore we 0.625 50.0 17,720 | 19,660 57.5 22.4 81.2 23.8 
Be wits 2. ocean 0.385 69.0 | 18,280 20,440 68.1 14.2 83.4 16.3 
G Plate II, Fig. # 0.190 85.0 19,340 | 21,800 49.0 15.5 83.3 43.4 
H Plate II, Fig. F 0.162 87.0 19,610 | 26,880 55.0 20.4 80.9 45.0 
Tey Wiliam wh rderec aoe. 0.105 91.0 22,716 | 31,250 49.6 | 24.5 76.9 64.2 
J Plate III, Figs. | 
Aand B 0.079 94.0 23,875 | 32,433 30.8 16.6 16.3 41.7 
K Plate III, Fig. C | 0.057 95.5 27,940 | 36,287 44.8 18.1 58.9 |° 45.3 
L Plate III, Fig. D| 0.038 97.0 21,350 | 26,300 40.2 29.1 43.6 28.7 
1 Oa aches peace me 0.024 98.0 20,830 | 27,540 33.4 21.1 37.4 28.5 
N Plate III, Fig. E | 0.014 98.8 | 30,560 | 33,340 |} 40.0 23.7 48.0 30.1 
O Plate III, Fig. F | 0.009 99.2 33,010 44,190 38.0 16.2 40.6 15.0 
Slab F milled to.......... 0.057 69.0 17,930 | 20,037 31.2 29.4 48.0 46.6 
| | | 


* As the metal was sampled only after specified passes, the full rolling schedule is not shown above, 
Temperature data are also omitted. All tabulated values represent averages from four separate tests | 
+ Rate of pulling specimens 0.28 in. per min. 


From K to L and from L to M the metal was rolled soft, as represented 
by Fig. D; while hard rolling was used at the finish as represented by 
Figs. H and F. The latter corresponds to an average tensile strength 
(with and across the grain) of 38,000 Ib. per sq. In., an average elongation 
of 27 per cent. in 2 in., and an average reduction of area of 28. 


4. Static PROPERTIES OF Sort, Mepium, anp Harp Strip ZINC BEFORE 
AND AFTER ANNEALING 


In beginning our study of the mechanical properties of rolled zine at 
the Palmerton laboratory we endeavored to obtain data of the conven- 
tional kind and also additional data which might seem of value by way 
of revealing any unusual or interesting behavior of the metal. 

The earliest tests embraced tensile strength, elongation, reduction of 
area, hardness, cold bending, ductility by the Erichsen method, and 
temper by a form of apparatus which measured the tendency of a strip 
to straighten out after being wound around a mandrel. Some figures 
derived from these tests have already been given and it is proposed to 
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give a selection of others dealing with the various kinds of material 
both unannealed and annealed in this section of the paper. The temper 
tests are not included as their indications have not proved of particular 
value. 

Recently we have developed a form of testing ductility dynamically 
which is likely to be of great value in our study of the drawing properties 
of zinc. Discussion of these results has been reserved for the next section. 

Before entering into a detailed consideratioh of the effect of annealing 
on the physical properties of zine strip perhaps it would be well first to 
touch briefly on certain main points of difference between its annealing 
characteristics and those of some of the other common strip materials. 

We have already observed that a strain-hardened zinc strip has a low 
recrystallization temperature. The exact temperature is dependent to a 
great extent upon its purity as well as upon the character of the rolling 
treatment the strip has received during its production. The ordinary 
hard-rolled zine strip found on the market manufactured from a ‘“‘com- 
mon” grade of spelter will first soften rapidly and completely at a tem- 
perature somewhere in the neighborhood of 100° to 150° C., while zinc 


_strip of Horse Head quality if not already equiaxed will recrystallize well 


below 100° C. Then again there are changes produced in the mechanical 
properties of strip zine on annealing which would hardly be expected 
in view of experience gained in annealing other metals such as copper, 
brass, aluminum, etc. For example, the ductility of thin hard-rolled 
(70-30) brass, as measured by an Olsen cupping machine, is greatly 
improved by anneal at 450° C. and the ductility will continue to increase 
with the annealing temperature until a temperature of at least 650° C. is 
reached. Just the opposite effect is to be noticed on annealing hard- 
rolled strip zinc. An anneal at any temperature between its recrystal- 
lization temperature and its melting point will bring its ductility down to 
some 30-60 per cent. of the original unannealed value. 

The present annealing experiments were carried out on the four kinds 
of thin zine strip (0.010 in. thick) previously described in an earlier part 
of this paper, 7.e. (1) hard-rolled, (2) medium hard-rolled (3) soft rolled, 
(4) dead soft rolled (Horse Head quality). 

The average chemical composition of (1), (2), and (3) is Pb 0.26 per 
cent., Fe 0.02 per cent., Cd 0.08 per cent., while that of (4) is Pb 0.06 
per cent., Fe 0.02 per cent., Cd none. ‘These various kinds of strip zine 
were annealed in an oil bath at temperatures of 5075? 100R 125°) 
150°, 225° and 300° C.; and for periods of 5 min:, 30 min., 1 hr., and 5 hr. 
at each of the annealing temperatures. The temperatures were measured 
with a carefully calibrated base-metal thermocouple. 

In addition to the mechanical tests, careful microscopic examinations 
of the unannealed and annealed materials were made.. The photo- 
micrographs appearing in Plates IV, V, and VI were selected as being 
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representative of the various types of microstructures developed on 
annealing the four kinds or “tempers” of strip zinc under consideration. 

As a knowledge of the microstructures of these various products is 
essential to a clear and proper understanding of the results of the mechan- 
ical tests we think it advisable to begin with a description of the changes 
which are effected in the internal structure of the metal by annealing. 

First of all, the preparative technique may be briefly described as 
follows: The rolled surface of the zine strip is sufficiently smooth to 
render the usual rough polishing stages of preparation on files and emery 
papers quite unnecessary. - The specimen is polished on each of four 
disks rotating horizontally at fairly slow speeds. The first two disks 
are covered with canvas, the third with broadcloth, and the fourth with 
a jeweler’s polishing cloth known as “Syvette.” The following grades 
of emery powder, named in the order in which they are used, serve as the 
abrasive material, SFX, SF3X, SF10X." The material used on the 
fourth wheel is a very fine grade of emery powder, prepared by elutriat- 
ing SF10X emery, previously ground for several weeks in a ball mill. 
The first three abrasives are applied to the disks in the form of a thin 
mud while the last abrasive in the form of a heavy suspension is sprayed 
on the disks from an atomizer. In all of the polishing steps the disks 
are kept well wet with water and the abrasive material is used sparingly. 
It is important to note that care should be taken at all times to avoid 
excessive pressures in handling a specimen on the polishing disks. 

After cleaning and drying, the polished specimen is etched from 12 
to 20: sec. in a solution made up as follows: 10 gm. c.p. chromic acid 
(CrO;), 1.5 gm. ¢.p. sodium sulfate (anhydrous), 100 ¢.c. water.. This 
etching solution was developed after considerable experimentation 
and we have found that it etches most types of rolled or cast zine 
satisfactorily. 

One characteristic of most of the photomicrographs obtained from 
rolled strip zine is the presence of rather unsightly bands whose dimen- 
sions and frequency are directly dependent upon the lead content of the 
metal. Thus it may be seen by referring to the micrographs assembled 
in these plates that the bands are much less prominent in the Horse 
Head metal than in metal rolled from common spelter. These bands 
may be easily developed, apart from any of the other structural charac- 
teristics, by means of a momentary dip in concentrated nitric acid. They 
have nothing to do with the surface marks made on the metal by the 
rolls but represent a type of fiber due to local concentrations of lead. 

However, they give a very exaggerated picture of the lead content 


14 These grades of emery powder can be purchased from the following manu- 
facturers: SFX, Oriental Emery Mills Co., New Haven, Ct.; SF3X and SF10X, 
Washington Mills Emery Co., North Grafton, Mass, 
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for two reasons: (1) Local elevations or depressions developed by etch- 
ing seldom show sharp boundaries but shade off more or less indefinitely 
into the surrounding material, particularly in the case of soft metals, 
and under almost any form of illumination produce an exaggerated effect. 
(2) These bands are not wholly composed of lead but probably originate 
as follows. Zinc containing a few tenths of a per cent. of lead first freezes 
pure or substantially pure until the lead content has increased to nearly 
1 per cent. This portion of the zinc in the final slab would be free from 
lead and any consequent bands. During the next stage of freezing, the 
mother liquor separates not only zine but at the same time minute 
droplets of a second solution (96.5 per cent. Pb + 3.5 per cent. Zn) 
in which all of the lead is concentrated. At the end of this stage the 
slab will be rigid and it is this combination of zine and lead which later 
rolls out into bands. The third and fourth stages of freezing occur 
within the little droplets of the lead-rich solution, and of course do not 
influence its position in the slab since this has already been fixed. 

Figs. A to F, Plate IV, and Figs. A and B, Plate V, illustrate the types 
of structures existing in unannealed and annealed hard-rolled strip. 
Fig. A of Plate IV shows a severely worked type of structure typical 
of unannealed hard-rolled strip as well as of the same material annealed 
for the various periods of time previously mentioned at temperatures 
of 50 or 75°C., viz., this treatment produces no appreciable change of 
structure or properties. 

On annealing hard-rolled strip for 5 min. at a temperature of 100° C., 
the structure represented by Fig. B is developed. It shows a few large 
recrystallized grains in a matrix of material of the worked type similar 
to that shown in Fig. A. The phenomena of grain growth are clearly 
illustrated in Figs. B, Cand D. At an annealing temperature of 100° C., 
grains will apparently start to grow in hard-rolled strip from compara- 
tively few centers. On annealing for longer periods at the same tem- 
perature, these grains continue to grow at the expense of the extremely 
fine-grained hard-worked material and perhaps some smaller recrystal- 
lized grains. The growth continues until finally the boundaries of the 
large growing grains meet, and although grain growth does not entirely 
cease, this stage marks the cessation of rapid growth of the type in 
question. Further growth of grain will be accomplished through an 
absorption of the smaller and weaker grains by the larger and stronger 
grains; a comparatively slow process at the temperature of 100° C. in 
strip of this type. This latter statement is borne out by the fact that 
after an anneal of 30 min. the type of structure shown in Figs. C and D 


15 The little droplets, while usually scattered, frequently concentrate in small 
areas of zinc and later these regions roll out into bands of intimately mixed lead and 


zine. 
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is developed and continued annealing for 1 hr. or 5 hr. does not materially 
increase the grain size. 

At higher annealing temperatures, recrystallization starts from a 
greater number of centers and we have a resulting structure showing 
more numerous grains of smaller size. The development of structures 
revealing decreased grain size at the higher annealing temperatures 
holds true for hard-rolled zinc strip up to the highest temperatures used 
in our annealing experiments, 7.e., a maximum of 300° C. This is illus- 
trated by Figs. H and F, Plate IV, and Figs. A and B, Plate V. 

The phenomena just described are quite in line with Jeffries’ prin- 
cipal generalizations dealing with selective growth. Thus, the coarsest 
grains are found at an early temperature of recrystallization or in the 
equiaxing range, and when the equiaxing range is passed rapidly, as 
must be the case when the samples are dipped directly into an oil bath 
at a high temperature, smaller grains are formed. Note particularly 
the small grains of Fig. B, Plate V (anneal at 300° C.) as compared with 
the large grains of Fig. D, Plate IV (anneal at 100°C.). We desire par- 
ticularly to emphasize the fact that the grain-growth characteristics 
obtained in annealing this thin sheet are of the selective type. This 
may be partly due to the thinness of the sheet}? but it is doubtless, to a 
certain extent, specific with zinc. The graphical aspect of this situa- 
tion is well illustrated in the ductility curves, for example, Fig. 9, which 
show a drop to minimum ductility corresponding with maximum grain 
size in the equiaxing range. 

Turning next to the microstructures of the unannealed and annealed 
medium hard-rolled zine strip, as illustrated by Figs. C, D, E, and F, 
Plate V, and Figs. A and B, Plate VI, Fig. C shows a type of worked 
structure representative of the unannealed material and of strip annealed 
for the four periods at 50° and 75° C., also for the 5- and 30-min. periods 
at 100°C. Apparently no change in structure has taken place during the 
above annealing treatment. However, after the 1-hr. and 5-hr. anneals 
at 100° C. we find that grains have started to grow selectively as shown in 
Figs. Dand H, Plate V. The growing grains, scattered about in a matrix 
of fine-grained strain-hardened material, can be seen clearly as bright 
patches in Fig. #, Plate V, taken at a magnification of X20. The develop- 
ment of this type of structure has already been dealt with under the 
description of the structures of annealed hard-rolled strip and will not 
be discussed again. However, in this connection, it is important to note 
that the less severely strain-hardened material, z.e., medium rolled strip, 
showed no selective growth when annealed at 100° C. until exposed for 1 


16 Discussion of this subject is in Trans. (1916) 54, 658, and succeeding volumes. 
17 Compare Jeffries (Trans. 56, 575) in this connection. 
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hr.; while the severely strain hardened, 7.e., hard-rolled strip, showed 
selective grain growth after a 5-min. anneal at this temperature. 

An anneal for a period of.5 min. at a temperature of 125° C. developed 
the coarse-grained structure shown in Fig. F, Plate V, and Fig.-A, Plate 
VI. Complete recrystallization has taken place with the grains growing 
selectively and completing their stage of rapid growth within 5 min. 
Further annealing for periods of 30 min., 1 hr. and 5 hr. brought about no 
appreciable growth of grain. : 

As in the case of hard-rolled strip, anneals of medium-rolled strip at 
the higher temperatures up to 300° C. result in decreased grain size. Fig. 
B, Plate VI, illustrates the structure obtained after annealing at a tem- 
perature of 225° C. The decrease in grain size is clearly evident when 
Figs. A and B, Plate VI, are compared. In the case of medium hard- 
rolled strip, however, the grain size produced by an anneal at 300° C. is 
not as small as would be the case with hard-rolled strip annealed at the 
same temperature. The reason for this doubtless les in the fact that at 
a given high temperature recrystallization starts from a greater number of 
centers in the case of the severely strain-hardened strip. 

Soft-rolled and dead soft-rolled (Horse Head quality) strip zinc are so 
nearly alike structurally and so similar in their behavior on annealing 
that they will be described together. Fig. C, Plate VI, shows the equiaxed 
structure of unannealed soft rolled, zinc strip and Fig. D, Plate VI, the 
structure after an anneal at 300°C. The latter micrograph is representa- 
tive also of all anneals from 50 to 300° C. Fig. #, Plate VI, illustrates 
the typical equiaxed structure of unannealed, dead soft-rolled (Horse 
Head quality) zinc strip; while Fig. 7, Plate VI, shows its structure 
after anneal at 300° C. and this is typical also of all anneals from 50 to 
300° C. As can be seen from the micrographs (Figs. D and F, Plate VI) 
the only change which has taken place in the structure of either of these 
kinds of zine strip on annealing has been an absorption of the very smallest 
grains by the neighboring larger grains. A development of very large 
grains does not occur in either of these varieties of strip doubtless because 
both are already in the equiaxed condition with grains of very nearly 
equal size, and under such circumstances grain growth appears to be a 
very slow process—virtually inoperative within the range of annealing 
periods and temperatures used in our experiments. The grains shown 
in Figs. C and E, Plate VI, average approximately 0.02 mm. in diameter 


and it is important to note that zinc strip having this grain size has been 


found in practice to be most suitable for drawing operations and press 
work in general. 

The mechanical properties of the various kinds of zine strip before and 
after annealing are summarized in Tables 8, 9 and 10. The usual 
methods were followed in obtaining most of the data contained in the 
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TaBLE 8.—Scleroscopic Hardness of Unannealed and Annealed Hard- 
rolled, Medium Hard-rolled, Soft-rolled and Dead Soft-rolled 
(Horse Head Quality) Zine Strip 


Scleroscopic Hardness 


Annealing Tempera- Annealing |— —— Deadisote: 
sare Pemnees © | pee Hard-rolled | 2 pe d | Soft-rolled | Beeman) 
Unannealed 29.0 24.0 | 15.5 | 15.0 
| 5 min. 28.0 24.5 15.5 | 15.0 
50 30 min. 28.0 DH0TS MS 155 ets! 0 
1 hr. 28.0 25.050 reese 15.0 
5hre _.} .:28.0 25.0 | 15.0 15.0 
| °5 min, 29.0 25.0 | 15.0 15.0 
75 | 30 min. -27.5 24.0 Pe $50 15.0 
- 1 hr. | F924.0 23.5 ele Ga, 15.0 
5 hr. 18.5 24.0 15.0 15.0 
5 min. 19.0 23.5 15.5 | 15.0 
100 30 min. 15.0 20.0 15 eet 
| hr: 15.0 19.0 15.0 15.0 
5 hr. ~ 1StOT Neate 15.0 15.0 
5min. | 14.5 Wh clSab 16.0 15.0 
125 30 min. 15.0 13.0 16.0 15.0 
| hr. 15.0 13.5 15.0 14.5 
5 hr. 15.0 12.5 15.5 14.0 
5 min. 15.0 14.0 16.5 14.5 
150 30 min. 15.0 i 18.0 15.0 14.0 
1 hr. | 15.0 (PRE 15.0 14.0 
5 hr. 15.0 | 18.8 15.0 13.5 
5 min. £5.07) Pao 15.0 13.5 
225 30 min. 15.0 13.5 15.0 13.5 
idk by vee td 0 13.0 14.5 13.5 
5 hr. 15.0 13.0 14.0 13.5 
|B ini. Se taco en ers tama Raney Cem meer 
300 30min. | 15.0 13.5 ies Fs 9 | 13.0 
1 hr. 15.0 13.5 15.0 sual es 
0 0 Legis 13.5 


5 hr. 15. hie] 


tables. Only the cold-bending tests require special description. The 
method of making these tests is briefly described as follows. A test 
specimen 1 by 114 in. is cut from the strip in such manner that the grain 
direction in the strip is either parallel or at right angles to the long dimen- 
sion of the test piece. The test is made by bending the test specimen 
at the middle back and forth about an axis parallel to the short dimension 
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3 = of the specimen. If the grain direction is at right angles to the axis of 
bending the bend is said to be “across” the grain, while if the reverse is 
_ true the bend is “with” the grain. A bend through 180° is counted as 
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one full bend, a return bend back through 180° a second full bend, and 
so on. ‘The results are reported as the number of 180° bends necessary 
to produce the first sign of failure in the strip along the line of bending. 
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TABLE 9.—Cold Bend Values of Unannealed and Annealed Hard-rolled, 
Medium Hard-rolled, Soft-rolled and Dead Soft-rolled (Horse 


‘Head Quality) Zine Strip 
ee eee re 


Number of Cold Bends 
ene ‘Anneal-) — Hard-rolled Medium Soft-rolled | -ppead Roftrened 
D ae Poriod {| _—__ i——— = 
egrees C, | } 
Across With Across With Across | With | Across | With 
Grain Grain Grain Grain Grain | Grain | Grain | Grain 
| | 

Unannealed Li65F°0.5 154.0 1 10 190 1 aed | 19.5 | 9.5 
Smin>| 1/59) 0.5 | “450° |= Ou Siorge eae 19.5 | 10.0 
50. /30min| 1.5 | 0.5 | 4.5 | 1.5 | 11.0] 5.0 (21.5 | 11.5 
1 hr. 1,5 | (0.5) 4.5-)° 15 9912.5 16.50) 19,50 
5 hr. 1,552) 0.5 | (4:05) ie 9-6 ue 5s) 49 nanos 
Simin. 1:51] F 0.6) Moree 1.0 | 41.5) 6 | 23.5 | 11.8 
(5) 30min! 1.0 |" 0.5 | 4.0 |> 1.0 -| 1975 15.5 ol eee 
1 hr. 0.5)) 0.5 | 4.5 | 1.0 | 11.0 6.8 wge 6) aos 
5 hr. 0.5] 0.5 | 3.5 ; 1-0) 12.5) 7.0 | 22.5 | 11.5 

| | | | 
Smin.| 2.5 / 1.0] 4.0] 1.0| 11.5] 8.5 | 22.5 | 13.5 
100" | 80min} 7.5} 1.5 | 3.6} 1.0] 10.5-| 6.5 | 94.5-) Sa 5 
L hr. C8") (20° “Sieh O25 P1150" | B.S 1 ees 
5 hr. CO eretino | shoe) 1.07) 91ts 1s | 21.5 | 12.5 
Aeinin. 10-59) 12:0 58 & 1-6 Mer gee | 2156 344 $5 
125° | 30min) 10.5 | 3.0 6.5 | 1.5 | 10.5 | 5.5 | 22.5 | 12.5 
br. 10:5) 3,0.) 5.5.) 15 | 10-5.) 85s es sie 
ODE Meh 13 5 eles) OG ue | 1.5 | 10.5 |) 6.5 | 22.5 | 12.5 
Simin! 1359450 725) 3.0 | 12.0 | 11.5} 25.5°| 14.0 
150. —4,30 min 15.0 | 5.0.) . 9.5.) 3.6 | 12,009 6.5 | 25 5a 1445 
Lhr. |) 14.0 | .4.0) 9.5'|° 5,5] 10.5 | %.0 | 25.5-| 14.5 
jobr. | 18.5) 4.5 | 9.5] 3.0] 10.5 | 5.5 | 26.0 | 15.0 
Smin.; 21.5 | 7.5 | 13.5 |, 5.5 | 8.5 | 7.5 | 95.5 | 15.6 
225 80min. 21.5 | 7.5 | 14.5] 5.5 | 7.5 | 7.5 | 98.5 | 15.5 
Phy ) 21.6.) 7-6-4 -15.0 | 5.5%) "8-0 19651) os eal 
Shr *206 | 97.8 )18i5 0) 5.5 Vite s | 7.5 | 25.5 | 15.5 

| | | 
| 5min.| 14.5 | 5.5 | 15.5 | 5.0] 9.5 | 6.5 | 98.01 46.0 
800, 80 min/~19.5 ) 8.5 | 15157] 5,6 09.5.) 95.0 Near eM t a 
jPbr. | 18.5.).6.5) 18.54) 3.5-1.2915 |) 5.5 a ede mone 
Sbr. | 10.5 | 4.0. 820.5! se acilule teh aemed te BNE ee ere 


The results included in the tables of data are illustrated graphically 
in Figs. 7, 8 and 9. 


The curves of Fig. 7 show very clearly the effect of annealing on the 
scleroscopic hardness of strip zinc. In the case of hard-rolled strip, 
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marked softening occurs even after the brief anneals at 75° C. while com- 
plete softening takes place after a 1-hr. anneal at 100° C. and is coincident. 
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Fig. 8.—CoLp-BENDING VALUES OF VARIOUS KINDS OF STRIP ZINC (0.010 IN.) BEFORE AND AFTER ANNEALING. 
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with complete recrystallization (see Figs. C and D, Plate IV). Annealing 
at higher temperatures does not further soften the material. 

Medium hard-rolled strip does not begin to show a drop in hardness 
until an annealing temperature of 100° C. has been reached. It is at 
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TaBLE 10.—Ductility (Olsen Cupping Tests) of Unannealed and An- 


nealed Hard-rolled, Medium Hard-rolled, Soft-rolled, and Dead Soft- 
rolled (Horse Head Quality) Zinc Strip 


Ductility (Height of Cup, in Inches) 
Annealing Tempera- Annealing Mii 4: - a pa wee 
ture, Degrees C. Period Medium Dead Soft- 
Hard-rolled Hard-rolled Soft-rolled rolled (Horse 
| Head Quality) 
Unannealed 0.443 0.354 0.328 0.378 
5 min. 0.447 0.353 0.340 0.367 
50 30 min. 0.429 0.332 O:31240)- 00:36 
1 hr. 0.432 0.363 0.323 0.374 
5 hr. 0.377 0.364 0.306 0.367 
5 min. 0.426 0.341 0.330 0.378 
75 30 min. 0.352 0.313 0.313 0.360 
1 hr. 0.237 0.342 0.306 0.340 
5 hr. 0.219 0.304 0:301 | 0.344 
| 85min. 0.262 0.258 0.309 | —@.381 
100 | 30min. 0.233 0.238 0.314 0.376 
1 hr. 02188: > 0.225 0.301 0.365 
5 hr. 0.184 | 0.222 0.308 0.363 
5 min. 0.259 0.253 0.311 0.372 
125 | weOminy | 02248 0.237 0.310 0.383 
Re OS eye BRE 0.249 0.313 0.340 
| Shr. | 0.204 0.214 0.296 0.334 
5min. | 0.275 0.265 0.291 0.358 
150 30min. | 0.275 0.263 0.301 0.351 
lire 7) oe 0.234 0.294 0.334 
5 hr. 0.264 0.251 0.296 0.339 
5 min. 0.296 0.307 0.310 0.358 
225 30 min. 0.291 0.305 0.311 0.351 
1 hr. 0.296 | 0.298 0.311 -| 0.334 
5 hr. 0.2938 0.284 0.310 | 0.339 
| 5 min. 0.292 0.278 0.300 0.349 
300 | 30min. 0.278 0.309 0.304 0.340 
1 hr. 0.268 | 0.289 0.291 0.333 
5 hr. 0. 225 0.252 0.259 0.300 


this temperature that recrystallization is first noticeable, Figs. D and E, 
Plate V. Complete softening is reached on annealing at a temperature 
of 125° C., which is also the temperature at which we find complete re- 
crystallization (see Fig. F, Plate V, and Fig. A, Plate VI). 

The hardness of soft-rolled and dead soft-rolled (Horse Head quality) 


eo a : . 5 . 
zine strip shows a very slight drop on annealing. The microstructures 
_ before and after annealing in these cases would lead one to expect no 


great change of properties. - 
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Fig. 9.—Dvotitiry (OLSEN CUPPING MACHINE) OF VARIOUS KINDS OF STRIP ZINC (0.010 IN.) BEFORE AND AFTER 


ANNEALING, 


The effect of annealing on the cold-bending properties of the four 
kinds of zinc strip is shown graphically in Fig. 8. In general, annealing 
may be said to improve the bending qualities of the unannealed strip. 
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This improvement is most noticeable in the case of the hard-rolled and 
medium hard-rolled strip but is also apparent to some extent with the 
soft-rolled and dead soft-rolled (Horse Head quality) strip. The improve- 
ment in the bending qualities seems to be greatest where the direction 
of bending is across the grain. 

The effect of annealing on the ductility, as measured by the Olsen 
cupping machine, is brought out clearly by the curves shown in Fig. 9. 
Hard-rolled strip shows a decrease in ductility after anneals at 75° and 
100° C., reaching its lowest point after the longer anneals at the latter 
temperature. The photomicrographs of this material (Figs. C and, D, 
Plate IV) show the coarsest grain after anneal at 100°C. As the grain 
size decreases in the upper temperature range of anneal (see Figs. EH and 
F, Plate IV, and Figs. A and B, Plate V), we observe an increase in the 
ductility over its low value at 100° C. 

Somewhat similar effects are observed in the case of medium hard- 
rolled strip, except that the drop and subsequent rise in the ductility 
curve are not as marked as in the case of hard-rolled strip. The ductili- 
ties of soft-rolled and dead soft-rolled (Horse Head quality) strip are 
not changed materially on annealing for the reason already advanced to 
exp'ain the hardness results. 

In order to save space and effort we think it inadvisable to include data 
rom tensile tests on the four kinds of thin annealed strip. Briefly, the 
indications of the tensile tests are as follows: Hard-rolled strip suffers a 
sharp drop in tensile strength on annealing as the coarsening sets in, 
viz., at 100° to 125° C. The tensile strength in tests made across the 
grain may fall as low as 20,000 Ib. per sq. in. from an average initial 
value of 40,000 Ib. per sq. in. and as low as 16,000 Ib. per sq. in. in tests 
with the grain, from an initial value of 35,000 Ib. per sq. in. It rises, 
subsequently, in the case of annealing at higher temperatures, owing to 
the change in grain characteristics previously pointed out. The per- 
centage elongation in 2 in. also decreases on annealing, but not as notice- 
ably. Annealed values may be as low as 30 with a subsequent rise 
usually carrying it up to the initial value of some 40. 


In the case of soft-rolled and dead soft-rolled (Horse Head quality) 


material, the change in tensile properties on annealing may be charac- 
terized as inappreciable provided the material has not been locally 
strained before annealing. In the latter event, the results after annealing 
are likely to be erratic. 

The practical application of the information brought out in this sec- 
tion of the paper will be evident when the results are considered in detail 
with respect to any given service requirement. We think it unnecessary 
to discuss this subject in general terms. 
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5. Dynamic DvuctTiLitiss 


We find that most customers who use zine for drawing purposes 
base their determination of its fitness for such work very largely upon 
scleroscopic hardness tests in connection with certain simple indications 
ascertained by ordinary handling and inspection of the material (its 
feeling of stiffness, rough bending properties, etc.). 

There is no doubt as to the general value of the indications of the sclero- 
scope, but the softness which it indicates may appear as an entirely 
misleading factor in judging the drawing qualities of the metal; for 


Fic. 10.—Mopiriep BuLisS PRESS USED IN MAKING DYNAMIC DUCTILITY TESTS. 


example, in the case of metal annealed so as to produce a coarse grain. 
The ordinary Erichsen or Olsen cups also give misleading indications 
when taken by themselves; for an extremely hard-rolled strip is likely 
to give a deeper cup than soft-rolled metal of the very best drawing quality 
in practice. 
We have lately come to the conclusion that the only means of obtain- 
ing reliable practical indications of the drawing quality of a material is 
to deform the metal at a rate comparable with that which obtains in 
practice in actual press work. In this connection, we have found it 
desirable to use a plunger and die virtually identical with those built 
into the Olsen ductility machine, but operated so as to draw the cup 
rapidly. Tests were carried out on several types of experimental appa- 
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ratus operating on the principle of the Charpy impact testing machine. 
In the course of our experiments along this line, tests were made on asmall 
Bliss press adapted to take the necessary cupping tools, etc. We found 
that this method of making dynamic ductility tests was superior to the 
other methods tried for several reasons, among which were ease of opera- 
tion, and control of cupping speed. 

This machine is illustrated in Fig. 10, which shows the plunger, die, 
and clamp for holding the material tight to the face of the die while the 
cup is being made, thus duplicating the conditions under which a strip 
is clamped and tested in the Olsen ductility machine. The die threads 
into a steel plate bolted to the bed of the machine and by screwing it 
up and down any depth of cup within the limits of the machine can be 
made, since the travel of the plunger remains constant. The outer edge 
of the top of the die is graduated and the stroke of the plunger adjusted 
so that as the die is screwed up or down the depth of cup thus determined 
can be measured to 0.001 in. By means of a system of gears and various 
sized pulleys, the press may be made to operate at quite widely varying 
speeds, 7.¢., from 13 to 102 strokes per minute. When the press is in 
operation, the flywheel will be turning at the predetermined speed, but 
by means of a tripping device the plunger is permitted to make only one 
stroke whenever it is desired to form a cup. : 

The testing procedure is briefly described as follows. The die is 
first set to produce a cup the depth of which represents an estimate of the 
probable dynamic cupping value of the strip. One end of the strip is 
placed over the die and the strip is held down tight against the flat die 
face by means of the clamp shown. The press is operated at a selected 
speed and the cup made in one stroke of the plunger. If the cup shows no 
break the die is set for a slightly deeper cup and this second cup is made 
in a nearby region of the test strip. This procedure is continued until 
a fractured cup results. If, however, fracture should occur in the first 
trial cup, a reverse procedure would be employed according to which a 
series of cups would be made with the die set to give decreasing depths 
of cup. Thus, by a series of tests the depth of cup is found at which frac- 
ture just takes place. Several cups made at depths slightly above and 
below this point will fix its location accurately. The dynamic ductility 
value is taken as the depth of cup in thousandths of an inch, which if 
increased by a few thousandths will produce a fracture. The end point 
in this method of testing is as clearly marked as in ductility tests on the 
ordinary Olsen cupping machine. -Repeated trials with duplicate test 
strips will give end points checking the original within 0.005 to 0.010 in. 

After the various details connected with the development of this 
testing method were worked out, we studied the effect of the rate of 
cupping on the depth of cup obtained. These experiments were conducted 
at speeds ranging from 0.34 to 163 in. per. min. Speed is defined in this 
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connection as the average rate of cupping in inches per minute. The 
slowest speeds were obtained by using the ordinary Olsen cupping ma~- 
chine. The intermediate and highest speeds, varying from 3 to 163 in. 
per. min., were obtained by adjusting the drive connected with the Bliss 
press. 

Before combining the data from the two different forms of apparatus 
’ we made a direct comparison between the two machines operating at a 
very slow speed, viz., by actuating the Bliss press carefully by hand to 
give two strokes per minute, which is equivalent to an actual average 
drawing speed of 3 in. per min., and by turning the wheel of the Olsen 
cupping machine at.a rate of 128 r.p.m., which is also equivalent to this 
cupping speed. The tests made on the two machines at the above speed 
gave cups whose depths agreed within some 15 per cent. While we would 
like to see a closer agreement between the results in question, it must be 
remembered that it is difficult to operate the Olsen machine at anything 
approaching the speed used in the comparison tests without over running 
the break and it is equally difficult to operate the press smoothly at any 
Olsen speed. It may be mentioned that the motion of the plunger in the 
two machines is quite different. With the Olsen machine we have uni- 
form motion in a straight line, while in the case of the Bliss press we have 
simple harmonic motion, with the rate of deformation greatest at the 
start. ‘The comparisons can therefore be only approximate. 


Taste 11.—Ductility of Hard-rolled, Medium Hard-rolled, Soft-rolled, 
‘and Dead Soft-rolled (Horse Head Quality) Zine Strvp 
at Different Speeds of Drawing 


Dead Soft-rolled 


Hard-rolled | Medium Hard-rolled Soft-rolled | (Horse Head Quality) 
| | Average | | Average | | Average 
Average Speed | Depth Speed of | Depth | Speed of Depth | Speed of | Depth 
of Cupping, | of Cup, Cupping, | of Cup, | Cupping, | of Cup, Cupping, | of Cup, 
Inghes per Minute Inch | Inches Inch Inches | Inch | Inches Inch 
PS Minute) [per Minute} per Minute 
0.34 | 0.415 | 0.34 | 0.329| 0.34 | 0.283 | 0.34] 0.341 
1.30 0.382 — 1.30 0.290 | i300 Ne Os29om 1.30 0.339 
2.60 0.338 2.60 | 0.250 | DAR. |) (O)Pteye |) 2a 0.338 
3.10 0.264 2.85 0.225 3.00 | 0.250 | 3.20) 0.245 
16.90 0.184 | 18.10 | 0.210 | 19.80 | 0.254 21.10 | 0.300 
62.00 0.154 70.00 0.195 79.00 0.254 85.00 0.300 
120.00 0.150 | 135.00 | 0.190 | 154.00 0.250 | 163.00 | 0.286 


Nore.—The tests at the three lowest drawing speeds were made on the Olsen 
cupping machine; all others on the Bliss press. 


Table 11 shows the cupping data obtained at indicated average 
speeds varying from 0.34 to 163 in. permin. The four different kinds of 
zine strip which, as we have previously pointed out, just about cover all 
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ord 
used in 


, (3) soft-rolled and (4) dead soft-rolled (Horse Head 


hard-rolled 
quality). 
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ae The results appearing in the foregoing table are shown graphically in 
Fig. 11. The curves indicate clearly the utility of a dynamic ductility 
test, viz., they indicate why certain kinds of zine strip are better fitted 
for drawing work than others. For example, hard-rolled strip tested in 
the Olsen cupping machine at the speed ordinarily employed in making 
these tests will show a better cupping value than any other kind of zine 
strip. This same material tested dynamically at speeds commensurate 
with those used in ordinary drawing practice gives values which show 
beyond question that it is the least adaptable to ordinary drawing 
requirements of any of the various kinds of zine tested. The medium 
hard-rolled material shows somewhat similar characteristics and although 
its dynamic value is above that of hard-rolled material it is still far 
from a good drawing zinc. Soft-rolled and dead soft-rolled (Horse Head 
quality) strip show only slight decreases in ductility when tested at 
the higher speeds of cupping; quite contrary to what was observed with 
the two other kinds of zine. It is important to note that, except in the 
case of the hard-rolled zinc strip, all of the curves shown in Fig. 11 indi- 
cate that after an average cupping speed of approximately 5 in. per min. 
is reached, there is little variation in the depth of cup with increase in 
speed up to 163 in. per min. 

Dynamic ductility tests were thereupon made on samples of un- 
annealed and annealed hard-rolled, medium hard-rolled, soft-rolled and 
dead soft-rolled (Horse Head quality) zinc strip. The various kinds 
of zinc were annealed for 1 hr. at each of the following temperatures; 
50°, 75°, 100°, 125°, 150°, 225° and 300° C. These materials were first 
tested in the Olsen machine, at an ordinary low speed of 0.34 in. per min. 
We have used the term “static ductility” to characterize the latter tests 
and the term “dynamic ductility” to characterize the tests made on the 
Bliss press. 

In testing the annealed material on the latter machine, a speed of 50 
strokes per minute was selected. This corresponds to an average cupping 
speed of 60 to 90 in. per min., depending upon the depth of cup, and all of 
these dynamic ductility tests were made at this one speed. 


TaBLE 12.—Static and Dynamic Ductility Tests of Unannealed and An- 
nealed Hard-rolled, Medium Hard-rolled, Soft-rolled and Dead 
Soft-rolled (Horse Head Quality) Zine Strip 


| Dead Soft-rolled 


Annealing Hard-rolled |Medium Hard-rolled Soft-rolled | (Horse Head Qual.) 
Temperature, = ——_— se EY : = = — : 
Degrees C. | a aa fa A ce wl : 
Time of Static | Dynamic Static | Dynamic Static Dynamic | Static | Dynamic 
Anneal, 1 Hr. | Ductility | Ductility Ductility | Ductility | Ductility Ductility | Ductility | Ductility 
| | 
Unannealed | 0.389 0.190 | 0.353 | 0.180 | 0.277 0.245 | 0.360 0.275 
50 0.411 0.195 | 0.347 | 0.195 | 0.286 0.260 0.358 | 0.280 
75 | 9.448 | 0.205 | 0.323 | 0.180 0.303 | 0.265 | 0.342 | 0.275 
100 0.215 | 0.100 0.256 0.140 0.329 | 0.275 | 0.352 | 0.280 
125 0.162 0.170 0.192 0.160 0.308 0.265 0.365 | 0.285 
150 0.196 0.210 0.217 0.210 | 0.290 | 0.255 | 0.358 | 0.285 
225 0.195 0.165 0.213 0.170 0.274 0.240 0.383 | 0.305 
300 0.186 0.175 0.196 0.175 0.257 0.255 0.377 | 0.290 
oe ee eS ara 
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The results of the tests are summarized in Table 12, and illustrated 


graphically in Fig. 12. 
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As may be readily seen from the chart representing these results, in 
general where there are decreases apparent in the static ductility value 
of a strip due to the effect of annealing, similar decreases mark the dyna- 
mic values. In the case of the dynamic test, however, the percentage 
decrease is not so great. 

Hard-rolled and medium hard-rolled strip show minimum dynamic 
ductility values after an anneal at a temperature of 100°C. As has been 
previously brought out, this is the temperature at which these products 
coarsen most seriously on annealing (see Figs. C and D, Plate IV, and 
Figs. D and EZ, Plate V). The dynamic ductilities of soft-rolled and 
dead soft-rolled (Horse Head quality) metal are not changed materially 
on annealing. 

In order that some idea may be had of the drawing properties of 
strip zine as compared with those of sheet zinc and strip brass, static 
and dynamic tests were made on (1) the four kinds of strip zinc, (2) four 
samples of sheet zinc, representing the product of other mills, and (8): 
samples of unannealed and annealed 70/30 brass. The samples of sheet 
zine, 0.010 in. in thickness, are designated as competitive material No. 1, 
No. 2, etc. The brass, 0.010 in. thick, as in the case of the other ma- 
terials, was tested after cold reductions by rolling amounting to 23 and 
50 per cent., respectively, and also after annealing the hardest product 
(15 min.) at each of the following temperatures, 450°, 550°, 650° and 
750°C. The static ductility tests were made in the ordinary manner on 
an Olsen machine at a drawing speed of 0.34 in. per min., while the dyna- 
mic tests were made on the Bliss press operating at a speed of 50 strokes 
per min., corresponding to an average rate of drawing of 60 to 100 in. 
per min., as previously described. 

The results of these tests appear in Table 13 and in Fig. 13. 


TaBLE 13.—Static and Dynamic Ductility Tests of Hard-rolled, Medium 
Hard-rolled, Soft-rolled and Dead Soft-rolled Zine Strip; Competitive Sheet 
Zinc; and 70/30 Brass Annealed at Various Temperatures 


Ductilities: Ductilities: Ductilities: 
| Depth of Cup, | Competi- | Depth of Cup, Depth of Cup, 
Strip Zine Inches tive Sheet Inches 70-30 Brass Inches 
(0.010 In.) Zinc > Sree (0.010 In.) 3 as 
| | (0.010 In.) 
| Static |Dynamic Static |Dynamic Static |Dynamic 
: "2 
Hard-rolled.....-.- 0.415| 0.155 |C.M.1....| 0.291) 0.190 | Reduced 23 per} 0.248; 0.160 
cent. by rolling 
Medium-rolled....| 0.329) 0.195 C.M.2....| 0.291) 0.195 Reduced 50 per| 0.228) 0.165 
cent. by rolling 
Soft-rolled......-- 0.277| 0.255 | C.M.3....| 0.284) 0.205 Annealed 34 hr.| 0.445) 0.360 
| at 450° C. 
Dead soft-rolled...| 0.341) 0.300 C.M.4....| 0.283] 0.210 | Annealed 34 hr.| 0.488 0.380 
at 550° C. 
Annealed 14 hr.| 0.590) 0.410 
at 650° C. 
| Annealed 44 hr.| 0.536) 0.410 
at 750° C. 
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Attention may be directed to several items of interest brought out 
by these tests. First, with respect to tests made on the various kinds 
of strip and sheet zine, it is apparent that dead soft-rolled and soft- 
rolled strip are better for drawing than any of the competitive sheet 
samples. !8 
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Fia, 13.—Sratic AND DYNAMIC DUCTILITIES OF (1) FOUR KINDS OF STRIP ZINC, (2) 
COMPETITIVE SHEET ZINC, (3) 70/30 BRASS OF VARIOUS TEMPERS. 


Turning next to the static and dynamic ductility tests on brass we 
find that the same general relationship exists between the two sets of. 
values in the case of brass as in the case of zine, viz., the static ductility 
values are uniformly higher than the dynamic ductility values. As may 
be seen by inspection of the curves, the static and dynamic values for 
hard brass are lower than the static and dynamic values for either strip 
or sheet zinc, while the static and dynamic values for annealed brass 
are considerably higher than the zinc values. 


“8 We feel that it would be unprofessional to give the origin of this material, which, 
however, was intended to represent some diversity in its particular field. Obviously, 
we cannot authoritatively report as to the total range of properties covered by sheet 
zinc, solely on the basis of the material in hand. 
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We have not gone very extensively into the question of dynamic prop- 
erties of brass; for example no tests were made after very light reductions. 
However, from the general nature of the comparisons already available, 
it would appear that the best drawing values of zinc are substantially 
equivalent to what might be expected in the case of 70/30 brass after 
a cold reduction in the neighborhood of 10 per cent. 

The static and dynamic ductilities of both 80/20 and 90/10 brass 
(annealed) appear to lie closer to one another than in the case of 70/30 
brass (curves not shown). 

It is interesting to note that although the static ductility values of 
brass annealed at 750 and 450° C. are quite widely separated, the differ- 
ence is less noticeable in the case of the dynamic ductility values given by 
the same material. 

This would seem to indicate a rather higher drawing value than has 
usually been ascribed to brass annealed at quite low temperatures. This 
of course does not take the load factor into consideration, 7.e., it undoubt- 
edly requires less energy to produce the cup in coarse-grained than in 
fine-grained brass and the general depreciation of the drawing equipment 
would be less under the former conditions. 


6. STIFFNESS OF WorKED Zinc; ALLOYED PRopuUCcTS 


The early German authors (see Section 1 of this paper) have left a 
very good picture of the characteristics of impure hard-rolled zine under 
tensile Joading. It is quite clear from theoretical considerations that 
material of this sort would under ordinary conditions roll or draw into 
a stiffer material than very pure zinc. This is fully borne out by such 
tests as we have seen. 

The ordinary conception of stiffness in a metal rod, for example, is 
gained by handling it, 7.e., by observing the resistance which it offers to 
bending whether it does or does not return to its initial shape after such 
manipulation. 

The simple engineering conception of stiffness deals with the action 
of stresses within the elastic range and is measured by the slope of the 
stress-deformation curve below the elastic limit, 7.¢., it is in effect de- 
fined by the modulus of elasticity. In thissense cartridge brass and rolled 
zine are about equally stiff, viz., the modulus of elasticity is from 11,000,000 
to 11,500,000 in both cases and the condition of the metal as regards 
temper does not appear to affect this value greatly. 

However, in such a comparison no account is taken of the extreme 
load which the metal will bear and still bend in accordance with the ratio 
of stress to deformation as expressed in the above modulus. In the 
case of zinc this is a very low value, and after passing this value the de- 
formation increases rapidly as the load builds up, 7.e., the metal bends 
freely. It is also low in the case of annealed brass, but high in the case 
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of cold-worked brass. Thus, the latter material is stiff in the full sense 
that it bends or stretches only slightly with each increment of stress up 
to very high values of stress. 


The stiffness of zinc in this sense may be raised by alloying. Thus, | 


stress-deformation curves 1 and 2 of Fig. 14 represent relatively pure 
(Horse Head) zinc rod and an alloyed rod containing 1 per cent. of cop- 


Unit Stresses in Pounds per Square Inch 


0 
0,000 0.001 0.002 0,003 0,004 0,005 0,006 
0.0005 0.0015 0.0025 0.0035 0 0045 0.0055 
Unit Deformations in Inches per Inch 


Fic, 14,—S7rnss-DEFORMATION ‘CURVES OF PURE AND ALLOYED ZINC ROD. SPEED 
OF POLLING, 0.052 IN. PER MINUTH. 


per, respectively. This material was made by rolling a 2-in. wire bar 
through grooves of varying section down to a thickness of 5g in. and then 
drawing as cold as possible to the final diameter of 14 inch. 

It is observed that the soft pure zinc reaches high values of deforma- 
tion at relatively low stresses while the copper alloy requires much 
higher stresses for similar values of deformation. For example, the latter 
material requires nearly twice as great a stress as the former to produce 
a unit deformation of 0.004 in. per in. It should be observed that alloy- 
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ing of this character does not produce any marked or practically useful 
increase in the range of true elastic action; it merely makes the material _ 
more sluggish in flowing to accommodate the stress. 

_ Viewed in another light, it produces an effect similar to that which 
would accompany a eonsiderable increase in the rate of loading. 

In thus pointing out the true character of these changes we do not 
desire to minimize their importance. The above change in stress-strain 
characteristics really constitutes a very useful improvement in stiffness 
according to the ordinary or more or less free interpretation of this 
term. Needless to say, it does not signify a type of alteration sufficiently 
drastic to bring zine into competition with steel as a material for gun 
barrels or watch springs. 

It is interesting to inquire into the reason for the above changes and 
first of all some classification of the structural changes produced by 
alloying seems necessary. 

Most authors have used either copper or aluminum, or both, in seeking 
to improve zinc by alloying. According to the researches of Shepherd," 
Tafel,2° and Parravano,”! solid zinc can retain some 214 per cent. of the 
former metal in solution at all temperatures below the freezing point. In 
the case of aluminum, -early researches have indicated a solid solubility 
of some 3 per cent. in zinc but the very recent authoritative work of Bauer 
and Vogel?? places the limit of solubility at 34 per cent. There are no 
indications that any other metal dissolves appreciably in solid zine. 
Thus, the common method of profoundly altering the properties of a metal 
by freely dissolving another metal in it (e.g., making copper into the 
most ductile brass by saturating it with zinc or into the toughest bronze 
by saturating it with tin) cannot be utilized in the case of zinc. Even 
the most promising metal, copper, appears to be considerably less soluble 
in solid zinc than the figures quoted above would indicate; we have 
been unable to introduce much more than 1!4 per cent. of copper into 
solid solution in zine. ; 

There is hardly enough copper present in the alloy used in the tests 
just described (1 per cent.) to alter its mechanical properties to any great 
extent—1 per cent. of zinc in copper does not greatly modify the metal; 
it requires some 10 or 20 per cent. to produce a marked change in proper- 
ties. Hence, the marked difference between the pure zinc and the copper 
alloy represented in Fig. 14 is probably due solely to the known tendency 
of impurities even in small amount to raise the softening temperature of 
the metal and cause it to strain harden more effectively. 

If this is true, a little lead and cadmium should produce about the 
same effect and, as a matter of fact, 14 in. rod made in the same way from 


19 Jnl. Phys. Chem. (1904) 8, 421. 20 Metallurgie (1908) .5, 377 et seq. 
21 Gazz. Chim. Ital. (1914) 44 (2), 478. 22 Loc. cit. 
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a common grade of spelter shows about the same stress-deformation 
- characteristics as the copper alloy in question. The ratios of stress to 
~ unit deformation ata deformation value of 0.004 in. per in. are 3,500,000 
and 3,350,000 respectively. 

There is another form of alloying which might be expected to prove 
efficient in increasing the stiffness of zinc. We refer to that type of 
alloying which is illustrated by the familiar relationship between soft iron 
and annealed steel. Here, we have a hardening and stiffening constituent, 
namely iron carbide, thoroughly distributed in the form of fine plates or 
granules throughout the matrix of soft iron. 

The result is a great increase in the range of stress through which the 
metal may be bent or stretched without permanent set. 

While there appears to be no possibility of developing a structure in 
zine analogous to the pearlitic structure of annealed eutectoid steel, there 
are other possibilities of incorporating a finely divided reinforcing material 
with zinc so as to simulate the effect produced by cementite in a soft iron 
matrix. 

The stress-deformation characteristics of an alloy of this type which 
may be commercially worked into rod, wire, etc:, are shown in the upper- 
most curve (No. 3) of Fig. 14. Here we note a further improvement, in 
respect to stiffness. The values of unit stress which produce a unit 
deformation of 0.004 in. per in. are 1,725,000; 3,350,000; and 3,700,000 
in alloys Nos. 1, 2, and 3, respectively. 


7. SUCCESSFUL APPLICATIONS 


Rolled zine has been known to the public in this country for a number 
of years. This acquaintance has been only a casual one, having been 
confined to the use of zinc as a covering for tables and as a protector 
under or behind stoves. It has also been known as an excellent material 
for the rubbing part of washboards. In times gone by most of our bath 
tubs were lined with zinc, but in recent years this usage has entirely 
disappeared. 

Rolled zine (strip and sheet) has been used extensively in Europe for 
many years,* but only recently has it had a wider application in this 
country. The uses for this product are quite numerous, and are some- 
what surprising to the newly initiated. 

The uses for rolled zinc may be classified into four groups: 

1. Its adaptation due to its electrical and electrochemical properties. 

2. Its adaptation due to its resistance to atmospheric corrosion and 
its anti-staining features. 


23 The foreign uses of rolled zine in 1905 are well described - an article: “Manu- 
facture and Uses of Rolled Zinc” emanating from La Soe. de la Vieille-Montagne and 
published in L’Industrie du Zinc, pp. 63-66. 
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3. Its adaptation to pressed, drawn, or spun articles of manufacture, 
due to its cheapness in competition with brass, aluminum and copper. 

4: Miscellaneous. 

A classified list of some successful uses follows: 

1. On Account of Its Electrical and Electrochemical Properties.— 
Boiler plates, hull plates, cyanide shavings, primary battery plates, 
soldered dry battery casings, drawn dry battery casings, replaceable 
fuses, non-magnetic boxes enclosing electrically operated switches, drawn 
cases for electrical measuring instruments. 


“ LORAWN 
Stoweng me possiilities oF 


Fic. 15.—DRAWN AND SOLDERED BATTERY CANS. 


2. On Account of Its Permanency and Anti-staining Features.—Sheet 
zine roofs, zine shingle roofs, hip-rolls, ridge-rolls, valleys, leaders or con- 
ductor pipes and gutters, roofing nails, weather stripping, glaziers’ points, 
art glass windows, electrical fittings exposed to the atmosphere, corset 
eyelets and corset steel tips, washboards, linings for mechanical washing 
machines, metal tags, shoe polish boxes, shoe and other lacing tips. 

3. Pressed, Drawn or Spun Articles —Addressograph plates, jar tops, 
piano hinges, smokeless powder-box linings, automobile fittings such as 
edging used around running-boards, ete.; oil cans, grease guns; tire valve 
boxes and certain parts of tire valves; lighting fixtures, electric fixtures, 
switch plates, plug-casings and socket casings; base metal for silver- and 
nickel-plated articles; lead pencil ferrules and tips. oe 

4, M iscellaneous.—Dials, grain screens, casket linings and cremation 
urns, shoe nails, file protectors and name plates. ' 

In the consideration of these various applications, it may be well to 
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discuss certain of them in detail and introduce merely a few words of 
explanation in other cases. 

The use of rolléd zine for boiler plates and hull plates, as well as 
for shavings in cyaniding, is well known. In certain types of primary 
batteries, rolled zinc elements are being successfully used. Rolled zine 
is used extensively for the casings of dry batteries. The cases for the 
No. 6 dry cell are built up and soldered. The seamless drawn zine 
battery shell, which has lately found application in the smaller batteries 
for pocket lights, has caused considerable favorable comment. The steps 
followed in the drawings of a case, together with the finished case, are 
illustrated in Fig. 15, along with a soldered No. 6 case. 

The use of zinc for replaceable electric fuses has been quite extensive 
of late. Metal for this purpose must be accurate as to gage and have 
uniform electrical properties. Rolled zinc with a minimum of impurities 
is probably best for this purpose, due to the tendency of the finished 


Fig. 16.—Srrre ziINC ROOFING MATERIAL. 


article always to fail at the proper amperage. Zine is non-magnetic 
and for this reason finds application in the form of casings for electrical 
measuring instruments, and other electrical apparatus. 

The relative permanency and anti-staining properties of zine have 
long been recognized abroad. Zine has been used for metal roofs on the 
Continent for a number of years. These roofs have been described on 
many occasions. The foreign method of application, together with the 
probable life, are excellently set forth in an article by W. H. Seaman in 
the Engineering and Mining Journal, Oct. 5, 1918. 

Considerable prejudice against zine exists in this country among 
tinsmiths, due mainly to a lack of knowledge of the physcial properties 
of the metal. 

In the first place, there is some opinion that zine cannot be soldered. 
Reference to the manufacture of dry batteries will clearly show the fal- 
lacy of this. Second, zine is considered too britcle to work extensively. 
This is true of some grades of sheet zinc. Properly rolled Horse Head 
strip, however, is far from brittle, as shown by the deep drawing illus- 
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trated in Fig. 17 and by the bends made in a strip of: metal according 
to Fig. 16. Third, a proper conception of the expansion and contrac- 
tion of the metal at extremes of temperature is necessary in order to 
properly lay zinc onaroof. This latter subject is covered in a number 
of contributions to foreign and domestic trade papers.24 Recently, The 
New Jersey Zine Co. has erected a metal shingle zinc roof on a two- 
family dwelling at Palmerton, Pa. The shingles, valleys, ridge rolls, 
gutters and leaders were all fabricated from zine by the National Sheet 
Metal Roofing Co., of Jersey City, N. J. 


 qagmnece 8 
———— 


Fic. 17.—DEVELOPMENT OF DEEP DRAWN ZINC TUBE. 


Zine gutters are used quite extensively on buildings having stone 
copings. The salts running from a gutter made of copper would badly 
discolor the stone, whereas the common salts of zine are white and no 
staining results. 

Probably this non-staining feature of zinc was first appreciated by the 
corset manufacturers, for brass corset eyelets and brass tips for corset 
steels soon make the garment unsightly and unfit for wear. It has been 
found that Horse Head zinc possesses superior non-staining qualities 
and also superior drawing qualities; it is, therefore, demanded by many 
corset manufacturers for their eyelets. 


24 Different Kinds of Zinc Roofing, Vieille-Montagne, Pamphlet 25, Liége, 1897; 
Various Systems of Roofing, I nstructions pratique, Vieille-Montagne (1900) ; 

W. H. Seaman: Sheet Zine for Roofing, Eng. & Min. Jnl. (1918) 105, 620-639; 
Use of Zinc by Sheet Metal Contractors M etal Worker (1919) 91, 58; 

Wm. Neubecker: Covering Dome-shaped Roofs, Metal W orker (1919) 91, 575-577; 
Wm. Hutton: Zinc as a Roof Covering, Metal Worker (1919) 91, 370-871; 
Practical Talks on Zine Roofing, Practical Sheet Metal Work, 3, 93-103. 
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Zine has been quite extensively used for weather stripping, but objec- 
tions have been raised against strip zine due to alleged poor bending 
properties, As evidenced by the severe bends illustrated in Fig. 16, 
properly rolled Horse Head strip is entirely suitable for this purpose. 
Zinc glaziers’ points have long been used; their superiority over galva- 
nized steel need only be mentioned in passing. 


Fig. 18,—LARGE TUBE AT LEFT ELECTRICALLY WELDED. OTHER TUBES DRAWN 
AFTER CUPPING. 


Recently zinc has been applied to the manufacture of automatic 
washing machines under conditions which cannot fail to severely test 
the properties of the metal. As an indication of the value of zinc for this 
service it is to be remembered that rolled zinc has been used on wash- 
boards for several generations. 


Fia. 19.—SPUN AND POLISHED ARTICLES ON LEFT. DRAWN AND SILVER-PLATED 
ARTICLES ON RIGHT, 


Large quantities of strip zinc are being used to manufacture weather 
resisting tags, the printed matter being stamped on by a machine similar 
to the addressograph. Rolled zinc is also extensively applied in the 
manufacture of boxes used for shoe polish. 

It has long: been thought impossible to satisfactorily form many 
articles from sheet zine, but experimental work has developed a rolled 
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product which will admirably withstand deep drawing. A simple draw 
‘is the well-known Mason jar top. 


Fria. 20.—MIscELLANEOUS APPLICATIONS OF ROLLED, FORMED, SPUN AND PLATED 
ZINC. 


One of the larger manufacturers of lead-pencils has lately made use 
of rolled zinc for lead pencil tips and the ferrule placed on the end of the 


TEST BAR - 


Fig. 21.—Zinc ROD AND WIRE. 


pencil to hold the eraser. These shapes were formed by drawing zinc 


into quite a deep tube as illustrated in Fig. 17. 
A recent experimental development has been the manufacture of 
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seamless zine tubing, as illustrated in Fig. 18. This tubing was made by 
the following process: A blank 6 in. in diameter and 0.065 in. thick was 
drawn on presses to a cylinder, the bottom sheared out, and the tubing 
completed by drawing on a bench through dies over a steel arbor. Dur- 
ing these operations no annealing is necessary. 

Zinc has been successfully spun and formed into electric lighting 
fixtures. Ornamental metal doors and other similar objects have been 
successfully manufactured from zinc. Certain doors which have been 
under observation are exposed to the outside atmosphere and polishing 
with a neutral polish at intervals serves to maintain their luster. 

One would naturally suggest the use of strip zinc as a base metal for 
plated ware. Special selected metal is best for this purpose. Some 
silver-plated pieces are shown in Fig. 19. 

A number of the miscellaneous applications of rolled, formed, spun, 
and plated zine are illustrated in Fig. 20. These require no special 
comment. 

During the war, the manufacture of 34-in. diameter zine rod was re- 
quested for use in certain parts of field wireless equipment. A pulled 
section of this rod having a tensile strength of 20,300 Ib. to the sq. in. 
and an elongation of 54.5 per cent. in 8 in., is shown in Fig. 21. Later, 
the semi-commercial manufacture of rod and wire between 0.750 in. 
and 0.005 in. in diameter was successfully accomplished ‘The rod has 


found application in the manufacture of parts on automatic screw ma-. 


chines, while the wire is used for shoe nails, for the fuse wire of fuse 
plugs, ete. 

An interesting development is illustrated at the extreme left of Fig. 
18. Two rectangles of rolled zine were formed in a press to the cross- 
section of a semi-circle. These two sections were then electrically welded 
into the finished tube as shown. 


DISCUSSION 


W. H. Porrn, New York, N.Y.—I would like to ask what effect 
segregation of lead would have upon the corrosion of sheet zinc; also what 
effect would abnormal percentages of iron have upon the ductility of sheet 
zinc? One of our difficulties seemed to be that the cells, when standing 
on the shelf, corroded. We have attributed this to local action in the 
zinc sheet. We would like to know whether the segregation of these 
impurities in this sheet zine will have any effect on the local action occur- 
ring in sheet zinc. Lately we have had difficulty in punching some sheet 
zinc, in that the sheets split in the die. The section that split seemed to 


have an abnormallly high percentage of cadmium .and iron; would that 
cause it to become brittle? 
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C. H. Maruewson.—lIron is one of the most unwelcome impurities 
when high ductility is the principal requirement in rolled zinc. High 
iron would certainly affect the drawing qualities adversely. Abnormally 
high percentages of cadmium localized in portions of the rolled sheet 
would probably produce hard spots and cause brittleness. I don’t feel 
competent to definitely answer questions as to the corrosion of rolled zinc 
since we have not completed any very exhaustive series of tests along that 
line. In general, anything that tends to bring about local variations of 
concentration in metal is disadvantageous from the standpoint of corro- 
sion, and I should regard pronounced segregation of lead as disadvanta- - 
geous on general principles. 


W. H. Portu.—To us, that corrosion seemed to be more evident with 
sheet zine that was of rather high purity than on zinc that was not so 
pure; that is, contained less lead. 


F. G. Breyer, Palmerton, Pa.—May I ask, when you speak of corro- 
sion, was that the result’ of a corrosion test? 


W. H. Portu.—No, it was not. We judge entirely by the shelf-life 
deterioration of a dry cell. 


F. G. Breyer.—The trouble with the battery shelf deterioration is 
that there are so many other things that enter into it besides the metal 
itself. We should develop a satisfactory test that has fewer variables 
in it and which ean be exterpolated to shelf life. 
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Five Foundry Tests of Zine Bronzes 


BY C. P. KARR,* PH. B., WASHINGTON, D. C. 


(Philadelphia Meeting, September, 1919) 


For several years, the Bureau of Standards has been working in 
codperation with an Advisory Committee on non-ferrous metals on various 
phases of the production and testing of zinc bronzes. The work has dealt 
especially with the type of metal known as “ Admiralty bronze” in Eng- 
land and as “Government bronze” in this country and consisting of 
88 copper, 10 tin, and 2 zinc, Several reports have been made on this 
subject and these should be considered in connection with this paper.! 


First SERIES OF Five Founpry TeEsts 


A very brief summary of the first series of five foundry tests has been 
made,” but for the sake of clearness the results are given here in different 
form. The five foundries coéperating in this investigation were: Ohio 
Brass Co., Mansfield, Ohio; Titanium Alloy Mfg. Co., Niagara F alls, 
N. Y.; Packard Motor Car Co., Detroit, Mich.; National Cash Regis- 
ter Co., Dayton, Ohio; Bureau of Standards, Washington, D. C. The 
object of the work was to determine whether uniform results could be 
obtained with this alloy in different foundries working under definite 
instructions. 

One of the participating foundries prepared, from virgin metal, a 
stock of ingots of the composition 88 copper, 10 tin, 2 zinc, and at the 
same time poured nine test bars from this melt of virgin metal. The 
results of the physical tests of these bars are shown in Table 1. Examina- 
tion of this table shows that the highest and most nearly uniform results 
were obtained when the virgin metal was cast flat in chill molds and the 
lowest and most variable results were encountered when it was cast 
vertical in green-sand’molds. In this, as in all other tables, the mean 
deviation was obtained by the usual method of taking the average of the 
differences of the individual values from the average values. 


* Associate Physicist, U. S. Bureau of Standards. 
‘Report of Work Done at the Bureau of Standards on ‘Non-ferrous Metals 

during 1913. Trans. Am. Inst. Met. (1913) 7, 252-287 ; Standard Test Specimens of 

Zine Bronze. U.S. Bureau of Standards Tech. Paper 59 (1916); Report on a Series 

of Comparative Tests of Zinc-bronze Standard Test Bars. Trans. Am. Inst. Met 

(1916) 10, 77. 
2 Last reference above. 


 ——— a wv 


Cc. P. KARR 379 


A part of the ingots were sent to each of the five foundries with instruc- 
tions that test bars be made in various stated ways, using not over 25 
per cent. of gates and runners as scrap and maintaining pouring tempera- 
tures between 1100° and 1200° C. The instructions specified also that 
Albany No. 2 sand should be used for molds; but for skin-dried molds, 
allowed the use of any facing sand or binder commonly used in good 
foundry practice. y 

é 
Taste 1—Five Foundry Tests, Series 1, Virgin Metal. Composition 
of charge: 88 copper, 10 tin, 2 zine. Averaged results of physical 
tests with mean deviations ; 


Method of Casting | a strenath, Soin. (in aren Spetimene Speen, 
| mens | Sq. In. Per Cent. | Per Cent. ing Flaws age 
| | 

Flat, skin dried sand....... 3 40,400; 16.0 14.8 1 

| | +1,600) +2.0 | +1.5 . 

Vertical, green sand ...... oes, 000 9.7 6.3 1 
| +3,300} +3.8 +3.2 

Vertical, skin dried sand..... 3 38,000 12.3 9.7 1 
| +3,300| +2.9 suet 

fale? So See eeeeageer | 3 | 44,100) 27.3 23.7 1 

+2,900} +2.4 +2.3 


pe ee eee ee 


TapLe 2.—Five Foundry Tests, Series 1, Farst Remelt. Composition 
of charge: 88 copper, 10 tin, 2 zinc. Averaged results of 
physical tests with mean deviations 


| N | Tonsil | Retna Rumies of 
vume | ensile | Elongation, Reduction eb ONS hee 
Sats ber of Strength, |"i,2In., | in Area, Specimens | Breaking 
Method of Casting | Speok/ Eb per’ | Ber Cent. | Fer Cent, og'Wlawe | Gage 
| | Limits 
| a | 
Tigi ered candies 04: | 15 | -36,500) 12.0] 10.1 2 9 
| 43190) +4.2| +3.6 
} | | 
lintdey cand. qe... - pelo 4, 737,000), 11.0 8.9 3 7 
| | 42,800), 2:6.) 42-1 
Vertical, green sand....... 5 | 33,830 9.9 9.2 4 5 
| | +4,700 +4.0 aon 
Vertical, dry sand.....---. | 15 | 32,130, 9.7 9.1 10 5 
| +5570, +4.6| +3.3 
Vr ehillae osreb | 21 42,100. F455 (0 19.7 2 6 
| $4,800. +8.8| +5.8 


The instructions as to pouring temperatures were not adhered to 
- gtrictly by some of the foundries for the pouring temperatures varied 
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from 1050° to 1350° C. Although not specified in the instructions, all 
sand-cast specimens were supposed to be 414 in. (11 cm.) long and 5¢ in. 
(1.5 cm.) diameter in the center sections and all chill specimens were sup- 
posed to be 1414 by 2 by 114 in. (37 by 5 by 3 cm.). The test bars made 
actually varied in length from 4}4 in. to 14 in. in length and from 5¢ in. to 
34 in. in diameter, center section. In addition to these variations in 
pouring temperatures and size of test bars, a large number of the test bars 
showed flaws and many others broke outside of the gage limits when being 
tested. For these reasons, the results of the tests have less significance 
than was expected. They are valuable mainly as an example of the ex- 
treme care that must be taken to keep conditions uniform in conducting 
comparative tests on metal so sensitive to slight variations in method of 
working as Government bronze is known to be. The results are shown in 
- Table 2, in which the superiority of the chill casting stands out. 


Errreot or Heat TREATMENT 


In order to determine the effect of heat treatment on the properties 
of this alloy, a second remelt was made in the foundry of the Bureau of 
Standards. The results are shown in Table 3. Examination of this table 


TaBLe 3.—Five Foundry Tests, Series I, Second Remelt. Composition of 
charge: 88 copper, 10 tin, 2 zine. All specimens were cast approxt- 
mately to size. Averaged results of physical tests 


Tensile Elongation Reduction 
How Cast Heat Treatment Strength, in 2 In., in Area, 
Lb. per Sq. In. Per Cent. Per Cent. 
Flat, green sand......... Quenched at 700°C | 41,550 29 12 
Annealed at 700° C. 44,000 39 25 
None 41,230 17 13 
Flat, skin dried sand... .} Quenched at 600° C. 45,300 | 37 22 
Annealed at 600° C. 46,610 39 27 
None 41,790 27 19.6 
Vertical, green sand..... Quenched at 700° C. 43,780 | 39 22.7 
Annealed at 700° C, 44,550 | 46 29.5 
None 42,000 | 27 10.6 
Vertical, skin dried sand.| Quenched at 600° C. 47,940 388 13 
Annealed at 600° C, 49,380 35 7, 
None 39,850 25 Urals 
LCN Rote otis, ee Quenchéd at 600° C, 29,640 17 1) 
Quenched at 700° C, 32,890 25 16 
Quenched at 700° C, 29,000 22 3 
Annealed at 600° C. 29,800 19 13 
Annealed at 700° C, 27,900 19 10 
None 31,875 5 3.5 
None 25,300 5 2.0 
None 26,000 5 2.5 


undry Tests. Composition of charge: 88 copper, 10 tn, Part 

as? 2 Showing: effect of continued remelting. All melts except 
that of virgin metal were made at the Bureau of Standards. 

Averaged results of physical tests with mean deviations 


_ Method of Casting. Number of aaa Hlongstio ” Heaney y 
; Specimens | Lb. per Sq. In. Per Cent. Per Cent. 
a7 
. Flat, green sand.... 1 
: 2 = 38,200 10.0 8.5 i 
+800 +0.6 +1.1 
3 3 42,600 oS 1175 
+ 1,000 +0.6 +1.0 si 
4 3 40,100 9.0 10.5 : 
+3,800 EE an) +3.3 
Flat, skin driedsand|) = 3 40,400 16.0 14.8 
+1,600 +2.0 +15 
2 3 40,400 ill) 8.1 
+600 sei 8) Sei 
3 3 42,800 14.0 20.0 
+1,300 EE One +5.0 
4 3 43,100 15.0 18.0 
+ 2,400 3.0 +470 
Vertical green sand. il 3 38,000 9.7 6.3 
+ 8,300 +3.8 20),%4 
2 3 38,200 15.0 13ho 
+2,300 +0.6 +3.9 
3 3 36,500 407, 10.0 
+ 2,000 ast). 74 +0.3 
4 3 35,500 9.0 8.0 
+1,300 ae LAS +2.0 
Vertical, skin dried 1 ‘3 38,000 12.3 9.7 
sand + 3,000 +2.9 esha 
2, 3 35,700 1233 10.3 
+ 2,600 +3.5 +3.8 
3 3 37,500 8.5 13.0 
+1,950 +2.0 +2.3 
4 35,400 9.0 9.5 
1,000 22 74.(0) © etalines 
Inechillaepee eh ae 1 3 44,100 27.3 2am 
| +2,900 +2.4 aE 74833 
2 3 43,800 20.0 16.2 
+3,500 +6.0 +5.8 
3 3 31,600 4.0 6.0 
+3,700 +0.8 om 
4 6 25,600 1.8 2.6 
+3,200 +0.3 ae Tel 
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shows that the physical properties of the specimens cast in sand were im- 
proved somewhat by heat treatment, annealing being more effective than 
quenching. In the specimens cast in chills, the ductility of the metal 
was increased markedly by heat treatment, but the tensile strength was 
not altered materially. The sand-cast specimens of the second remelt 
are better than the chill castings of the first or second remelts. These 
results are in general accord with those of other investigators. * 


EFFECT OF CONTINUED REMELTING 


To determine the effect of continued remelting on the alloy, three 
remelts of the same metal were made at the Bureau of Standards. The 
pouring temperatures being kept at about 1100° C. The results are shown 
in Table 4. In the case of specimens cast in chills, the virgin metal gave 
the highest values and there was a marked falling off in strength wtih 
continued remelting. No marked effect due to remelting is noticeable 
in the specimens cast in sand. This may be due to the maintenance of a 
low pouring temperature for it is well known in foundry practice that 
Government bronze tends to deteriorate after two or three meltings.4 


SECOND SERIES OF Five Founpry TEstTs 


After discussion in committee, it was decided to repeat the first 
remelt series of tests conducted by the five codperating foundries but 
to use longer test bars cast in molds made from core sand and linseed 
oil and baked in a core oven. These molds were all made for pouring flat 
and were all provided with reservoir gates, the gates being made in green 
sand. The shape and dimensions of the mold and gate are the design 
of Mr. McKinney of the Naval Gun Factory and are shown in Fig. 1. 
It was decided further to conduct a similar series of tests on ingots of 
the composition 88 copper, 8 tin, 4 zinc. The pouring temperatures 
varied somewhat, from 1100° to 1300° C., due to established ‘practice 
in the various foundries, but otherwise conditions were kept as uniform 
as possible. The care taken in making this series of tests was justified by 
the facts that none of the specimens broke outside of the gage limits while 
being tested and none showed flaws. The results of the physical tests 
are shown in Tables 5 and 6. 


* H. 8. Shepherd and G. B. Upton: Jnl. Phys. Chem. (1905) 9, 441-476. 
St. Etienne: Soc. de L’Ind., Stoye Memoriale (Mch., 1911) 1388. 
H.8. and J. S. G. Primrose: Jnl. Inst. Met. (1913) 9, 161. 

M.S, Guillet: Rev. de Met. (1905) 2, 118. 

John Dewrance: Jnl. Inst. Met. (1914) 11, 216. 

C. P. Karr and H. 8. Rawdon: Tech. Paper, U. 8. Bureau of Standards. 
H. C. H. Carpenter and C. F. Elam: Jnl. Inst. Met. (1918) 19,155. 


‘ Decourcy Brown: Trans. Am. Inst. Met. (1914) 8, 63. Brass World (1918) 
Ce ley 
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TaBLE 5.—Five Foundry Tests, Series IT. Composition of charge: 88 copper, 
10 tin, 2 zinc. All specimens were cast approximately to size, hori- 
zontal, in baked core-sand molds with reservoir gates. Averaged 
results of physical tests with mean deviations 


Se ee ooo 


Foundry | Specimens | Rrogerbonel (|p Renelle Se ede eeeeiress ver Gene 
| s 

A 6. | 11,250 33,600 3 22.3 18.0 
| +£1,300 +1,400 > #14 +2.0 
(7 6 13,100 439100 3]? . °39..7 24.3 
£1,050 +3,350 +4.5 +2.2 
cs 6 | 13,750 42,600 31.3 24.6 
+600 +2,200 +5.0 +3.4 
D 6 | 10,000 | 31,100 a28 15.8 
| +1,500 | +2,500 +4.4 +4.3 
E 6 13,100 43,800 25.1 22.5 
+900 |. +1,950 | +4.5 +4.5 
Total 30 | _ 12,200 | . 38,900 | 25.3 21.0 
+1,600 | +5,250 +5.9 +4.7 


ee ee 


TaBLe 6.—Five Foundry Tests, Series II. Composition of charge: 88 cop- 
per, 8 tin, 4 zinc. All specimens were cast approximately to size, 
horizontal, in baked core-sand molds with reservoir gates. 
Averaged results of physical tests and mean deviations 


jn Se 


Eee ee | ahs rie | ig ay is Din Per cant ase Per Cae 
ae) 5 | 12,400 | 46,000 | ° 40.0 30.0 
| +1,700 + 1,600 +3.0 1.7 
Be 6 | 11,900 | 43,300 | 36.0 28.0 
| - +900 +1,850 +4.5 _ +£4.5 
C 6 10,200 34,600 29.5 24.4 
| +1,000 | +2400 | +5.2 +3.0 
De 6° 9,600 36,400 31.5 23.6 
| eres 400s at 2,400 i yintie +3.4 
geal 3 11,300 | 35,900 15,30 ile elds 
| 2 900 1) 3,750 +7.1 +5.6 
Total 26 bets 14,0000 4 yip28ie29,400° | 32.0 25.0 
| | +1,650 + 4,200 | 770) veegl ete 6 


eae Ne Se eee 

Examination of these tables shows that even with rather carefully 
standardized methods of making test bars of this type of alloy, there 
may be considerable variation in the physical properties of bars produced 


in the same foundry and greater variation in those from different foun- 
dries. The results for the alloy 88 copper, 8 tin, 4 zinc compared with 
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those for 88 copper, 10 tin, 2 zinc indicate that it is a somewhat more 
ductile metal than the 88—10—2 mixture, has about the same tensile strength, 
but a lower proportional limit. It is interesting to note that some of the 
foundries that produced specimens with highest values with the 88-10-2 
alloy made bars with the 88—10-4 alloy that gave some of the lowest values, 
and vice versa. This is probably due, largely, to the pouring tempera- 


kK = > Tearh 16 3 = =e , a : + 
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tures used in the foundries in question being more suitable for one alloy 
than for the other. 


SUMMARY 


In conducting comparative tests of alloys of the Government bronze 
type, great care must be taken to keep uniform all conditions affecting 
the quality of the finished castings, such as composition of charge, pour- 
ing temperature, shape and size of test bars, kind of mold used, method 
of pouring and gating, etc. 

With rather carefully standardized methods of making test bars of 
this type of alloy, considerable variation in physical properties of test 


peu 
=. 
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specimens from the same foundry are to be expected and greater varia- 
tion in those from different foundries. 

The two alloys studied gave the following average values for test 
bars cast approximately to size horizontal in baked core-sand molds 
with reservoir gates. 


c iti } Number of | Proportional Tensile Elongation| Reduction 
ea Specimens | Limit | py"H5"S0"Yn, | Per Cont. | Per Cent. 
) 
Soi@uylOSn, 2a... 5. | 30 | 12,200, 38,900 25.3 21.0 
+1,600 +5,250 + 5.9 +4.7 
Sei Cues Sone c4) 7s os. re 26 11,000 39,400 32.0 25.0 
+1,650 +4,200 anf) +4.6 


DISCUSSION 


W. M. Corss, Mansfield, Ohio.—We have sometimes seen in indi- 
vidual tests ultimate tensile strengths as high as 55,000 lb. per sq. in. 
being attained under electric furnace practice. These results, of course, 
average much lower than that, but with better methods of melting, can 
we hope to get the strength up to somewhere near the figure attained - 
by these individual tests? 


C. P. Karr.—Yes, because with the electric furnace you can lessen 
the oxidation by means of the impurities always found in the melting. 
But one of the most important things in making 88-10-2 bronze of 
this class is to use a core-sand mold with a very open grain, so that the 
gases carried down will have a chance to escape through the sand, and 
thus increase the tensile strength. 


Tur CHAIRMAN (W. H. Basser, Waterbury, Conn.).—Do I under- 
stand that pouring temperatures of 1120° to 1270° gave equally good 
results and with variations beyond the temperatures either way, the 
properties are affected? 


CG. P. Karr.—If you go much below 1100° you will not get very high 
results. If you go above 1270° you will have some of the oxidation 
products in the metal. Professor Carpenter carried my experiment 
further and heated some of the metal up to 1450° and allowed the metal to 
cool in the pot to somewhat below 1270°. The original valuable prop- 
erties of the metal were restored, while the metal was cooled back 
within that temperature range, which was certainly a very remarkable 


discovery. 
“YOU, LXIv.—25. 
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W. M. Corsz With 88-10-2 ae in very thin daakintey: it seems 
very difficult to get the elongations specified by the Navy specifications, 
14 and 15 per cent? I would like to ask Mr. McKinney if he has had 
similar experiences with thin castings of this metal? 


P. E. McKinney,* Washington, D. C.—Of all the metals we handle, 
probably the red bronzes, containing approximately 10 per cent. of tin, 
are the most delicate and susceptible to slight changes in foundry practice, 
and the range is so very close that the restricting of the size of the gate 
or the increasing of the temperature by very slight margins will very 
frequently destroy the entire object sought; that is, the elongation will 
suddenly drop to nothing and you will have a fracture either in the casting, 
or the test bar, that is entirely crystalline and apparently rather segre- 
gated. I think Mr. Karr’s paper has shown very clearly that very small 
changes in practice effect big changes in the results obtained, a great 
deal more than in the case of some of the bronzes that don’t have the 
excess of free eutectic that will freeze out and give us erratic grain condi- 
tions and intercrystalline cracks and various troubles of that kind. 
Mr. Corse’s question requires every individual casting to be considered 
on its own merits, and foundry practice developed for that casting that is 
typical of that casting alone. 

Mr. Karr states that the test bar used in the experiments was a 
design of my own. I would like to correct that impression, because 
while we have used it, the design is practically identical with the original 
Webert bar. 


* Chemist and Metallurgist, U. S. Naval Gun Factory. 
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Physical Properties of Nickel* 


BY DAVID H. BROWNE AND JOHN F, THOMPSON, ft NEW YORK, N. Y.- 


(Philadelphia Meeting, September, 1919) 
a 


FOREWORD 


Tu literature dealing with the physical constants of nickel is so 
fragmentary and unrelated that a synopsis presents unusual difficulties. 
It is only within the last few years that investigators have understood the 
importance of placing on record not only the determinations they have 
made but also the composition, physical treatment, and past history 
_ of the material investigated. For this reason much of the earlier litera- 
ture is valueless. Determinations have been made of the same physical 
constants on samples differing widely in origin, composition, and treat- 
ment, and the results differ widely among themselves. 

In the first place nickel is almost as flexible a term as steel. Its 
physical properties are widely influenced by its composition and treat- 
- ment. It absorbs large quantities of gases and is exceedingly difficult 
to prepare in a state of chemical purity comparable to gold, silver, or 
copper. It is vitally affected by thermal and mechanical treatment. 
Hence in the following pages the recorded literature, where quoted, 
must be accepted with a certain reserve and used, as far as possible, as a 
check on later observations, in which these important factors are noted. 
In every case where new determinations are given, an attempt has been 
made to record all available information concerning the composition 
and treatment of the material used so that the data may serve as step- 
ping-stones toward a wider knowledge of the properties of the metal. 

As this synopsis is an attempt by men of metallurgical training to do 
what should long before have been done by physicists, it is to be expected 
that certain errors may have crept in. Any corrections or suggestions 


* The preparation of this paper was begun by the late David H. Browne and 
myself some years ago in an endeavor to collect for our own use the best available 
data on the more valuable properties of nickel. The widely scattered sources of much 
of the material, together with the fact that much was unpublished, made it seem ad- 
visable to publish it for general use. The work was interrupted by Mr. Browne’s 
death and greatly delayed by the pressure of work entailed by the war. The call for 
such data in easily available form has become greater as time passes and I have 


accordingly consolidated and rewritten it into the following necessarily brief summary. 
Joun F. THOMPSON. 


+ Manager Technical Department, The International Nickel Co. 
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will be gladly received and acknowledged. No apology is made for our 
attempts to simplify the physical formulas recorded. It is felt that in a 
paper intended for tse by practical men, no explanation of properties, 
units of measurement, or methods of comparison can be made too clear. 
Textbooks are often obscure because they presume too much scientific 
knowledge on the part of the reader and very often the man who is 
interested in certain physical properties of metals finds himself unable to 
understand the formulas given because he has forgotten how to think in 
the terms or units in which the results are stated. For such, simple 
explanations of the physical constants are desirable. 


Forms oF CoMMERCIAL NIcKEL Propucep By VARIOUS REFINING 
PROCESSES 


There are many processes for the production of metallic nickel, 
and unless the metal is subsequently fused, it bears evidence in its physical 
properties of the method used in its manufacture. As this treatise deals 
chiefly with the properties and uses of nickel, a lengthy discussion of the 

metallurgy involved in its preparation would be out of place. <A brief 
synopsis of the methods used for the production of nickel will, however, 
make clear the influence of the method of manufacture upon the physical 
properties of the metal. 

Historically speaking, the first process used for the manufacture 
of nickel was a chemical or wet method. The ores, or more frequently, 
the sulfides of nickel and other metals produced by fusion of the ores were 
dissolved in acids, and the copper, iron, and other metals were precipitated 
by various reagents. Finally, a nickel solution thus obtained, free from 
other metals, was precipitated by an alkali, such as lime or soda, and the 

nickel that was thrown down, as a hydrate or carbonate, was filtered off 

and washed. From this, a nickel oxide was produced by calcination at a 
low heat. This oxide was mixed with some organic binder, such as 
molasses, and was either formed into cubes, cylinders, or other shapes, 
or else was dried in pans and broken up into irregular starch-like frag- 
ments. ‘These fragments or shaped forms of nickel oxide were then 
heated with charcoal in closed crucibles at a heat below the melting 
point of nickel. From such treatment, the product was a spongy metal, 
very porous, and often containing considerable amounts of carbon or 
unreduced nickel oxide. This metal, on account of its porosity, alloys 
easily with other metals. 

All nickel was for years produced in this form, and any metal in the 
forms known as “grain nickel,” “cube nickel” or “rondelles” is of this 


1 Schnabel: “ Metallurgy ”’—Louis’ translation, 2, 574. Macmillan Co., 1898. 
Moissan et Ouvrard: “Le Nickel,’’ 101. 
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type. Determinations of the physical properties of unfused nickel thus 
produced cannot be looked upon as giving information about the solid 
metal. . 

The second process for the recovery of nickel from its ores depends on 
its separation by fusion as a sulfide.?- Some ores of nickel, such as those 
of New Caledonia, are silicates and must be mixed with sulfur-bearing 
materials such as gypsum or iron pyrites. Others, such as the Norwegian 
and Canadian ores, contain sulfides of copper, nickel and iron. These 
require no addition of sulfur, but are always roasted or oxidized to remove 
part of the sulfur they contain. Fusion of these sulfide ores, or of sili- 
cates of nickel with sulfur-bearing materials, gives what is technically 
known as “matte,” a sulfide of nickel with sulfides of iron, and usually 
of copper also. ; 

The presence or absence of copper determines the subsequent treat- 

ment of the matte. If it does not contain copper, as in the case of the 
“New Caledonia ores, this matte can be treated in converters by the 
Bessemer process for the elimination of iron just as copper mattes are 
treated for the production of copper. Nickel mattes, however, cannot. 
be blown to a finished metal and the process of conversion ceases with the 
elimination of practically all the iron and the production of nickel sulfide. 
This nickel sulfide is calcined to remove the sulfur and is mixed with 
charcoal and reduced to metal in a reverberatory furnace or in crucibles, 
at a temperature higher than the melting point of nickel. The melted 
nickel is either poured into water to form shot nickel or is cast into blocks 
or ingots. In some cases, however, the oxide is mixed with an organic 
binder and reduced at a low temperature, as previously described. 

The ores of nickel that contain copper, such as those of Norway and 
Canada, are treated in the same way by fusion and by Bessemer conver- 
sion. In this case, however, the product is a sulfide of copper and nickel 
containing a small amount of iron, usually under 1% per cent. This 
product, known as Bessemer matte, is treated by three different 
methods to separate nickel from copper. 

The first of these methods is the use of an electric current.’ This has 
many modifications, but in general it consists in removing the sulfur and 
producing a crude copper-nickel alloy, which is afterward used as an 
anode in a plating bath. After the removal of the copper by plating or 


2 Schnabel: Op. cit., 511. 
Moissan et Ouvrard: Op. cit., 65, 96. 
Jnl. Iron and Steel Inst. (1894) 45, 568. 
Charlton: Jnl. Soc. Arts. (1894) 43, 628. 

2Bng. & Min, Jnl. (1854) 58, 103. Jnl. Soc. Chem. Ind. (1902) 21, 1081. 

Can. Min. Rev. (1902) 99. 

Zeit. Elektrochem. (1903) 393. 

Hybinette: U. 8. Pat. 805555, Nov. 28, 1905, and 805969, Nov. 28, 1905. 
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cementation, the nickel solution can be electrolyzed for the production of 
metallic nickel. This nickel may be sold directly in the form of nickel 
cathodes, or it may be remelted and sold as ingots. 

The second process is the Mond,‘ in which the Bessemer matte, which 
contains copper, nickel, sulfur, and a very small amount of iron, is roasted. 
The copper is in part removed by leaching with sulfuric acid, forming 
copper sulfate; the residue, containing nickel oxide with some copper 
oxide and iron, is reduced at a low heat to a finely divided metallic pow- 
der. This is carefully protected from contact with the air and carbon 
monoxide is passed over it at ordinary room temperatures. This carbon 
monoxide dissolves part of the nickel, forming nickel carbonyl, which 
is a vapor at the temperature employed. The mixture of gases, 
carbon monoxide and nickel carbonyl, is passed through an apparatus con- 
taining small shot nickel heated to about 300° C. At this temperature, 
nickel carbonyl splits up into monoxide, which is led back over the met- 
allic powder, and metallic nickel which forms a coating over the nickel - 
shot. The nickel shot is alternately exposed to and withdrawn from the 
action of this gas, and in this way a series of concentric layers of nickel 
are built up around the original nucleus, like the coats of an onion. 
The metal may be sold in this form, or it may be melted into ingots. 
Mond shot may readily be recognized; hammering upon an anvil will break 
open the various coatings and show the characteristic structure. 

The third method, whereby most of the nickel is produced in the 
United States, is known as the Orford Process.’ The Bessemer matte is 
melted with salt cake or niter cake. These are both forms of sodium 
sulfate, which in the furnace reduce to sodium sulfide. This sodium 
sulfide forms, with the copper, a soda-copper matte of low specific gravity. 
The molten material from the furnace is allowed to cool in pots. After 
the material is cold the top part, which contains the most of the copper 
with the soda and some nickel, splits off from the bottom, which contains 
most of the nickel with some copper. Several treatments are required 
to produce on the one side a crude sulfide of copper and soda and on the 
other side a crude sulfide of nickel. The sulfide of copper and soda, 
known as “‘tops,’”’ goes to copper converters where the copper is recovered 
as blister copper. The sulfide of nickel, known as ‘bottoms,’ goes 
through a series of roastings and leachings and finally becomes nickel 
oxide. This is reduced with charcoal at a heat above the melting 


* Roberts-Austen; Proc. Inst. Civ. Engrs., 185, 29. 
5 John L. Thomson: U. 8. Pat. 489882. 
R. M. Thompson: Min. Ind. (1892) 1, 357. A. Monell: U. S. Pat. 802012, Oct 
17, 1905. ene 
R. R. Maffett: U. S. Pat. 802148, Oct. 17, 1905. Min. Ind. (1905) 14, 466. 


(The word Orford in this paper refers to the Orford Works of the International 
Nickel Co.) 
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Pee! of nickel -and is cast into blocks or poured into water to form 
shot. ‘ 

For the production of the highest grade nickel, a portion of the metal 
is cast into anodes. From these anodes pure electrolytic nickel is depos- 
ited on cathodes. These may be sold uncut, or they may be cut into small 
pieces for crucible melting, or they may be remelted and cast into ingots 
for rolling. 

This brief sketch of the metallurgy® shows that what is called nickel 
may be as follows: 

1. Grains, cubes, rondelles, or powder reduced at a low heat from 
nickel oxide and not fused in process of ‘manufacture. 

2. Nickel deposited as concentric coats from nickel carbonyl and not 
fused in process of manufacture. 

3. Nickel deposited by some electrolytic method in the form of a cath- 
ode and not fused in process of manufacture. ; 

4. Nickel in the form of shot or blocks made by reducing nickel oxide 
at a temperature above the melting point of nickel and casting into shot 
or blocks without deoxidation. 

5. Malleable nickel made by treating molten nickel with some deoxi- 
dizer before casting into molds. This may appear as unworked ingots or 
as rods, sheet, wire or other commercial forms. 

Most of the nickel of commerce falls in class 4. 


Forms oF NICKEL PRODUCED BY THE INTERNATIONAL NICKEL Co. 


Shot Nickel.—There are two grades of shot nickel, A and X. 

A shot is a high carbon nickel used by anode manufacturers. 
It has approximately, the composition shown. X shot is a purer material 
used by the manufacturers of crucible nickel steel and of nickel silver. 
Its approximate analysis is shown. Ingot nickel is almost identical in 
composition with X shot. It is sold in 25-, 50-, and 100-Ib. ingots and 
is used in the manufacture of open-hearth and electric-furnace steel. 

Electrolyttc Nickel—Electrolytic nickel is approximately as given. 
It is sold in cathodes 24 by 36 in. (60 by 91 cm.) weighing about 100 lb. 


A Suot NICKEL 


EE ea Re cla 98 . 40 
TREAT = es ch Gece ote PR A ck aR SC a eA SA a E 
Gagner ee tet iat Me mAgsmiae ag+ 8G Melek RPE STs ‘ 

Careline Bats ose kia FS GAGE ONE “Main Peete 0.50 
Rots tata n= pe BOR Ete L 0.25 
SPATE Fide Mode Wage ge PAP Nm py ae nae aaa oi 0.06 


6See Barlow’s Report, Part H, Ann. Rept. Geol. Survey of Canada (1904) 14, 
Coleman: Nickel Industry, Can. Dept. Mines (1913). 
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* 
X SHor Nicke, 

Per Cent. 
IN Fel <i Rana Sie iat Pra ARH MMO is Bo, 8 ori > Se 98 . 90-99 .00 
POM hates vie eS MeneLne Shotel nnd Ste Tt TS ce ag 0.45-0.55 
GCOpper seek hi oenohe seve ae Lie © sie Ae MPMEEENE ite Soe 5 0.15-0.25 
Carbon s,s de see oe ee et ee ss, ee 0.18 
Silicon yarn, Dae oe ee CE ee ee eee emer stl oc oe OMS 
SUlEUTY Bee Cees aia CRT Oe Ine fe Mes, 0.035 

Evectrouytic NickeL 

Per Centr 
Nickelisiys Jars. 5. sts.dxah sevens Sida aa a See ee 99.80 
ULPOW  wetaies: 4, 2:3 ¥o atererer Hosas Moestens or Ae hcne “ho  Re MEET ox ae aE wae ee 0.15 
OPDED warts 8 taste ae ncn a’ 6 045,90 «6 epee ae 0.05 
Car DOD OAc secs oe a vie oe ele ce hd PURE te ee 0.0 
DLICOM oa ee ns Shoe le eee as eee ne eee 0.0 
Sulfur Yc bee Real PST Be eee 0.0 


(45 kg.) or is cut into smaller squares for convenience. It is used by 
the manufacturers of high-grade silver and cupro-nickel alloys. 

Malleable Nickel.—Malleable nickel, intended for rolling into sheets or 
rods or for drawing into wires, is made in various grades according to the 
purpose for which it is destined. All malleable nickel is treated before 
casting into ingots with some deoxidizer, such as metallic magnesium. 
A very small amount of this metal introduced into a crucible of molten 
nickel removes any oxygen that the nickel may contain and is at the 
same time itself removed as oxide of magnesium. If nickel were not so 
treated it could not be rolled. Some consumers desire the additions of 
metallic manganese also; this remains in the finished nickel and makes 
it more suitable for certain uses. 


TypicAL ANALYSES OF GRADES OF MALLEABLE NICKEL 


Grapp A* Per Cent. GRADE Ct Per CeEnr. 
NICK GVA Seis. Reuter eic 98.90 to 99.00 Nickel ee ene 96.50 to 97.00 
Tr On Bemis. eae: 0.50 lrongign chee 0.50 to 1.00 
Manganese.......... 0.20 to 0.35 Manganese...... 1.50 to 2.00 
Copper cn ace 0.18 Coppers ie ee 0.20 
Carbon meer terete 0.10 Carbon..<..oo- ee 0.20 
SMEG CM ~ nao hoows 0.10 to 0.20 SLiGOn ye ee 0.10 to 0.20 
Suliure ey aerate 0.025 Sulfur eee 0.035 

* Made from specially refined nickel. } High-manganese nickel. 


Grade D.—Grade D is a high-manganese nickel made with varying 
manganese contents for a variety of purposes. The impurities are the 
same in kind and amount as in Grade A. 

All metallic nickel produced by the Orford process contains about 
0.4 per cent. cobalt. The properties of this metal are so closely analogous 
to nickel that the effect of this small amount of cobalt is not discernible. 
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Unless otherwise stated in this paper, the cobalt present is considered 
as nickel and reported as nickel. 


ANALYSES OF VARIOUS KINpDs oF NICKEL 


Table 1 shows the composition of various kinds of nickel. The 
results are not to be taken as averages but represent, solely, the analyses 
of individual samples. 

Aromic Weraut * 


The International Committee on Atomic Weights, for 1913, places 
the atomic weight of nickel at 58.68. ‘This figure is given in Landolt- 
Bornstein (“Phys. Chem. Tab.,’’ 1912) and is taken from the table of 
atomic weights as revised by the committee, which consists of Messrs. 
F. W. Clarke, T. E. Thorpe, W. Ostwald and G. Urbain. A paper by 
Richards and Cushman’ gives a chronological list of research on the 
atomic weight of nickel as follows: 


ee RATE Rg 0, sg AS a) oe piso la hv Bs 59.1 

1852, Erdmann and Marchand...........--. Ae oleh sos hs 58.2 -58.6 
DASA SDE ho IS OE ea ene io oe aaa 58.85 
The ge T A ELS (5 SUIS Peet ET ge ean se 58.07 
Sore NATIOTIC’ (utes to us fa Foe ee. se EVI a 2% 58.4 -59.29 
VES TIDE RS. Po) ee Se 7 er ee 59.02 
7863, ..tuseell : "7... Se Se NRE os ners ac OE 5, 4) 58.74 
Ce EA TIP ATRIOS toy 2 25 22 do Sadunis = ste jn Suet Rett osi more Pes toe 58.03 
PSG een ler te vi 3 herpes eee oe res Captions & 59.45 
Weer OT ett. 5 tees 5 0 eh shed We eter easel. 58.01 
COSTE BEST L000 Rg ou hc ee or 58.73 
PSG eS CIMOGTIMANN, 2 1 Gee. - 5.5 ofp oi oppo ava aire eierele'n e * 58.71 
1890, Mond, Langer and Quincke.................-++++> 58.58 
PSO AC UUUZeW WET Sele: os a= diary 7-2 eels les sles 4 58.54 


The authors describe the method followed and give the results ob- 
tained through the analysis of nickel bromide. Sample 1, 58.677; sample 
2, 58.683; sample 3, 58.688; sample 4, 58.689. They conclude with a 
statement of opinion that the atomic weight of nickel cannot be far 
from 58.69 if oxygen is taken as having an atomic weight of 16. 


SprEciFic GRAVITY 


The specific gravity of nickel varies greatly according to its chemical 
analysis, its physical condition, and the mechanical treatment that it 
has received. Few, if any of the earlier observers have taken this 
into account, hence various determinations ranging from 7.94 to 9.25 


are quoted. 


7 Chem. News (1897) 76, 284, 308. 
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TasLe 1.—Composition of 

Name = Source Form Cu pan Co Fe 
Norway nickel.......... Hime Biderhalind yeh eect aes Electro. .-.... 0.06 99.52) 0.89 | 0.36 
Canadian nickel......... DE. Browmertuss sels ar Electro........ 0.010} 99.80) . 0.12 
Orford nickel.......4.... International Nickel Co..| Electro........ 0.01 99 .S4)) Seen eee 
Orford nickel............ International Nickel Co..| Electro........ 0.02 99.80 0.80 | 0.14 
Electrolytic nickel....... Hybinette Process....... Blectro.:....... 0.10 98.75 0.50 
Nickel’ phot... a4. «0.025: Ue 8: Nickel 'Co...8 «eee BHO. .f ieee 0.052) 98.62) .... | 0.55 
Nickell shots oss stc.s4 5 U. 8. Nickel Co......... SHOGs holes c.0 5:00) | 0.06 98.98) 1.01 | 0.58 
Mond nickel. oisiss0c 520 L. Mond (England)...... Shot Jc. 0ssieeg 0.03 99.36) 0.06 | 0.39 
Metallic nickel.......... Us SiNickel Coss: <occi0% Shot.liasseee ns 0.05 98.20] ... 0.80 
Mond nickel.33..2.5015,. 04 Mond Nickel Co......... Shot None} 99.80) None| .«.... 
Miondinickeli ij csctsic.sie- oy Mond Nickel Co......... BROt.cestenas ate 0.008) 99.92) None} 0.040 
INiickelishotasmes: cst)ente International Nickel Co..| A Shot......... 0.15 98.65, 0.80 | 0.50 
Nigicel shot. 55 «cbs 5 -cas International Nickel Co..| X Shot.......- 0.15 99.05) 0.80 | 0.47 
Niekelishotaver. sie ocs60 s+ International Nickel Co..| A Shot.........) «..-- 98.60 0.50 
Nickel BHOt. cas sis cis cet International Nickel Co..| X Shot.......- 0.10 99.08 0.46 
Mond nickel......... .«. Ds §MiOnd jaja, dseyurehols siapore abel eye capemmassatie Steet 99.2808) 5 <.c5ull aise rele 
Nickel shot......... .| International Nickel Co..| X Shot........ 0.20 99.00 0.50 
Nickelicubes:....%.<- 2-%- USS) Nickel'Conecseee = Cubes? isi26 se. 0.065; 99.16 0.32 
Metallic nickel.......... Toes Nickelisc <cteisie, fereat ete Cubesi ass. siees 3) woes aor OF AL ssn meses 
INickcel Gib ests qeencessctonens ell wore tereseisieteys aici sremeetareee rare C@abess serete vies. 0.10 _+99.00 0.23 
Nickel cubes............ Wilreins eee ateiee ine cs Gubesse is tpies < lp ares 99.25) Seca) spe 
Grainenickel® vrei se Am. Niekel Works...... Grainiree ccs sis 0.13 99.17 0.51 
Mond nickel............ Ludwick Mond......... | Grain 0.014) 99.57 0.133 
Metallic nickel.......... BerNiekelieeecrk eee oe Grains isco fe} eee sp OO .S8tr 3 Sc-cgl, epee 
Bench nickels. ac. <14)1- MeuNickelsereckt mcr eee Rondelle....... f 0.112) 99.01) 2...) 0.43 
Nickellingotsaanaes ssa International Nickel Co..| Ingots......... | 0.11 99.09) 0.32 | 0.65 
Nickel ingots. ocjcmce as. International Nickel Co..| Ingots......... 0.13 99.10, 0.80 | 0.50 
Metallic nickel..........| TesNiakel. ors ccc. tetce's | Birtolk., Sento Galina 99-60 tetas ee 
Metallic nickel:<........ We Nickels s.e:sve' cise oe Cylinders...... Pane 99... [Ta iocty | ote ere 
Nickel modien-m anes = ts Hy Boker’ & Co.cc-.a0- oe Rodssu. cree. + | 0.18 97 ..58| . ose O.sS 
Electro malleable nickel. .| International Nickel Co..| Rods..........| 0.10 99.40, 0.80 | 0.30 
Malleable nickel A....... International Nickel Co..| Rods..........| ..--- 99.00) . 0.55 
Malleable nickel B....... | International Nickel Co,.| Rods..........| ..... 98.75) 0.50 
Malleable nickel C.......) International Nickel Co..| Rods.......... | sere 96.75 0.75 
Nickel tube. oder « «re os Eis BokersGnl@ Opa c nies "Tube, 5 ssncteate | 0.75 97.12 0.65 
Nickel castings.......... International Nickel Co..| Castings.....,.|) ..... 98.95 0.50 
Nickel sheet? 0.01.05 52. Fleitmann Witte & Co...| Sheet.......... | 0.12 99°37) eet ee en 
Malleable nickel......... Krupp (Germany)....... | Sheet No. 1....| 0.12 99.26 0.40 
Malleable nickel......... Krupp (Germany)....... Sheet No. 2....} 0.10 99.05) armen) Ob40 
Rolled nickel sheet....... Weaken diCos. ace seks | 0.001 by 12 in...) 0.12 97.99) 0.88 | 0.49 
French 25 centimes...... BYANOG. «teens c< bia ak aie Colin; «sy. s0~| 0.083) * 99:26) 13804) <4.05, 
20 centesimi piece....... Ttali-ae. toccets aahtedeic eet Goines. Goatees | 0.089) 99.23) .... | 0.31 
ARUDURURCTIp Dy ee ctelaet sie s Berndorf, Austria....... Ware rod svemeian 0.10 99.20) 0.54 | 0.40 
INvekKelor Odie «cmos: Hee WME LAT sche pietaiamis ai sastereis 4 in. wire...... 0.23 99.13) 0.62 | 0.30 
Electro malleable nickel. .| Driver-Harris........... | 0.081 in. wire...| ..... 98.47 0.80 
Gaspmiantle® sree ean Solexi@o: Utd 5 ents emus Will Oiiact sidactell \aceies 98 596) se seelOsok 
Malleable nickel......... Bleitmann Witte ds Coy. | Witess cs pee een 98.60) Trace} 1.22 
Metallic nickel.......... WU, ShiNiekel Gor .cle ees Varlouss tracer - 0.05 99.02) 0.12 | 0.21 
Eure MIGKOl oes a tyasseieceiste Kalmus: & Marpericesncia|i save sre erciereua miele mecerrs 99.29) Nil. | 0.48 
ING Gkelie).tneeracwsieist ates New. Caledonia. scope) sisecisaaserereee (vO C00 98.00 1.60 
UNDGICG] ste recaisteregetere ive tausretere New Caledonia ©. sx crvest tsaisia cna cines ell eeisiees 98.23) .... | 0.98 
INE GIG! vote btratsuciePouane versions Basee 6c Selyiescnrec-tia:s eteulinies Meares term ae il 0.10 97.87) 1.45 | 0.45 
INDGKGla.. scyeus cts aver « Deloro Manitng? case cellent 0.05 98.00) 1.60 | 0.75 
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Norr.—The nickel analyses of some of the samples mentioned by the Royal Ontario Nickel Com- 
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0.09 
0.006 None | 0.05 
None 0.007 | 0.030 
0.06 0.15 0.45 
0.04 0.10 0.18 
O.050)" ti iar. 0.50 
0.024 | 0.05 0.05 
0.035 | 0.15 0.018 
Breton alli fotos 5:5 0.41 
0.015 | 0.04 0.176 
. 0.008 | 0.12 0.07 
i BOOST e. ter 0.23 ae 
¥ 0.010 | 0.109 | 0.048 0.01 
. OFOZE cans 0.037 
0.04 0.01 0.04 
0.06 0.10 0.10 
0.01 0.104 | 0.111 
0.006 | 0.151 | 0.251 
0.012 | 0.13 0.19 1.60 
0.015 | 0.10 0.10 WES 
0.025 | 0.10 0.15 0.15 
0.025 | 0.20 0.15 1.75 
0.03 0.20 0.15 Ivo 
eyeyaysie 0.10 0.13 1-16 
OSOSDN | eaters © 0.16 
eM acai ePet ers 0.019 . 
0.024 0.17 0.045 | Trace 
0.045 | 0.16 0.13 0.13 
enacss Wi eee Boobo 1.32 
0.05 0.07 0.042 | Trace 
Be etre | woeyesiet || hc esseetore 0.17 
0.01 0.02 0.07 0.22 
0.022 | 0.06 0.16 0.66 
0.06 0.16 0.13 0.30 
oe 55 al eeee el eooriod 0.15 
Pere Wipliclas aina'|) Aatee ats 0.16 
0.025 | 0.21 0.39 
0.025 | 0.042 Nil. 
Sa ons 0.13 hatcrofene 
ae dees 0.30 Ro ctMe 
0.05 0.19 Trace 


eee 


0.018 
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0.021 


eee 


Remarks 


0.015 

0.003 | Analyzed by Orford (1908). 
Analyzed by Orford (1914). 

Royal Ontario Nickel Commission. 


wee 


see 


ee Analyzed by Hadfield (1899). 
...%. | Analyzed by Mond (1915). 
Analyzed by Orford (1914). 
Analyzed by Orford (1914). 


Royal Ontario Nickel Commission. 


Analyzed by Le Nickel (1905). 
Analyzed by Orford (1914). 


Analyzed by Orford (1914). 

Typical analyses, Orford Works. 
Typical analyses, Orford Works. 
Typical analyses, Orford Works. 


Typical analyses, Orford Works. 


eseee 


Royal Ontario Nickel Commission. 
Royal Ontario Nickel Commission, 
Royal Ontario Nickel Commission. 


mission are only nickel while in other cases they are nickel plus cobalt. 


Royal Ontario Nickel Commission. 


Royal Ontario Nickel Commission, 
Royal Ontario Nickel Commission. 


Royal Ontario Nickel Commission. 


Royal Ontario Nickel Commission, 
| Royal Ontario Nickel Commission. 
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As nickel reduced by carbon or carbon monoxide to a metallic powder 
or more or less compact metallic sponge may contain large amounts 
of carbon and otherimpurities and may also contain numerous voids, it is 
evident that nickel in the form of grains, cubes, or rondelles may show a 
comparatively low specific gravity. These samples stand in the same. 
relation to pure nickel as sponge iron does to pure iron. Hence such_ 
values as 7.94 for grain nickel and 8.35 for cast nickel’ are very misleading. 
Even pure nickel, if in the form of a fine powder, is of low specific gravity. 
Mond, Langer and Quincke? give 8.2834 at 15.4° C. and 8.2928 at 15.1° C. 
as specific gravity of pure nickel powder reduced by hydrogen from 
solutions of nickel made from nickel deposited by the carbonyl process. 
On the other hand, Fleming! gives the specific gravity of pure annealed 
electrolytic nickel as 8.96 at 18° C. 

With the foregoing in mind it is clear that considerable variations i in 
specific gravity are to be expected in nickels of varying composition or of 
the same composition but produced by different processes. Table 2 


TABLE 2.—Specific Gravity of Nickel 


Reference Kind of Nickel Used | Sp. Gr. | Temp. 


Mond, Langer and Quincke: Jnl. | Mond nickel dissolved in acid, precipitated 
Chem. Soe., 57, 753. by ammonia, and reduced by hydrogen to 
metallic: POWdGrsyens Joe ee winee Seen 8.2834 | 15.4° C. 


| 8.2928 | 15.1° C. 
American Nickel Works, private | Whartons grain nickel, 1904, reduced from | 


communication. oxide by charcoal but not melted, a porous 
metal.< .6 cca c + tc ehh wes Roce e eee 7.993 
P. W. Shimer, private communi- | Orford cast nickel ingot.................0. 8.860 62° F, 
cation, 1905. | 
| Orford cast nickel ingot..............-«00- 8.864 80° F. 
Orford malleable nickel 44-in. plate rolled 
from remelted electrolytic nickel.......... 8.828 62° F. 
Orford malleable nickel 44-in. plate rolled 
from remelted electrolytic nickel.......... 8.832 80° F. 
Orford 3-in. bar rolled from cast ree ee 
nlokel nh 345-509 Meet ales CUO Cen 8.852 622 5. 
| Orford 3-in. bar rolled from cast peas tic | 
Hickel ‘hoa hon. ts cae e vere Seles ie ete a ae 8.863 80° F. 
W. Campbell, private communica- | Orford cast nickel ingot................-.. 8.873 62°. 
tion, 1905, 
Orford malleable nickel 1.2-in. plate rolled 
from remelted electrolytic nickel .......... 8.844 62° F, 
Orford 3-in. bar rolled from cast electrolytic 
Tnlolel a\chtn vo os ca DLO en Mee 8.863 | 62° F. 
Fleming: Proc. Roy. Soc. Lond.| Pure electrolytic nickel annealed...,....... 8.96 18° C, 


(1899) 66, 52. 
Copaux: Ann. Chem. et Phys. [8]| Chemically prepared nickel of exceptional 
(1905) 6, 540. purity reduced by hydrogen and fused..... 8.80 
8.64 


§ Quoted by Huntington and Mc Millan: “Metals,” 376, 1897. 
§ Jnl. Chem. Soc., Trans. (1890) 753. 
10 Proc, Roy. Soc. Lond. (1899) 66, 52. 
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gives the results of a number of determinations. A study of all available 
data on American malleable nickel shows a range from 8.71 to 8.90 
with an average of 8.84, which quite closely represents the great bulk of 
commercial material. 


MELTING AND TRANSFORMATION PoINTs OF NICKEL 


¥ 
The melting point of pure nickel, according to the best data extant, 


is 1451°C. This property has been determined by a number of different 
observers on samples of varying purity. Those working on samples 
of the highest purity are in substantial agreement, within a few degrees, 
on the temperature given. 

Nickel has also a single transformation point corresponding to the 
magnetic transformation point of iron. It is non-magnetic above and 
magnetic below. this point. With increasing copper content, this point 
is depressed while at the same time the magnetic power weakens until 
the point is no longer susceptible to determination. Data on this 
line may be found in the second Guertler and Tammann paper noted in 
Table 3. This table also gives the result of a number of other determina- 
tions of the transformation point. 


TaBLe 3.—Transformation Point of Nickel 


ee 
| Tempera- 

ture, 

Reference Remarks D ear a3 


Copaux: Ann. Chem. et Phys. [8] (1905) | Cobalt free nickel of utmost purity chemically 
6, 508-574. | prepared and melted under hydrogen......-- 340 
Guertler and Tammann: Zeit, Anorg. 


Chem. (1905) 45, 205-224. .......---- ee feeeecceeee rc erec errr cccceee AAU RTE ORE AC 3 325 

J. Hopkinson: Proc. Roy. Soc. Lond. | Impure nickel, Ni 95.15.......--++--++ssee000 310 
(1888) 44, 317. 

Curie: Compt. Rend. (1894) 118, 1134....|..--+ +++ +e reece cress 8 eH SCOR DOT can orscrs 340 

Pécheux: La Lumiére Electrique (1910) | Cu 0.20; Fe trace; Co 0.15; C and SriO!00 Ne arse 345 

10, 232-239. Cu 0.80; Fe trace; Co trace; C and 1 O20: stores 340 

Cu 0.40; Fe 0.60; Co 0.10; C. and Sil Osl Dinetsierstete 345 

Cu trace; Fe 1.50; Co 0.50; C ANG 510, LO eretecete 335 

Guertler and Tammann: Zeit. fur Anorg.| Cu'trace; Fe 0.47; Co 1.86......---seeeer reer 320 


Chem. (1907) 52, 25. 
so, a ll a ee EET TTT ne 


Sprciric HAT 


In its simplest terms, the specific heat of a metal is the amount or 
quantity of heat that is required to increase its temperature one degree 
as compared with the amount of heat required to raise an equal weight 
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of water one degree. It requires very much less heat to raise the tempera- 
ture of a certain weight of metal to a given point than is required to raise 
the temperature of water to the same point, therefore it is said that 
metals have a low specific heat. This specific heat is not the same at all 
temperatures but is generally greater at high temperatures than it is at 
low. In common usage, specific heat is therefore given in one of three 
ways. First, true specific heat at some definite temperature; second, 
mean or average specific heat between some two extremes of temperature; 
third, specific heat expressed in a formula by means of which it may be 
calculated for any temperature within the range covered by the formula. 
The accompanying table of the true specific heats of certain of the more 
common metals at zero degrees centigrade shows the wide variations 
in this property. 


Spreciric Heat or Metats at 0° C. 


FALUN ees oe 0, 22202 ZING S34 W.Va cg ee 0.0906 
donee etre ein ye 0.11012 SHUVEres ease 2 0.0555 
INT@kel ah ck, a7 Van 0.10836 ARRAS ch ee 0.0560 
Copper th cn, sana 0.0939 I EVs be sop pene ip 0.02925 


«J. W. Richards: “ Metallurgical Calculations,” 1, 60 seq. N. Y., 1906. MeGraw- 
Hill. 


In the table of specific heats of nickel, as given by Behn, it is stated 
that the specific heat of nickel at 186° below zero centigrade is 0.0572; 
at 79° below zero, it is 0.0888; at zero, it is 0.0934; and at 18° above 
zero it is 0.109. This shows that the specific heat increases as the 
temperature rises. 

The formulas given by Pionchon"™ for the temperature coefficient of 
specific heat for nickel prepared by calcination of chemically purified 
oxalate and reduction by hydrogen are: 


From 0° to 230° C., 0.10836 + 0.00004466¢. 
230° to 400° C., 0.183493 + 0.000564t + 0.000001399998¢?. 
400° to 1150° C., 0.099 + 0.00006175¢. 


The variations show allotropic modifications between 220° and 400°C. 
Said to be pure nickel,!* from 0° to 320° C., 0.1043 + 0.0000473¢. 
To know the specific heat of nickel at 150° C. therefore, the formula 
is applied as follows: 
t = 150° C., 
0.10836 + 0,00004466t = 0.10836 + (0.00004466 < 150) = 0.11509. 
The specific heat of nickel at 150° C. is, by this formula, 0.11509. 


11 Comp. Rend. (1886) 103, 1123. 
™ Naceari: Zeit. Phys. Chem. (1888) 2, 439 
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TaBLE 4.—Specific Heat of Nickel 


References | Remarks Temperature, Specific 
Degrees C. eat 
, : From 7 
Tilden: Proc. Roy. Soc. Lond. | Using nickel very carefully | Mean —182.4 to —78.4 | 0.0719 
(1900) 66, 244. prepared from nickel car- | Mean —78.4 to’ +15 0.0975 
bonyl and fused in hydrogen | Mean +15 to +100 0.10844 
Tilden: Phil. Trans. A194, 233. | Same material as above....... True at 182.5 0.0838 
Behn: Wied. Ann. 66, 237...... 98 per cent. nickel rolled......| Mean —186 to +18 0.0857 
"Mean —79 to +18 0.0983 
Behn: Ann. Phys. [4] (1900) Mean —186 to —79 0.0743 
2,261. Mean —79 to +18 0.0983 
Mean +18 to +100 | 0.109 
“True at —186 0.0572 
True at—79 0.0888 
True at 0 0.0934 
True at +18 0.1053 
Jaeger and Diesselhorst: Berl. | Impure nickel containing Co.| True at 18 0.1063 
Akad. der Wiss. Sitz. (1899) 1.4; Fe 0.4; Mii 1.00; Cu 0.10. | True at 100 0.1159 
88, 26. 


LATENT Heat oF Fusion 


Latent heat is the quantity of heat that must be communicated to or 
abstracted from a body in a certain state to change it to another state 
without altering its temperature. The following table shows the latent 
heat of fusion of certain metals:" 


i Aiiberiiiibiiee ee ao hee close onl Ce 100 kilo calories per kilo 
TROT este teh ees ne Apa ay sso 70 _ kilo calories per kilo 
INICKCE eee eyes 4 OR cyaaese oe oes 68 kilo calories per kilo 
CODDED aR Atd: SN Ate eo Tt See ae 44.3 kilo calories per kilo 
Silverta 4s gests. Sone meio es ooh: 24.35 kilo calories per kilo 
dS SoG Se os ore eer a ee Orr 13.82 kilo calories per kilo 


Latent Hpat or CHANGE OF STATE 


On heating nickel past the transformation point, 325° C. heat is 
absorbed by the metal in changing from one form to the other. _ Richards" 
gives this latent heat of change of state of nickel as 4.64 calories absorbed 
between 230° and 400° C. per kilo of nickel. 


THERMAL CONDUCTIVITY 


The thermal conductivity of nickel is low when compared with that 
of copper, as shown by the following: 


SIIVOLo ote arc a 1.096 Nickel een 0.14 
Coppense sca. 0.72 Tinttaee ae. = 0.14 
ALUMI... 2.)t 0.35 See ea) S| 0.08% 
TT OTL seetete acts she Oz 7 


ee ———— eee 
13 Richards: “Metallurgical Calculations,” 1, 58. 
14 Op. cit., 67. 
15 H. O. Hofman: ‘General Metallurgy,” 29. N. Y., 1913. McGraw-Hill, 
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Table 5 shows certain detailed data concerning this property: 


TABLE" 5.—Thermal Conductivity of Nickel 


Tempera- | Conduc- 
Reference Remarks apiece: a yy 
€. Units 
Baillie: Trans. Roy. Soc. Edin. | Material contained Ni 97.22; Fe 0.75; Mn 40 0.118 
(1897-98) 39, 361. 1.68; Mg 0.28. Tested by Forbes’ in- | 50 |} 0.121 
direct method. | 60 0.125 
| 70 | 0.1380 
80 0.133 
90 0.135 
. 100 0.137 
110 | 0.1388 
| 120 0.139 
130 0.139 
140 | 0.140 
: 150 | 0.142 
‘Tested by direct methodt.... ss. 2s | 20 to | 0.130 
250 0.136 
Lees: Phil. Trans. (1908) A208, | 
Gtekllis So Sd. Sone Oe AIDA GO OTIOC SOREN Nickel'99 per Genta <2 yacisslsleletie sale loas-0 18 | 0.140 
Jaeger and Disselhorst: Wiss. | Ni 97.0; Co 1.4; Fe 0.4; Mn 1,00; C 0.1; | 18 | 0.1420 
Abh. Phys. Tech. Reichs 3,| Si0.1. ; —160 0.129 
1900, 269. ‘ | 
| 


Maanetic Properties oF NICKEL 


These peculiar properties of nickel are at present of greater academic 
than practical interest. They are, however, extremely suggestive and 
are here given in brief summary in order to show that while in some 
respects the magnetic properties of nickel are less than iron, in other 
respects they are greater. On the whole, these properties present a 
field for experiment that so far has been but little explored and which 
may prove of greater interest in the future developments of applied 
science. The cycle magnetization of nickel wire (0.068 cm. diameter 
and 25.4 cm. long) has been studied by Ewing and Cowan,!* who give the 
following figures showing the intensity of magnetization I to the force H. 


TABLE 6.—Intensity of Magnetization of Nickel Wire (Annealed) 


Magnetizing Magnetic Magnetic Magnetizing Magnetic Magnetic 

Force, Intensity, | Susceptibility, Force, Intensity, Susceptibility 
H I | K I K 
0 22 24.6 325 13.2 
4 36 | 52.6 371 fal 
6.5 83 12.8 See 392 4.9 
8.0 177 22.1 100.4 401 4.0 
9.5 223 23.5 0.0 284 i 

10.9 251 23.0 —7.5 0 

12.3 273 22.2 


16 Phil. Trans. (1888) A179, 327. 
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The last two figures in columns H and I show the residual magnetism 
and the coercive force. The greatest susceptibility (K = 28.5) ata 
force H of 9.5 corresponds to a permeability » = 283. This may be 
compared with the curve given by Ewing," for soft annealed iron wire. 
The maximum susceptibility K = 245 occurs at a force of H = 2.6 
and the maximum permeability » = 3080. 

The saturation value of I in nickel, according to Ewing, is one-third 
or one-fourth of the saturation value in wrought iron. Nickel is ex- 
tremely sensitive in its magnetic properties to stresses,!* its susceptibility 
being greatly increased by compressive stresses and greatly diminished 
by tensile stresses. The maximum permeability « of a sample of nickel 
under no load was about 225, while the permeability under a compressive 
stress of 6.8 kilos per sq. mm. was about 350. Tables 7 to 10 show the 
permeability of wrought iron and of nickel in a strong field. Under suf- 
ficiently strong magnetization forces the intensity of magnetization I 
reaches a constant or very nearly constant value in iron and nickel. 


TaBLE 8.—Hard-drawn Nickel 


— } ron 
TaBLe 7.—Swedish Iro (Fe 0.56) 
H | B | Oh tee? H B I if 
1,490 22,650 | 1680 15.20 2,220 7,100 390 3.20 
3,600 | 24,650, 1680 6.85 4,440 9,210 380 2.09 
6,070 | 27,130-| 1680 4.47 7,940 | 12,970 400 1.63 
8,600 30,270, 1720 3.52 14,660 | 19,640 400 1.34 
18,310 | 38,960 | 1640 2.13 16,000 | 21,070 400 1.32 
19,450 40,820, 1700 2.10 
19,880 41,140 | 1700 | 2.07 
ee Ee ee 
TABLE 9.—Annealed Nickel Tape 10.—WNickel in Strong 
(Fe 0.75 Fields 
i ee SSS a a Te SS = aaeaananT [NENT nnn 
H Soi Lk “ H Baie ok " 
| =— = — 
3,450 9,850 510 2.86 550 6,420 453 11.67 
6,420 12,860 510 2.00 3,410 9,920 518 3.12 
8,630 15,260 530 hes 6,290 12,850 522 2.57 
11,220 17,200 480 1.53 9,600 16,250 527 1.69 
12,780 19,310 520 nysy | 12,620 19,220 §25 1.52 
13,020 19,800 540 1.52 
ty nett! ane LS ee AO 


Se en EI 
17 “ Magnetic Induction in Iron and Other Metals,” 3d Ed., 82. 4 
18 Kelvin Reprint, 2, 382; Ewing and Cowan: Phil. Trans. (1888) A179, 325 and 


335. 
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Du Bois'® found that the limit of intensity of magnetization was 530 
in nickel and 1630 in hard English cast steel. He gives thefactorsin Table 
10 for best nickel wire hard drawn and said to contain 99 per cent. nickel. 

The effect of increase in temperature on the magnetic properties 
of iron is well known. Wrought iron is highly susceptible to magnetic 
induction as long as the temperature does not exceed 775° C. Up to this 
point the effect of heating is to increase the susceptibility of iron, and at 
775° C. the susceptibility is many times greater than when the iron was 
cold. But with further heating an extremely rapid loss of magnetic 
quality ensues and when the temperature has risen only 11° higher, to 
786° C., the iron has become practically non-magnetic. Its permeability 
at 786 is only 1.1 whereas at 775 it is no less than 11,000.7° In an impure 
specimen of nickel, Hopkinson found this change of magnetic quality 
occurred at 310° C.21_ This temperature marks the point at which a mo- 
lecular change of state occurs. Rowland,” examining the susceptibility 
of nickel at 5° C. and at 230° C., found that at the higher temperature 
there was much more susceptibility to weak magnetic forces than at the 
lower temperature but less susceptibility to strong forces. The main 
points of difference in the magnetic behavior of nickel and iron, with 
respect to temperature, is that in nickel the effects of temperature, when 
the temperature is low, are more considerable than they are in iron, 
that in nickel the critical point is much lower and that the change from the 
magnetic to the non-magnetic state is much less abrupt.23 

The effect of stress on the magnetic properties of nickel is much 
greater than on iron.*4 Nickel wire (0.068 cm. in diameter) tested under 
tension shows an enormous reduction in its susceptibility. With no 
load, the maximum susceptibility was 15; with a load of 2 kilos, the sus- 
ceptibility was 8; and with 12 kilos, the resistance to magnetization 
became so great that the maximum of susceptibility was not reached with 
a magnetizing force of 100 C.G.S._ The presence of tensile load reduced 
the residual magnetism even more than it reduces the total induced 
magnetism. On the other hand, compressive stresses greatly increase the 
susceptibility and retentiveness of nickel.2> In testing a nickel rod under 
increasing compressive load, it was found that each addition of load pro- 
duced a decided increase of susceptibility and caused an increasing frac- 
tion of the whole magnetism to remain as residual magnetism. With a 
maximum load 19.8 kilos per sq. mm., the induced magnetism I reached 


19 Phil. Mag. [5] (1890) 29, 293; Ewing: “Magnetic Induction in iron G2: 
*° Hopkinson: Phil. Trans. (1889) A180, 443: Ewing: Op. cit., 176. 

21 Proc. Roy. Soc. Lond. (1888) 44, 319. 

?2 Phil. Mag. [4] (1874) 48, 321; also Baur: Wied. Ann. (1880) 11, 

23 Hwing: Op. cit,, 177. 

24 Phil. Trans. (1888) A179, 325 and 333; Ewing: Op, cit., 199. 

5 Phil. Trans. A179, 333; Ewing: Op. cit., 203. 
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a maximum of 450, with a magnetizing force H of 30, and the residual 
magnetism at this point was 430, or 96 per cent. of the maximum induced 
magnetism. The permeability « of nickel is about 75 under no compres- 
sive load, while with a load of 19.8 kilos per square mm. it is about 360. 

When nickel is subjected to a combined stress of twisting and tension, 
some very curious phenomena are noted. Nickel reverses its polarity 
under the combined influence of pull and twist while iron does not. ‘The 
magnetism of nickel increases with twist instead of decreasing, as it. does 
in iron. All these changes may be studied in full in the papers by 
Nagoaka,?* Zehner?? and others mentioned in the foot-notes. Ewing 
gives an admirable summary. ty oF 

Iron expands under the influence of magnetizing forces and the elonga- 
tion of the specimen increases as the magnetizing force increases, up toa 
certain maximum. With higher forces still the iron retracts. With 
nickel, however, there is retraction from the first.?8 


EvLectricaL Reststiviry oF NICKEL 


On account of the various methods of production and the resulting 
variations in chemical composition, the electrical resistivity of nickel has 
been variously reported on by different observers. The average electrical 
resistivity of American malleable nickel of the grades described are as 
follows: 


MATERIAL GRADE A GrRaDE C 


80 ohms per mil-ft, 
at 24° F. 
0.0023 per degree F. 


Electrical resistivity... .. 64 ohms per mil-ft. at 24° F. 


Temperature coefficient. .0.0023 per degree F'. 
26 Jnl. Coll. Sci. Imp. Univ., Japan (1888) 2, 283 -304; (1889) 8, 189; (1890) 4, 


335. 
27 Wied. Ann. (1889) 38, 68; (1890) 41, 210. 
28 Barrett: Nature (1882) 26, 855. 
Bidwell: Proc. Roy. Soc., Lond. 
(1886) 40, 109. 


Shaw and Laws: Electrician (1901) 
46, 739. 
Nagaoka and Honda: Phil. Mag. [6] 


Phil. Trans. (1888) A179, 205. 
Proc. Roy. Soc., Lond. (1890) 47, 
469. 
Ewing: Op. cit., 249. 
H. Tomlinson: Phil. Mag. [5] 26, 
372-379; Jnl. Chem. Soc. (1888) 
54, 892. 
Ewing: Phil. Trans. (1885) 176, pt. 
2, 523. 
Ewing and Cowan: Chem. News, 
(1888) 57, 203. : 
Curie: Compt. Rend. (1894) 118, 
1134. 
Leick: Wied. Ann. (1896) 58, 708. 
Beattie: Phil. Mag. (1901) 1, 643. 


(1902) 4, 71. 

Gray and Wood: Proc. Roy. Soc. 
Lond., (1902) 70, 294. 

Knott: Trans. Roy. Soc. Edin. [3] 
(1902) 40, 535. 

Honda and Shimezu: Phil. Mag. [6] 
(1902) 4, 343. 

Knott and Ross: Proc. Roy. Soc. 
Edin. (1902) 24; (1903) 25, 501. 

Nagoaka and Kusakabe: Mach. and 
Phys. Soc. Tokyo (1901-03) 97. 

Russell: Proc. Roy. Soc. Edin. (1903 
-05) 25, 309; (1908) 29, 38-56 

Knott: Proc. Roy. Soc. Edin. (1903) 
25, 292-294. 
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The results of other specific investigations follow: 

Matthiessen and Vogt, in 1863, working on supposedly pure nickel 
wires determined the resistance of these wires in comparison with hard- 
drawn copper and silver.2® The comparison showed that if hard-drawn 
silver had a conductivity of 100, hard-drawn copper had a conductivity 
99.75 and nickel had a conductivity of 13.106. From these figures, it was 
calculated, by Fleming, that the resistance per centimeter cube of nickel 
was 12,357 C.G.S. units. This would be 12,357 microhms per centi- 
meter cube. 

In 1899, Hadfield published his paper on alloys of iron and nickel.*° 
In the discussion of this paper Dr. Fleming stated that he had, in con- 
junction with Prof. Dewar, made experiments on the resistance of nickel 
at low temperatures. He used a thin tube of nickel produced by the Mond 
process. As the metal was so brittle that it could not be drawn into wire 
and as he did not wish to endanger the purity of the sample by remelting 
it, he cut it into a spiral and determined the relative resistance of this 
spiral at various temperatures. The spiral was not of uniform cross- 
section and the only way he could reduce his figures to standard units 
was to adopt Matthiessen’s figure of 12,357 C.G.S. units at zero. Hence 
the published figures given by Fleming?! are not to be taken as cor- 
roborating Matthiessen’s determination. Fleming simply took Mat- 
thiessen’s figures as correct. Fleming himself states?2 that in experiments 
on pure electrolytic nickel he found a specific resistance of 6935 C.G.S. 
units (6.935 microhms) per centimeter cube. This is only about one- 
half the resistance given by Matthiessen. 

Campbell** reports experiments on two samples, the analysis of which 
is not given. A was procured in Germany in 1901, B was bought in 
the United States about 1895; it was presumed that A was the purer. 
The resistivity of A was 8 microhms and that of B 12 microhms per centi- 
meter cube. Jaeger and Desselhorst*‘ give their determinations on an 
impure nickel containing 1.4 per cent. cobalt, 0.4 per cent. iron, 1.00 
per cent. manganese, and 0.1 per cent. copper as 8.50 microhms per 
centimeter cube at 18° C. and 6.37 at 100° C. 

Harrison*® gives 10.288 as the resistance of nickel. Copaux** working 
on nickel of exceptional purity made from chemically purified oxalate 
reduced by hydrogen to a metallic sponge, hydraulically compressed 


29 Ann. Pogg. (1863) 117, 481-434; Phil. Trans. (1863) 153, 383. 
° Proc. Inst. Civ. Engrs. (1898-99) 138, 4. 

31 Phil. Mag. (1893) 36, 271-299, 

*2 Proc. Roy. Soc. Lond. (1899-1900) 66, 50-58. 

33 Hlec. Rev. (1901) 48, 1014. 

44 Berlin Akad. der Wiss. Sitz. (1899) 38, 726. 

36 Phil, Mag. (1902) 6, 191. 

36 Ann. Chim. et Phys. [8] (1905) 6, 508-574. 
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and annealed in hydrogen, found a resistivity of 6.4 microhm per centi- 
meter cube. Pécheux*? took four samples of nickel and determined their 
resistance. The figures for these at zero are: — 


Carson AND REsISTIVITY IN 


CoprER IRON CoBaLt SFapetas rp ella erie 
0.20 Trace 0.15 0.0 9 
0.80 Trace Trace 0.20 10.24 
0.40 0.60 0.10 a 0.15 14.25 
Trace 1.50 0:50 Ge 0.10 13725 


Kalmus and Harper*’ found an analogous condition of variations in 
their determinations of resistance of cobalt. Commercial cobalt unan- 
nealed was-found to have nearly three times the resistance of chemically 
purified cobalt. When the samples were annealed this difference largely 
disappeared but the authors state that the electrical resistance is tremen- 
dously influenced by impurities or by absorbed or occluded gases. The 
same is undoubtedly true of nickel, which accounts for the large varia- 
tions found ‘by various observers. It ‘will, however, be noticed that 
determinations made by two reliable observers on exceedingly pure nickel 
give 6.396 microhms (Fleming) and 6.4 microhms (Copaux). These may 
be taken as the best data at present available on the purest specimens. 


CoEFFICIENT OF ExpANSION oF NICKEL 


In Table 11 are given a number of the determinations of the coefficient 
of expansion of nickel. Its commercial value lies in its near relation to 
that of steel, thus permitting the two metals to be used in conjunction 
under conditions of varying temperature change without distortion or 
relative changes of size and shape. 


OccLUSION OF GASES 


Nickel, at a constant temperature, absorbs hydrogen in proportion 
to the square root of the pressure used; and, at a constant pressure, the 
solubility increases with the temperature and shows a sudden increase 
at the melting point of the metals.* 

Oxygen is absorbed by molten nickel either by direct occlusion or 
by solution of nickel oxide in the molten metal in much the same way that 
copper dissolves copper oxide. For this reason both copper and nickel 
are weakened by remelting unless some steps are taken to regulate the 
oxygen thus taken up. Manganese, aluminum, and magnesium have 
the power of removing oxygen; magnesium is most commonly used. 
A stick of magnesium is thrust by a tongs into a pot of melted nickel and 


31 La Lumitre Electrique (1910) 10, 232-239. 
38 Jnl. Ind. and Eng. Chem. (1915) 7. 
39 Bllis: “Hydrogenation of Oils.” Van Nostrand, 1914. 
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12.— Occlusion of Gases 


red briskly around. About 114 oz. of magnesium will deoxidize 100 
Tb. of nickel. The metal then cast into ingots can be rolled or forged. 
A larger amount of magnesium will do positive harm as, for some reason, it 
‘makes the melted metal thick and sluggish to pour. 


Volumes of 
Hydrogen 
Reference Remarks by Unie 
olume 
of Nickel 
= = ; “ 
Raoult: Compt. Rend. (1869) 69, 826... | Porous nickel cubes, ‘treated electrolytically...... 165.0 
Troost and Hautefeuille: Compt. Rend. | Pure ingot heated to redness in hydrogen, cooled 
(1875) 80, 788. in hydrogen........-.-- ehetstaystcierent tote wien terete > -0.20 
Sheets electrolytic treatment........+--+++-+5+: 40.0 
Sheets heated in hydrogen.........++++++++e05: 16.0 
Sheets electrolytic treatment.........+.-s+2++55 = 1020) 
Powder by reduction of oxide in hydrogen....... 100.0 
Bellati and Lusanna: Roy. Inst. Veneti. 2 
CISSS)’ Cae cone eis ree es tie nia = le'= Impure wire, electrolytic treatment........-.--- ~ 100.0 
Neumann and Streintz: ‘“‘ Monatsheft : 
1891 Powder from oxalate heated in hydrogen......-- 17.5 


fur Chemie,” 657. 
Baxter: Am. Chem. Jnl. (1899) 22, 360. 


Mayer and Altmayer: Ber. Deut. Chem. 
Gesell. (1908) 41, 3062. 


dene. SE er 5 i eee 


Spongy metal freed from every impurity, re- 
duced from oxide by hydrogen, treated by 
various methods of heating and cooling.....-.- 

Nickel powder reduced from oxide by hydrogen, 
Pressure, 360 mm. at 360° C......++-++eeeeee 

| Pressure, 440 mm. at 560° C......----++ sees: 


3 to 10.7 


50.5 
50.5 


TaBLE 13.—Occlusion of Gases 
Tempera- | Milligrams Hydrogen 
Reference Remarks ture, Dissolved by 100 
Degrees C. Gm, Nickel 
Sieverts and Krumbhaar: Nickel wire Ver, Deut. 212 0.16 
Ber. Deut, Chem. Gesell.| Werke 98.5 per cent. 314 0.22 
(1910) 43, 893. Zeit. Phys., nickel. Nickel wire 419 0.30 
Chem. 77, 591. Tabelles); Langbeim. Pfann- 520 0.39 
Annuelles (1911), 431. hausen. 99.2 per 620 0.52 
cent. Nickel heated 721 0.62 
in hydrogen at 822 0.72 
923 0.86 
1023 0.98 
1123 1.148 
1225 1.3383 
1265 1.359 
1300 1.320 
1327 1.508 
1345 1.487 
1400 1.539 
1451 Nickel melts 
1465 3.50 
1500 3.59 3.63 3.75 
1600 3.86 3.88 
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DecoLorInc PowER 


Nickel has, of alt metals, the strongest decoloring power on copper. 
- Even 1 or 2 per cent. makes copper very perceptibly paler and an alloy 
of 25 per cent. nickel and 75 per cent. copper is almost as white as pure 
nickel. Table 14, from Brandt’s “Metallic Alloys,” compares the de- 
coloring power of Hiokel with that of tin and zinc. 


TaBLE 14.—Decoloring Power of Nickel, Tin, and Zine when 
Alloyed with Copper 


Copper-nickel Alloys Copper-tin Alloys Copper-zine Alloys 
aan Color Cent. Color | ci | Color 
5 |Much paler than) 5 | Red yellow, gold a | “Red almost copper 
pure copper like | | color 
10 Light copper red 10 Reddish gray yel- 10 Yellowish, red 
low | | brownish 
15 Very pale red 16 | Reddish yellow | 16 | Red yellow 
20 | White with pink} 20 | Reddish gray | 20 | Reddish yellow 
cast | | 
22 | Yellow gray | 22 | Reddish yellow 
‘25 | Nearly white 25 | Reddish white | 25 | Pale yellow 
| 27 | Yellow 
30 Silver white 30 | White | 30 | Yellow 


EFFECT OF CHEMICAL COMPOSITION ON PROPERTIES OF NICKEL 


Like iron, nickel may contain carbon, silicon, sulfur, and other ele- 
ments that modify its properties. Asin iron and steel, certain substances 
may be purposely introduced into the nickel for the beneficial effects 
they produce, while certain other elements, such as sulfur, are an accident 
of manufacture and are avoided as deleterious. 

Carbon.—Nickel, like iron, absorbs carbon by cementation. Samples 
packed in a pipe with carbon and heated for 10 hr. at 700° to 900° C. and 
allowed to cool slowly, gave the following results. 


CarBON CONTENTS 


BEFORE CEMENTATION AFTER CEMENTATION 
Electrolytic nickel .............. 0.15 0.33 
Malleable nickel.............,.. 0.18 0.43 


Nickel melted in a cupola furnace absorbs carbon almost as does pig 
iron and samples of such pig nickel may contain 2 or 3 per cent. of carbon, 
most of which is graphite. 

Ruff and Martin*? found that the solubility of carbon in nickel reaches 
a maximum of 6.42 per cent. at 2100° C., above which temperature the 
solubility decreases slightly. The composition corresponds to Ni;C, 
which appears under the micr oscope as a brownish material very difficult 


40 Molallurnic (1912) 9, 1438; Sct. ane (1912) 154, NS 954. 
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to etch. This substance decomposes much more rapidly than cementite 
(Fe;C with 6.6 per cent. carbon) on cooling; the result is that by far the 
greater part of the carbon even in quenched nickel alloys occurs as 
graphite. The system according to these investigators is quite analogous 
to the Fe3C system. 

Ruff and Gersten*! found that the molecular heat of formation of 
Ni;C is — 394 + 10 cal. while that of FesC is — 15.3 + 0.2 cal. 

The presence of carbon lowers the melting point of nickel. This has 
been carefully investigated by Friedrich and Leroux,4? who have de- 
termined the melting point of nickel containing up to 2.6 per cent. carbon, 
but point out that the results do not represent complete equilibrium as 
the alloys contained 0.2 to 0.6 per cent. iron and, on account of the in- 
stability of the high carbon alloys, rapid cooling was resorted to. They 
find that carbon lowers the melting point of nickel (1451° C.) until a 
eutectic point is reached between 2 and 2.5 per cent. carbon. The eutec- 
tic line is situated between the temperature limits 1307° and 1318° C. 
Microscopic examination confirms the thermal results. A 2.6 per cent. 
carbon alloy shows clearly the presence of the carbon carrier, probably 
a carbide of nickel. The quenched alloys have the same properties as 
those slowly cooled, which confirms the absence of critical points in the 
cooling curves. The effect of carbon on the melting point of nickel is 
given by Friedrich and Leroux as follows: 


TEMPERATURD OF BEGINNING OF 


NIcKEL IRON CARBON CRYSTALLIZATION, DEGREES 
99.9 1451 
98.6 0.6 0.7 1409 
99.0 0.21 0.8 1402 
98.8 0.21 1.0 1361 
98.3 0.21 1.5 1349 
97.8 0.21 2.0 1328 
97.2 0.21 ’ 2.6 1328 


Of all of the elements commonly added to malleable nickel the in- 
fluence of carbon is the greatest. It adds to the strength and hardness of 
all grades of malleable nickel. It makes the metal work better hot, 
especially, during the breaking down or cogging operation but greatly 
increases the difficulty of cold working. Its effect in this case is twofold, 
in that the higher carbon nickel, when fully annealed, is harder than the 
low carbon; it also hardens faster under the influence of cold working. 
At about 0.40 per cent. carbon, the separation of graphitic carbon 
begins to take place and this separation is accompanied by a progressive 
loss of malleability. 

Although the alloys of nickel and carbon resemble those of iron and 
carbon in the shape of their freezing-point diagrams and in the formation 
of an analogous carbide, the nickel-carbon alloys do not undergo the 


41 Ber. Deut. Chem. Gesell. (1913) 46, 400; Chem. News (1913) 107. 
42 Metallurgie (1910) 7, 10-13; Sci. Abs. (1910) 13A, Abs. 755. 
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ats great number of transformations in the 
Ss solid state that make steel such a varied 
R % and valuable product. As far as is now 
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Tensile Strength, 
Lbs. per Sq. In. 


Normal 


known, the presence of carbon introduces 


Annealed 


a a no transformations. Apart from annealing, 
age) nickel is not susceptible to heat treatment. 

_ As noted before, it has a transformation 
33s point at about 330° C., dividing the mag- 
we | netic from the non-magnetic states, but 


Yield Point, 
Lbs. per Sq. In. 
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this transformation is* not accompanied 


Annealed 


Br by any structural change and has ap- 
~ 0 : 
oF parently no further bearing on the proper- 
ties of the metal. 
noOO In Table 15 are given four examples 
Tessa of the influence of carbon onthe properties 


of nickel. It is generally stated in metal- 
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Per Cent. Elongation 


Be lurgical works that carbon is harmful to 
(oh malleable nickel and that its presence 
should be avoided. This is not the case. 


Annealed 


me Tees The presence of graphitic carbon ‘is un- 
FP in doubtedly harmful. Apart from the use of 
a vacuum furnace, we know of no manner 


Brinell Hardness 


| Normal 
107 


| 


99.27 | 


| 


Ni 
99.08 | 


| 
| 


0.63:| 0.026:/'0204/] <2 2. | 


0.094, 0.22 


{ 


| 
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E 154 -0.063) 0.28 0.017 


N 16 | 0.08 | 


TasBLe 15.—Effect of Carbon on Nickel Hot-rolled Rods; Normal Samples are as Rolled and Unannealed 
angle: Number and Analysis 


No. 


in which malleable nickel ingots, free from 
carbon, can be produced. While undoubt- 
edly the cold malleability is higher with 
decreasing carbon content, the presence of 
carbon in increasing amounts improves 
the quality of the ingot and adds to its 
hot, malleability and also furnishes the 
most satisfactory means of varying the 
hardness and strength of the product and 
so adapting it to a variety of uses. 
Manganese-—Manganese is_ generally 
absent from non-malleable, commercial 
nickel. In malleable nickel it is almost 
always present, being added intentionally, 
and imparts very beneficial properties. 
From a manufacturing standpoint, man- 
ganese is chiefly useful in increasing the 
fluidity of the molten nickel and thus 
rendering easier the production of good 
surfaced ingots. It also renders the metal 


102 
109 
135 


| 
98.54, 


0.13 | 0.48 | 


N 20 |0.09 | 0.64| 0.024 |0.09 | 0.15! 98.91 
E 153 | 0.26 | 0.56! 0.016 
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less tender just after freezing and thus aids in the production of ingots 
free from pulls or hot cracks. It also renders the ingot less tender 
during the first hot rolling operation. These results may be accom- 
plished by comparatively small additions. Added in larger amounts, it 
increases the resistance of nickel to oxidation and renders it less sus- 
ceptible to the action of sulfur in the fuels used in hot rolling. 
Manganese, up to 2 per cent., has little effect on the hardness or the 
tensile properties of nickel; the effect of higher percentages has not 
been studied in detail. It is known, however, that alloys containing up 
to 10 per cent. of manganese can be hot-rolled successfully. Manganese 
decreases the electrical conductivity of nickel. 

Iron.—In commercial nickel, iron is always present as an incident 
of manufacture. It comes either from the imperfect removal of iron 
present in the original ore or from the tools used in the roasting and refin- 
ing furnaces. The amount present is usually less than 1 per cent., 
in which case it has practically no influence on the properties of the 
metal. 

Silicon.—Silicon is present in small amounts in all furnace-refined 
nickel. It is usually under 0.25 per cent. and has comparatively little 
effect in such amounts. Larger amounts increase both the hardness 
and the strength with an accompanying loss of ductility. Malleability at 
a red heat is also diminished and finally destroyed. 

Cobalt—Cobalt is a common impurity in nickel produced from 
Canadian ores. It is commonly determined with the nickel in chemical 
analysis and is considered as part of. the nickel content. As far as is 
known, this is true of nickel containing up to 1 per cent. cobalt, which 
constitutes the bulk of American production. 

Sulfur.—Sulfur is also an invariable constituent of all nickel except 
electrolytic nickel. It should be held at as low a point as possible, since 
it decreases ductility both hot and cold. 


TENSILE PROPERTIES OF NICKEL 


The tensile properties of nickel are a function both of the treatment 
and of the quantity and kind of impurity present; and in all commercial 
malleable nickel carbon is the element of greatest weight. In the fol- 
lowing table are given. the ranges that may be normally expected in 
commercial American malleable nickel in the fully annealed and hard 


cold-rolled states: 


ANNEALED Coitp RoLiEeD 
Yield point, lb. per sq- tale ae oats 20,000 to 30,000 90,000 to 110,000 
Tensile strength, per sq. in.....--. 60,000 to 90,000 100,000 to 120,000 
Elongation in 2 in., per Gente. .c5 40 to 50 15 to 20 


Reduction of area, percept - > - 45 to 55 40 to 50 
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HARDNESS OF NICKEL 


The hardness of nickel and the influence of varying chemical and 
physical conditions is set forth in Table 16. Attention is called to the 


preponderating influence of carbon on this property. 


Tasie 16.—Hardness of Nickel 


Chemical Composition 


Heat No. E154 N16 
Carbon apermColtcstat saz ve syererwie ss 6s) syayararals ota ape avelaie ss aera 0.06 0.08 
IMangaties6; periCOnt.aactistaviain Aelaeiels wheisiohe.s is) tyelela a otalete 0.22 0.00 
WrON DOH ICON Uys icikis ate sicteiaiseistets suctaleravsiavelecela Sisiets aleus = sie 0.28 0.63 
PULCOM POL, COM tee ake rs toi sratsiettvalloteltere) siete) syoinsiejers/alels lala naar 0.094 0.04 
Sully sper Conte. coo «chu tc Seed die -Se alse aac daw cl ete 0.017 0.026 
INaokel Sper (Cem be aca aisree-sacspsioenevausyeuareei inreseces eves eyatebor ie 99.27 99.08 


Comparison of Effect of Hot or Cold Rolling 


Annealed at 900° and slowly cooled................+-- 89 92 
Hot rolled to a reduction of 75 per cent. thickness...... 99 103 
Cold rolled to reduction of 75 per cent. thickness....... 228 223 


Effect of Progressive Cold Rolling 


N20 
0.09 
0.15 
0.64 
0.09 
0.024 


98.91 


92 
112 
235 


E153 
0.26 
0.48 
0.56 
0.13 
0.017 
98.54 


99 
137 
332 


BrineELL SHORE BrRINELL SHORE BRINELL SHORE BRINELL SHORE . 


Hot-rolled bar before cold 

POling ye re tisjerehersie els ances s 99 13 103 15 112 
Same bar cold rolled until re- 

duced 25 per cent. of its 

thicknesses whusicure a eave 170 28 170 28 187 
Same bar cold rolled until re- 

duced 50 per cent. of its 

HIOKN ESS: As, eisale © 4 (0 aceuerdhoveus 196 28 212 29 217 
Same bar cold rolled until re- 

duced 66 per cent. of its 

thickneéssis cers se sates ¢ 217 33 217 33 235 
Same bar cold rolled until re- 

duced 75 per cent. of its 


THICKNESS We clerecaisre is'e sk sein 228 35 223 35 235 
Same bar heated to 900° C. 
and slowly cooled in furnace 89 9 92 9 92 


Specimen number, see analy- 
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WELDING PROPERTIES 


13 


28 


33 


35 


35 


137 


241 


293 


302 


332 


14 


34 


39 


44 


40 


11 


E 153 


In the ordinary sense, nickel cannot be welded. By this is meant 
that it cannot be heated in an ordinary blacksmith’s forge and hammered 
to a solid weld, as can be done with wrought iron. This is due solely 
to our lack of knowledge of a proper flux that will dissolve and remove the 
oxide of nickel produced by heating. Under suitable conditions, in 
which both the heating and working are conducted in reducing atmos- 
pheres, nickel welds readily. This is shown by the fact that shaped forms 
of nickel oxide reduced by carbon at temperatures below the melting 
point of nickel unite to form the “cubes” or “rondelles”’ of commerce. 

Nickel can be welded by means of the oxyacetylene flame, by an 
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electric spot-welding process, or by any of the butt-welding processes 
where the two pieces form electrodes and are pushed together so as to 
extrude the oxide from the weld. In this way, nickel wire is welded to — 
iron wire to form tips, or points, for spark plugs. ; 


SHRINKAGE ON CASTING 


‘The patternmakers shrinkage, or changerin size taking place in nickel 
between the customary pouring temperature and room temperatures is 
approximately 14 in. (0.244 in.) to the foot. 


MALLEABLE NICKEL 


Most of the nickel of commerce is non-malleable; and since it is 
commonly used for the production of nickel alloys, this property is neither 
essential nor desirable. For certain purposes, such as the making 
of rods, sheets, wire, etc., malleability is essential and is imparted by the 
addition of 0.1 per cent. of metallic magnesium to the melted metal just 
before pouring it into the molds. It is essential that this magnesium be 
thrust rapidly under the surface of the metal and thoroughly stirred in, 
otherwise it will ignite and burn on the surface and the effect be lost. It 
should not be added in the furnace or thrown into the ladle before tap- 
ping. The effect of this small addition of magnesium is remarkable. 
Cast without it, nickel is weak, malleable neither hot nor cold, while the 
cast section is generally honeycombed with blowholes. Cast with it, the 
nickel is sound, homogeneous, strong, and capable of being worked either 
in the hot or cold state. With the removal of the blowholes comes the 
setting up of a pipe, which must be taken care of by the use of proper risers 
and of properly designed molds. In this malleable condition, it can be 
forged, rolled, cast, drawn into wire, spun, or otherwise worked into any 
of the various fabricated forms. In all manufacture of malleable nickel, 
the influence of carbon must be kept in mind and the metal must be 
furnaced in such a manner as to give the proper carbon content and also 
either exclude oxygen or reduce any oxygen absorbed by the bath. 

Hot Working.—In the hot working of nickel, both the temperature 
and the condition of the flame used should be subject to careful control. 
For rolling, the preferable temperature is 1200° C. and the ingots should 
not be subjected to any temperatures much in excess of this as a condition 
of red shortness is reached at some point between the above temperature 
and 1300° GC. The flame used should be as nearly neutral as possible 
and low sulfur fuel (oil) is essential to successful heating. 

For hot rolling bars and rods of the usual cross-sections, the same 
design of rolls as is used for steel may be employed with success. * Pure 
nickel and nickel alloys of high nickel content are very easily ‘‘guide 
marked” when hot; this point should be given careful attention. 
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ANNEALING AND PicKLING oF NICKEL 


The annealing of nickel may be considered purely from the standpoint 
of relieving the strains set up by cold work, i.e., any work below the an- 
nealing temperature. In the regular grades of commercial nickel, an- 


~ nealing begins at about 750° C. and the full softness is obtained at 900° C. ; 


the degree of softness obtained is independent of the speed of cooling. 
It is essential that the metal be held at the annealing temperature long 
enough for the metal to come thoroughly to heat. 

After a thorough study of this matter, both on laboratory samples and 
on commercial quantities in the course of manufacture, we wish to strongly 
urge the necessity of using 900° C. for the commercial annealing tempera- 
ture and the importance of making sure that this temperature is attained 
and maintained for a sufficient period to give full softness. 

Whenever commercially possible, all nickel should be annealed in tight 
boxes so as to prevent the formation of oxide and in order that any oxide 
present may be reduced by the creation of a reducing atmosphere in the 
box either by the presence of a small amount of charcoal or the admission 
of some reducing gas. When the annealing is done in this manner, no 
pickling is necessary; on account of the difficulty and expense, pickling 
should only be adopted as a last resort. If pickling cannot be avoided, 
it may be done by the use of sulfuric acid together with some oxidizing 
agent, such as ferric sulfate or chromic acid, at temperatures around 60° 
to 70° C. But at best it is a tedious and expensive operation. 


DISCUSSION 


Wituam B. Price* and Pump Davipson,t Waterbury, Conn. 
(written discussion).—A few months ago we became interested in deter- 
mining the properties of pure nickel as a metal for certain uses and 
arranged, in codperation with the International Nickel Co., a series of 
tests on cold-rolled so-called pure nickel and both longitudinal and 
transverse specimens annealed at 100° intervals from 250° to 1050° C. 
Since our tests confirmed, in a general way, the observation put forth by 
Messrs. Browne and Thompson, they are given at this time. 

A bar of hot-rolled nickel about 9 in. (23 em.) wide and 14 in. (12.7 
mm.) thick made by the International Nickel Co. of grade A stock, 
analyzing nickel plus cobalt 98.48 per cent., iron 0.67 per cent., manganese 
0.27 per cent., carbon 0.07 per cent., silicon 0.162 per cent., sulfur 0.033 
per cent., and copper 0.22 per cent., was cold-rolled down to a final 
thickness of 0.134 in., making a 73.2 per cent. reduction by rolling. Test 
specimens, 9 by 1 in., cut parallel (marked longitudinal) and normal 


*Chief Chemist and Metallurgist, Scoville Mfg. Co. 
+ Metallurgist, Scoville Mfg. Co. 
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(marked transverse) to the direction of rolling were milled to give a test 
section 25¢ in. long by 0.5 in. wide. Three specimens each, longitudinal 
and transverse, were annealed at one time in a nichrome-ribbon-wound 
tube furnace. The temperatures were taken with a Pt-PtRh thermo- 
couple in conjunction with an Engelhard millivoltmeter. An annealing 
period of 14 hr. plus 25 min. preheating was used in all cases. Sclero- 
scopic and Brinell hardness tests and stati¢ tensile tests were made on the 
rolled and annealed specimens. The tensile tests are shown in graphic 
form in Fig. 7. The Brinell and scleroscopic values are given herewith. 


J ee Se 
Brinell Number Scleroscope 


Treatment of Specimens — 


500 Kg. 3000 Ke. cay ere ee 
Cold rolled 14 in. to 0.134 | 

in. 235 | 37.0 7100 
250° C. | 262 (exe 68.5 

350° C. | 255 | 36.7 70.5 

450° C. | 248 35.0 67.0 

550° C. | 228 32.0 60.0 

650° C. | 136 166 | 20.0 43.0 
750°C; | 74 | 112 | 9.5 20.5 

850° C. 67 105 8.0 16.5 

950° C. 63 | 101 70 15.0 

1050° C. 61 101 6.5 14.5 
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Microstructure—The micrographs, Figs. 1 to 6, show that, struc- 
turally, nickel behaves in practically the same way as a copper-zine or 
copper-tin alpha solid solution, crystal twinning being much in evidence 
in material annealed after cold working As shown in Fig. 1, the hot- 
rolled material has been finished at a high enough temperature to leave 
the crystals in an equiaxed condition. Rolling deforms the grain and 
produces etch bands, as shown in Fig. 2. 

The temperature of recrystallization of hard-rolled nickel sheet is some 
300° C. higher than that of hard-rolled alpha brass. No visible recrystal- 
lization, as seen under moderate magnification, is noted until a tempera- 
ture of 650° C. is attained. At 750° C. complete reerystallization takes 
place, as shown in Fig. 4; beyond this the grain size increases somewhat 
with the rise in annealing temperature. 

Tensile Tests.—The results of tensile tests are shown graphically in 
Fig. 7. The first decided softening takes place at 650° C. and equilibrium 
conditions are nearly attained at 750°C. Beyond 750° C., the softening 
is very gradual. The longitudinal and transverse annealed specimens 
appear to behave very much the same in the case of all values except those 
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representing reduction of area. Here the longitudinal values are higher 
than the transverse values by approximately 8 per cent. In the case 
of the hard-rolled specimens, the transverse specimens have a tensile 
strength some 10,000 lb. greater than the longitudinal. 
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J.L. Jones,* Pittsburgh, Pa.—If a nickel anode is cast under commer- 
cial conditions, will it contain nickel oxide? Will the nickel oxide affect 
the rate of corrosion in a double sulfate solution; or will the nickel oxide 
dissolve in a double sulfate solution? I would also like to ask whether a 
98 per cent. pure nickel anode will corrode as fast as a 96 per cent. nickel 
anode; whether electrolytic nickel will corrode less rapidly than nickel 
containing a small amount of carbon; and whether the materials some- 
times used in coating molds for casting nickel anodes will affect the rate of 
corrosion of the anode? Inother words, whether an electrically non- 
conducting coating is likely to be present that will prevent the nickel 
anode from corroding rapidly. 


Joun F. Toompson.—The nickel oxide will not dissolve in the double 
sulfate solution, as far as we know. We do not make the ordinary nickel 
anode of commerce, but we supply nickel to the nickel anode makers. 
Those makers almost invariably buy a high-carbon nickel shot, ranging 
around 0.45 per cent. carbon. In their process, they even further car- 

* Metallurgist, Westinghouse Elec. & Mfg. Co. 
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“-burize it so as to get nickel that will melt easily and be fluid enough to 
fill the mold, so that the ordinary cast anode on the market is unquestion- 
ably oxide free. The only time that such an anode will have oxide will be 
through an error in melting. Some cupola makers of anodes have had 
trouble with oxidation, but as a rule the anodes are thoroughly carburized; 
so much so that they probably carry a couple of per cent. of carbon of 
which around 1.6 per cent. is graphite. 


It is supposed by the anode makers that the anode containing carbon 
dissolves more readily than the carbon-free anode. This belief, I think, 
is pretty well supported. 

With regard to the facing, I don’t know; but this fact may be of in- 
terest to you: very often the surface of nickel shot when used in a basket 
anode will not dissolve so that the shot does not go into solution readily 
until a small hole is started through the skin, and then the metal inside 
of the shot will leak out and leave the outside skin. 


J. L. Jonrs.—Is its microstructure different from the rest? 
J. F. Tuompson.—I do not know; I do not know what causes it. 


J. L. Jones —Do you think a similar condition would prevail in a 
mold that was very cold in comparison with nickel cast in a mold that 
was hot; would there be a difference in microstructure, possibly? 


J. F. Tuompson.—I think so. This fact I ran across only about 10 
days ago, and I do not know the reason for it. 


R. S. MacPurrran.—Was there any oxide outside of those shots; 
was there anything that would stop the solution? 


J. F. Toomeson.—No, the shot was perfectly bright and was made by 
swinging a spout over a big tank of cold water, so that the shot had a 
short fall. The surface appearance of the shot was perfectly white, even 
in the case of this shot where the internal erosions took place. 

Mr. Jones asked about the electrolytic nickel. As far as we know, 
there is no difficulty in using electrolytic nickel as an anode for plating. 
Some people use it for that purpose. 


W. H. Bassert,* Waterbury, Conn.—Nickel cathodes when used as 
anodes in plating solutions do not dissolve as rapidly as ordinary cast 
anodes. When cathodes are used as anodes the nickel solutions become 
impoverished. It was impossible to make nickel cathodes give results 
equal to those obtained with cast anodes and 1t was found, upon investi- 
gation, that the trouble was due to the solutions becoming impoverished 


* Technical Superintendent and Metallurgist, American Brass Co. 
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in nickel. Malleable. nickel will act in exactly the same way, and the 
solution of malleable nickel anodes was found to be very much slower 
than that of cathode nickel when used as anodes. 


J. F. Tuomeson.—I am interested in that statement. In foreign 
practice, they use a great deal of rolled malleable nickel. I don’t know 
how they get it dissolved, but they say that for the last 10 years there has 
been quite a demand over there for rolled anodes. 


W. B. Price, Waterbury, Conn.—The old method was to use double 
nickel salts; then, when using single nickel salts with the rolled nickel 
anodes they also introduce into the electrolyte nickel chloride, which 
seems to produce an active corrosion of the anodes, which doesn’t take 
place in the old double nickel salts solution. 
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Physical Properties of Certain Lead-zinc Bronzes 


BY HOMER F. STALEY,* B. A., AND C. P. KARR,{ PH. B., WASHINGTON, D. C. 


(Philadelphia Meeting, September, 1919) 


Tue casting alloy 88 copper, 10 tin, 2 zinc, commonly known in 
England as Admiralty metal and in this country as Government bronze, 
gun metal, or Naval Department composition G, has, at its best, many 
valuable properties. However, its physical properties are known to vary 
widely with slight changes in method of manufacture of the castings, 
such as slight variations in composition, variation in pouring tempera- 
ture, kind of mold used, method of pouring and gating of molds, size and 
shape of castings, amount and kind of heat treatment, and so forth.! 
The microstructure of castings made from this alloy is influenced by 
slight variations of composition, rate of cooling, and kind and length of 
heat treatment. This is best understood by reference to the equilibrium 
diagram. The part of the diagram in which we are interested and the 
effect of the thermal equilibrium relations cn the physical properties of 
the alloy 88 copper, 10 tin, 2 zinc, have been discussed by Hoyt, Camp- 
bell, Primrose, and Rawdon.? 

In Fig. 1 is given the equilibrium diagram of the copper-tin alloys. 
Briefly stated, the relations of composition and temperature changes are 
as follows. Compositions between A and a consist of but one constitu- 
ent—the a bronze, which is a solid solution of copper and tin, rich in 
copper. On cooling from the molten state these compositions gradually 
crystallize, at temperatures above 790°, into a mass of interwoven tree- 
like crystals or dendrites. The cores of the dendrites are rich in copper 
and the percentage of tin gradually increases as the surfaces are ap- 
proached. As cooling progresses, after all the metal has crystallized, no 
further changes occur in the crystals other than diffusion within the crys- 
tals, which tends to erase the dendritic pattern and to render the structure 
more homogeneous. 


* Metallurgical Ceramist, U. 8. Bureau of Standards. 
} Associate Physicist, U. S. Bureau of Standards. 
‘A. D. Flinn: Iron Age (1915) 96, 1292-3. 
C. P. Karr: U. 8. Bureau of Standards Tech. Paper 59, Pt. 1. 
28. L. Hoyt: Engng. (1913) 96, 667-7, 704-5. 
William Campbell: Trans. Am. Inst. Met. (1912) 6, 158-172. 
H. S. Primrose: Metal Ind. (1916) 14, 202-4. 
H. 8. Rawdon: U. S. Bureau of Standards Tech. Paper 59, Pt. II. 
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In compositions to the right of a, the first part of the process of crys- 
tallization is similar to that just described. At 790° C., the alloy is nearly 
solid and consists of dendrites of varying composition and a liquid con- 


B (Comp. }) breaks up ty form 
fa mixture of @(Oomp.@’) and / 
0 (Comp. qd) pnd / 


100 90 80 70% Cu by weight 
0 10 20 30% Sn « 

Fic. 1.—STRUCTURAL EQUILIBRIUM DIAGRAM OF COPPER AND TIN. 
taining 74.5 per cent. copper. At this temperature a reaction occurs 
between this liquid and some of the already solidified portion to form a 
solid known as the @ solid solution. This 6 constituent lies in the angles 
between the interlocking fingers of the dendrites. When the cooling 
progresses to 500° the B solid solution breaks up into an intimate mixture 
of a and 6 solid solutions. This intimate mixture or eutectoid is known as 
“bronzite.”” It is very hard and brittle and therefore has an unfavorable 
effect on the physical properties of the cast alloy. This type of structure 
is illustrated in Fig. 2.* 


3H. S. Rawdon: Loc. cit. 


422 PHYSICAL PROPERTIES OF CERTAIN LEAD-ZINC BRONZES 


According to the diagram, compositions between a@ (approximately 
9.5 per cent. tin) and a’ (approximately 13 per cent. tin) should be sub- 


A. Specimen 19. Remelted and al- B. Specimen 19. Dark portions are 
lowed to cool in furnace. Difference in cores rich in copper; light angular spots 
orientation of dendritic structure marks are hard brittle eutectoid inclusions. 
out the various erystals. 4. X 85. 


C. Specimen 568. Shattering of eutec- D, Specimen 568. Cracks (black) in 
toid under strain is illustrated. 85. eutectoid (white) are at right angles to 
direction of strain. X 212. 


Fic. 2.—TYpIcaL MICROSTRUCTURE OF CAST ZINC-BRONZE (88-10-2). A anon B 
WERE ETCHED WITH AMMONIUM HYDROXIDE CONTAINING HYDROGEN PEROXIDE; C 
AND D WITH AMMONIACAL COPPER-AMMONIUM CHLORIDE. 


ject to the reaction mentioned as taking place at 790° with formation of 
some 8 solid solution and on further cooling should gradually change com- 


a 
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~ pletely to the a solid solution without the formation of any eutectoid at 
500° C. . Actually these compositions may do this or they may crystallize 
in the manner described for either of the two other classes of compositions. 

In spite of the great amount of study the alloys of copper and tin have 
received, there is no well-defined agreement in regard to the limit of the 
a solution. It varies from 5 per cent. tin in Giolitti’s* diagram to 13 per 
cent. in Shepherd’s.5 The percentages shown are by Gulliver’ and repre- 
sent condition of equilibrium obtained either by excessively slow cooling 
of the molten alloy or by reheating an alloy which solidified by cooling 
at an ordinary rate. ; , 

As emphasized by Hoyt,’ the addition of small quantities of zine do 
not materially alter the structure of the copper-tin alloys rich in copper. 
Guillet’ has determined experimentally that as far as structure is concerned 
one part of zinc is equal to one-half part of tin. If we adopt Guillet’s 
suggestion we may consider that the 88-10—-2 alloy is equivalent in struc- 
ture to a copper-tin alloy containing 11.1 per cent. of tin. This places the 
alloy in that part of the diagram lying between the points a and a’, the 
location of which are debatable and which limit a field of compositions 
that are apt to crystallize in a very erratic way, depending on conditions. 
This conclusion is borne out by microscopic examination of castings of 
the 88-10-2 alloy. In the case of forty-five specimens, selected at random 
from over a thousand, Rawdon? found no eutectoid in a few cases, small 
to moderate amounts in others, and a great abundance in still others. 
While according to Rawdon the presence of oxide films in the castings 
was the predominating factor in producing castings with poor physical 
properties, variations in the amount of eutectoid present and in the 
general type of crystalline structure were accompanied by marked varia- 
tion in the physical properties of the alloy. 

As a means of conserving tin during the war, the Sub-committee on 
Bearing Metals of the American Institute of Mechanical Engineers sug- 
gested the use of 90 copper, 6.5 tin, 1.5 lead, 2 zinc, in place of the 88- 
10-2 alloy commonly used. The committee stated” that the proposed 
alloy “‘is stronger and more reliable; is more economical in foundry pro- 
duction; is easier and more satisfactorily machined; for hydraulic work 
is less liable to leaks; in steam service it is from 5 to 40 per cent. stronger 
than the old composition; while at the same time this substitute formula 
offers a saving of 314 per cent. of tin, which is always wasted in the old 


4 Giolitti and Tavanti: Gaz. Chim. (1908) 38, 209. 

5 Shepherd and Blough: Jnl. Physik. Chem. (1906) 10, 515. 
6 Gulliver: ‘‘ Metallic Alloys,” 249. Lippincott, 1908. 

7 Jnl. Inst. Metals (1913) 10, 235. 

8 Rev. de. Met., Mem. (1906) 3, 243. 

9 Loc. cit., 56-60. 
10 Jnl. Am. Soc. Mech. Eng. (1918) 40, 854. 
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formula incident to the production of an inferior alloy.” On Dec. 14, 
1918, Admiral D. W. Taylor asked the Bureau of Standards to investi- 
gate this composition to determine its fitness as a substitute for 88-10—2 
alloy. The investigation of the alloy seemed to offer promising possi- 
bilities. It has been known since the dawn of the art of metallurgy that 
small amounts of lead improved the ductility and working properties of 
bronzes, its use being known to the ancient Assyrians.1! The advantages 
of its employment have been noted by many modern writers.” 


Cu. 
100 


ae 
eee OK 
LARS 
oD WY 


Fig. 3.—ComposiItIoN DIAGRAM. 


Following the method of Guillet!® we may consider the copper-tin- 
zinc content of this alloy as equivalent, as far as production of structure 
is concerned, to a copper-tin-alloy containing 7.7 per cent. of tin. Since 
lead is known to be non-soluble in solid solutions of copper and tin and of 
copper and zinc, it must be considered simply as a mechanical addition. 
We may thus locate the alloy on the copper-tin equilibrium diagram 
(Fig. 1) and on doing so we find it falls well within the area of a bronzes 
that crystallize in comparatively constant and simple manner at high 
ues and reese no marked transformations during further 


11 Z, Agnew: Bhai (1914) 27, I, 512. 
2 Hanns v. Miller: Metallurgie (1912) 9, 70. 
H. 8. Primrose: Jnl. Inst. Met. (1914) 12, 254. 
Oregowsky and Spring: Proc. Int. Cong. for Testing Materials, 6th Congress, 
N. Y. Sec. VII. 
18 L, Guillet: Loc. cit. 
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’ cooling. Alloys crystallizing in this manner are much more apt to give 


castings with uniform physical properties in foundry practice than an 
alloy with the érratic crystallization behavior of the 88-10-2 alloy. 

In order to cover the field of probably useful alloys of this type, it 
was decided to investigate nine compositions. These in percentages as 


335 


Fic. 4—CorE BOX USED IN MAKING SHOULDERED TEST BARS. 


charged and calculated on the basis of Cu + Sn + Zn = 100, together 
with their equivalent compositions according to Guillet are given in 
Table 1. It will be seen that the series of compositions can be divided 
into three groups, according to tin content, and each group contains 
three members, characterized by a certain lead content. The locations 


Bearing Fillet-Max. Rad, vay 


5 pa 
"a i | Gage Length | . 
|<“ >} — 116°» aug" $$ 196 te dE 
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Fic. 5.—SHOULDERED TEST BAR AFTER MACHINING. 


of the various compositions, on the basis of Cu + Sn + Zn = 100, and 
also of the 88-10-2 and 88-84 alloys are shown on a triaxial composi- 
tion diagram in Fig. 3. This method of presentation is more satisfactory 
than the use of the copper-tin equilibrium diagram and equivalent com- 
positions since it does not involve the use of assumptions. The position 
of the line z-« is taken from the work of Hoyt.“ It should be remem- 


14 Loc. cit., 253. 
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TABLE 1.—Composition of Alloys Studied 


Compositions Charged Passe ie one aoe oni 
3 . | 
Alloy Cu {-Sn°] Mn | Pb |’ Cu |" Sa,| Pb | Cu || ‘Sn. | Za tee 
| | | 
88-10-2 88 10.0 2 -+.*| 88.9 LUe aves M|| 68.0 10.0 2.0 
88— 8-4 88 8.0 4 Soe «(tl tahDets) 10.2 --+- | 88.0 8.0 4.0 
A 90° 6.5 3 0.5 | 91.8 8.2 0.51 | 90.45 6.50 | 3.05 | 0.50 
B 90 6.5 2 1.5 | 92.3 thet 1.54 | 91.37 6.60 | 2.03 | 1.52 
Cc 90 6.5 1 2.5 | 92.8 7.2 2.58 | 92.30 6.66 | 1.04 | 2.56 
D 90 5.5 4 0.5 | 92.3 Khoft 0.51 | 90.45 5.53 | 4.02 | 0.50 
E 90 5.5 3 1.5 | 92.8 32 1.55 | 91.37 5.58 | 3.05 | 1.52 
F 90 5.5 2 2.5 | 93.3 6.7 2.59 | 92.30 5.64 | 2.06 | 2.56 
G 90 4.5 5 0.5 | 92.8 7.2 0.52 | 90.45 | 4.52 | 5.03 | 0.50 
H 90 4.5 4 1.5 | 93.3 6.7 1.55 | 91.37 4.56 | 4.07 | 1.52 
I 90 4.5 3 2.5 | 93.75 6.25 | 2.60 | 92.30 4.62 | 3,08 | 2.56 


bered that the line of compositions J-C carry an addition of 2.56 parts 
' of lead, the next line 1.52 parts, and the line G—A 0.50 parts. 

Eight heats of each of the four test specimens were made of each com- 
position. The method of making and pouring the molds was the one that 
had been found satisfactory for the 88-10-2 alloy.° The making of the 
core sand molds was greatly facilitated by the use of core boxes with con- 
siderable draft instead of boxes with perpendicular sides, as described in 
the article referred to. The expense of preparing the specimens for test- 
ing was materially reduced, without affecting the accuracy of the tests, 
by casting the specimens with shoulders and using split rings for holding 
them in the testing machine. This obviated the necessity for cutting 
threads on the ends of each specimen. The type of test bar and core 
sand mold used are shown in Figs. 4 and 5. 

A summary of the determinations of the physical properties of the 
specimens thus far tested is given in Table 2. For the sake of com pari- 
son, results obtained with the alloys 88 copper, 10 tin, 2 zinc, and 88 
copper, 8 tin, 4 zinc, are given also. Attention is called to the fol- 

‘lowing points shown by the data in this table. 

Effect of Pouring Temperature.—Higher values were obtained with 
metal poured below 1150° C. than with metal poured above that tempera- 
ture. Composition D is an exception in that the values were about the 
same. A satisfactory pouring temperature for test bars made in the 
manner here described of the compositions employed is 1100° C. (approxi- 
mately 2000° F.). 

Effect of Heat Treatment.—The heat treatment employed raised the 
proportional limit of all compositions slightly. In respect to other 
physical properties the effect of heat treatment was slight or detrimental. 
Since all the compositions used fall in the field of a bronze on the equilib- 


°C. P. Karr: Five Foundry Tests of Zine Bronzes, this volume. 
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with reservoir gates) 


A oS 


-Tasce 2 — Averaged Results of Physical Tests with Mean Deviations 


(All specimens were cast approximately to size, horizontal, in baked core-sand molds 


Composi-| Number of eed Proportional Tensile Elongation | Reduction Rambe a 
tion Specimens | ture Range, | Lb. per Sq. Strength, Lb.) in 2 In., in Area, ie ie Bere 
Degrees C = : | per Sq. In. | Per Cent. Per Cent. regation 
8S-10-2 6 1,100 to 13,100 43,100 29.7 24.3 
1,140 +1,050 +3,350 # ° +4.5 + 2.2 
88- 8-4 6 1,100 to 11,900 43,300 36.0 28.0 
‘ 1,140 + 900 +1,850 +4.5 +4.5 
A 12 1,090 to 12,200 40,700 EYED 34.1 
1,125 + 650 | +1,500 “+6.4 +4.5 
12 1,170 to 12,900 37,600 28.1 29.7 
1,200 + 900 + 2,200 +4.4 +3.7 
st 1,090 to 13,300 35,700 24.9 O3n2 1 
1,200 + 1,200 * + 3,200 +4.8 +5.9 
B 20 1,080 to 12,300 40,700 35.3 31.8 H 
- 1,136 +1,400 +2,200 +8.7 6.0 
3 1,170 10,400 35,900 25.5 32.5 1 
+1,050 + 4,800 +8.0 +6.0 
st 1,080 to 13,700 41,300 37e2 33.6 | 
1,170 + 800 + 1,500 aati} aay 
Chena 12 1,100 to | 138,200 39,600 OTe Pa Lh 
1,140 |. + 1,100 + 3,200 6.5 Sian 
12 1,150 to 12,400 33,600 18.6 19.7 3 
| 1,200 | + 950 +3,850 +9.5 +9.8 
ARE 1,100 to | 14,000 34,700 20.1 23.5 2 
1,200 | +1,030 + 4,050 Sei 8 selina 
D 14 1,060 to 12,400 37,900 29.3 30.4 
1,120 + 1,100 + 2,600 +5.6 +5.5 
9 1,160 to 11,500 37,700 ~ 31.6 32.4 
1,180 + 650 + 3,400 +6.3 +5.2 
st 1,060 to 13,250 37,100 24.2 27.3 
| 1,180 | + 960 + 1,300 +4.9 tig 
Bios 18 1,060 to | 10,650 - 36,200 31.4 28.4 i 1 
1,140 | + 900 + 3,850 +8.3 +10.8 
6 1,160 to | 9,700 30,900 22.8 18.6 | 1 
| 1,180 + 400 + 2,300 +6.5 seria) alas 
| ge 1,060 to | 11,900 36,000 28.5 26.7 | 
| 1,180 +1,250 + 3,300 +4.9 +6.1 
me 6 1,100 to 10,850 35,900 23.9 22.6 1 
1,120 oa a 45,0) + 5,300 +3.1 + 3.4 
12 1,160 to 9,900 33,700 23.3 23.4 | 
1,180 + 600 +3,100 +4.7 +6.1 
5 1,240 to | 9,550 29,700 15.5 16.6 
1,260 + 1,150 + 2,900 +3.5 +4.1 | 
6* 1,100 to 10,450 33,500 22.2 22.8 | 2 
1,260 + 700 + 3,600 +3.4 +6.2 
G 14 1,100 to | 9,100 34,700 29.4 25.3 2 
1,140 + 800 + 2,300 +5.7 +5.9 
8 1,150 to 9,200 32,800 27.4 24.4 3 
1,180 + 550 + 3,700 7.2 +7.7 
se 1,100 to 9,550 32,100 28.8 21.9 4 
1,180 + 1,050 +3,800 +4.3 +4.3 
H 21 1,100 to 8,900 33,600 26.5 22.9 3 
1,140 + .550 +2,400 ate AlaS +4.3 
3 1,180 8,200 28,700 18.3 18.8 3 
+ 950 + 1,300 a3.0 12 
82 1,100 to 10,200 31,700 24.2 20.6 1 
1,180 ae (7a) +2,600 Sera th +3.6 
1 __| Tests not complete at date of writing | __{_____--__ 
were raised to 600° C. in 50 min., maintained at that temperature 


@ Heat treated. Specimens 
for 30 min., and then allowed to cool in furnace, 


in 12 hr., 


to room temperature. 
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rium diagram, we cannot expect heat treatment to have any marked effect 
unless the temperature is raised to the point where the lead, which is 
held in mechanical suspension, flows in the pores of the copper-zinc-tin 
alloy. z 

Effect of Substitution of Zinc for Tin.—Comparing the corresponding 
numbers of the groups ABC, DEF, and GHI poured at the same tempera- 
ture shows that, in general, this substitution produced lower values in 
physical tests. This is not in accord with the data shown for the alloys 
88-10-2 and 88-8-4.'® It should be remembered that in the latter case 
substitution of zine for tin moved the composition over the line separat- 
ing the field of a bronze from that of a and 6 bronzes. 

Effect of Substitution of Lead for Zinc—A comparison of the three 
members of each group shows that this substitution resulted in lower 
values. 

Effect of Substitution of Lead for Tin.—A comparison of composition 
A with EH, B with F, and D with H shows that substitution gave 
markedly lower values. 

Segregation.—The number of bars showing segregation increased 
from group to group as the groups became richer in zine and poorer in 
tin. Within the groups segregation increased with increase of lead and 
decrease of zinc. 

Place of Lead-zinc Bronze B in the Series—This is the composition 
recommended by the Committee of the American Society of Mechanical 
Engineers; it is surpassed by lead-zine bronze A only. 

Equivalent Compositions—In order to avoid any misconception in 
regard to the term equivalent compositions it should be called to mind 
that Guillet applied this term to signify structural equivalence only. 
The compositions are not equivalent as far as physical properties are 
concerned. For instance, lead-zinc bronzes B and D have the same 
equivalent compositions except that B contains more lead than D. If 
the compositions were truly equivalent otherwise, this variation should 
make B the weaker metal, but the reverse is actually the case according 
to the physical tests. A similar example is found in the case of lead-zine 
bronzes C, EF, and G. 

The data for six test specimens of the 88-10-2 alloy given in the table 
do not furnish sufficient basis for comparison of the lead-zine bronzes 
described with that alloy. A lot of thirty-two test specimens of the 
88-102 alloy has been prepared in the Bureau of Standards’ foundry 
in the manner employed in preparing the lead-zinc bronzes. When 
these are tested, a comparison can be made. From the data available 
it is possible to predict that the best of the lead-zine bronzes, composi- 
tions A, B, and possibly D, will probably be found superior to the 88-10—2 
alloy in ductility and about equal to it in other respects. 


16 See also C. P. Karr, this volume. 
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Qualitative tests of the machining properties of these metals were 
made in the Bureau of Standards machine shop. It was found that all 
the lead-zine bronzes had good machining qualities being free cutting 
and giving short thick chips of metal with cutting tools. The ease of 
machining increased from group to group as tin decreased and zinc 
increased. Within the groups the thickness of the chips increased with 
increase of lead. While lead-zinc bronze A gave the thinnest chips of the 
lead-zine bronzes, still it was a much more free-cutting material than 
the alloy 88 Cu, 8 Sn, 4 Zn, which in the same tests gave shavings about 
lin.long. The latter, in turn, was superior to the 88-10-2 alloy, which 
gave thin shavings up to 8 in. in length. 

In this investigation it has been shown rather conclusively that, with 
this copper content, increase of either lead or zinc has unfavorable effects 
on the physical properties of the alloys. Moreover the most satisfactory 
composition A tested is at one corner of the series. It is desirable there- 
fore to investigate a new series of compositions containing less lead and 
zine than lead-zine bronze A. Such an investigation is being planned by 


the Bureau. 


SUMMARY 


The salient points of this investigation may be summarized as 
follows: 

‘Of nine variations in composition of lead-zinc casting bronzes con- 
taining 90 per cent. copper studied, the most satisfactory was lead-zine 
bronze A containing 90 copper, 6.5 tin, 0.5 lead, 3 zinc. This composi- 
tion showed a proportional limit of 12,200 + 650 Ib. per sq. in., tensile 
strength 40,700 + 1500 lb. per sq. in., elongation in 2 in. of 37.6 + 6.4 
per cent., and reduction in area of 34.1 + 4.5 per cent. 

Substitution of lead, above }4 per cent., for zinc or tin and of zinc, 
above 2 per cent., for tin was found to have detrimental effects on the 
physical properties of the castings. 

A pouring temperature of 1100° C. (approximately 2000° F.) was 
ound satisfactory for these lead-zinc bronzes. 

Heat treatment had but slight or detrimental effect on these bronzes. 

The results obtained have justified the prediction of the qualities 
of the alloys by @ priori reasoning based on the copper-tin equilibrium 
diagram. a 

The writers wish to acknowledge their indebtedness to Mr. R. S. 
Johnston and Miss H. C. Baker, of the Engineering Materials Testing 
Laboratory of the Bureau of Standards, for suggestions in regard to 
the shoulder type of test bar and for the painstaking care used in testing 


the specimens. 
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DISCUSSION 


W. M. Corsn,* Mansfield, Ohio.—Outside of the commercial valu- 
ation of the material, for what purpose does this alloy—90 per cent. of 
copper, 614 per cent. tin, 2 per cent. zinc, and 1! per cent. lead— 
seem to be eminently fitted? 


C. P. Karr.—So far as our tests go, it would be eminently fitted 
for steam valves and pistons, and for the work for which 88—10—2 
bronze is generally used, although for very large castings it would not 
be superior to 88-84 bronze. 


P. E. McKinney, * Washington, D.C.—Some time back, due toa desire 
to avoid some of the objectionable features of 88—10—2 bronze, particu- 
larly on heavy castings, also to save tin where possible, we took up the 
question of a substitute for 88-10—2 bronze, where red bronze was 
ordinarily specified. After trying most of the mixtures, we found that 
when using as low a tin content as is given in this proposed composi- 
tion, one very valuable property of general red-bronze casting construc-" 
tion is ‘sacrificed ; namely, its excellent bearing properties and rigidity. 
In other words, the material has a lower Brinell hardness than either the 
88-10-2.or the 88—8—4 bronze, and when used as a bearing (of course, we 
are not speaking of even 88-10—2 as a bearing metal for extreme service) 
there is a tendency on the part of the softer alloys to pick up. On the 
other hand, the 88—8—4 bronze gives practically the same Brinell hardness 
as the 88-10—2 and has sufficient bearing properties and superior water- 
tight properties in castings of anything but very thin cross-section; that 
is, a heavy casting of any kind, when made from a carefully prepared 
alloy of 88-8-4 is probably an ideal water-tight casting, particularly if 
a little lead is introduced to close the grain. The effort to reduce the tin 
content in the casting is very necessary. Even this 6 per cent. of tin 
would be far superior, because there is no excess of tin to form a beta 
constituent. 

It would be a good proposition if everybody interested in the use 
of red bronzes would conduct experiments, from time to time, with 
the introduction of nickel. Nickel seems to have some excellent 
properties. With a reduction of the tin and letting the zinc remain low, 
nickel seems to toughen the bronze; in addition to tin, it gives a very 
desirable combination of toughness and hardness. At this time there is a 
very good commercial reason for considering the use of nickel in the red 
alloys. As a result of the war, there is a lot of material that would be 
perfectly good casting copper if it were not contaminated with nickel, ° 
due to the manufacture of rotating bands for shells of various calibers. 


* Chemist and Metallurgist, U. S. Naval Gun Factory. 
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The utilization of these cupro-nickel alloys, that is, alloys containing 


from 1 to 3 per cent. of nickel, would offer a very economical method of — 


_introducing copper into these alloys. 


‘I feel that this question should be taken up by santas producing 
heavy castings, because while results obtained from test bars are ex- 
tremely valuable and show what can be obtained under standard condi- 
tions, you cannot get the same results in a heavy casting that you can in 
the small casting made in a miniature cross-section. 


R. F. Woop,* Sandusky, Ohio.—Mr. Karr’s alloy B is very similar to 
an alloy that I have used for the past couple of years with 1 per cent. 
nickel substituted for 1 per cent. of the copper, and in making castings of 
about 3000 lb. weight it has given very good results in BD rea ank water- 
tight castings. 


C. P. Karr.—Have you made any test bars of the metal in question, 
and if so, will you give us the results? 


R. F. Woop.—I have a much less complete set of results than | 
wish I had, but in regard to its water-tightness I can say that it worked 
very nicely. The following shows some typical results. 


| | b 
; Ulti | Yield | | RZ, d 
bibs or | Nereis Point, | Elongation in 2 In., Copper, Tin Lead, | Nickel, 
on Lb. per | Lb. per | Per Cent. Per Cent. |Per Cent.|Per Cent.) Per Cent. by 
Casting Sq i Sq. In | | Difference 
. : | iF y | ey a 
| { 44,600 17,400 28.0 | | | 
peas: 39:30! | 6.59) 1.72 2.39 
aoe ee 25,000. 5.0 | ees | 
{ 41,100 24,900 | 21.0 + | 
: Vs ; | 87.41 10) Sie aoD 3.94 
4020 | \ 42'500| 25,000)  —-25.0 f Aves | 


The second tensile test broke outside the gage marks. 


Cc, P. Karr.—What hydraulic pressure was used ? 


R. F. Woop.—These castings were 14 in. thick, were tested to 150 
lb. without backing, ae carried about 2000 or Ue lb. pressure, et 
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Relationship of Physical and Chemical Properties of Copper 


By Frank L. ANTISELL,* Prertu Ampoy, N. J. 


(New York Meeting, February, 1920) 


Cxrratn physical and chemical properties of copper are so intimately 
related that a change in variation of the physical properties indicates a 
certain chemical change. The standard specifications of copper of the 
American Society for Testing Materials are based upon physical charac- 
teristics with one exception, namely, the copper contents. The physical 
standard includes electrical properties, defects in the “‘set or casting,”’ 
variation in dimensions, weight, etc. Paragraph 4 of the specifications 
states, ‘‘ Wire bars, cakes, slabs and billets shall be substantially free from 
shrink holes, cold sets, pits, sloppy edges, concave tops, and similar 
defects in set or casting.” Shrink holes and concave tops indicate both 
physical and metallurgical defects; cold sets, sloppy edges, etc., indicate 
physical defects only; small pit holes may be indicative of either or both 
physical and metallurgical defects, depending on conditions under which 
they originated. 

To the refiner, a copper casting, no matter how made, is known as a 
‘“‘shape,’’ irrespective of whether it is wire bar, ingot, cake, slab, billet, 
etc. As practically all shapes are cast in an open mold, that is a mold 
without cope, the surface of the shape cools in contact with the atmosphere 
and has a coating of oxide. Certain phenomena of the surface indicate 
the adaptability of the metal for forging or rolling. The writer believes 
that it is much simpler to produce shapes that are metallurgically correct 
than those that are mechanically satisfactory. When copper is to be 
rolled into thin sheets or drawn into very fine wire, the slightest physical 
defect’ becomes evident. It is, therefore, of the utmost importance to 
consider every characteristic of the shape and ascertain the physical and 
chemical relationship. 

Pitch and Set.—The appearance of the surface of the copper when 
cooled is considered as to its ‘‘ pitch,” or the general contour of the surface 
of the shape (which may vary from a concave to a convex) ; and the “‘set,’’ 
or the detail appearance of the surface of the shape (the wave-like struc- 
ture). When the shape presents a concave surface, it is known as ‘‘low 
pitch;” a convex surface is known as “high pitch” or “tough pitch;” 
and a level surface is called “flat pitch.” The set of the copper is, a 
a very large measure, directly related to the pitch; and so intimately are 
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these characteristics connected that they are often used as synonymous 
terms by the refiner when he is speaking of well-refined copper. If, 
however, he is speaking of unhealthy or improperly refined copper, he 
will define both the pitch and the set. The character of the set will 
show whether the copper is low pitch but healthy, or low pitch but 
unhealthy and must be refined again. High-pitch copper is usually 
described in terms of the set. If the set, is very close and even, the 
copper contents are about 99.95 per cent.; this close set cannot be 
produced on a shape with a low pitch. 

As the shape cools, there is a constant contraction with some degass- 
ing of the metal. As the top surface of the shape freezes, there is a 
tendency for the thin layer of copper to assume a finely corrugated sur- 
face at right angles to the longitudinal axis of theshapes; while the gassing 
of the metal tends toward the formation of a coarse wave-like structure. 
This structure varies, with the metallurgical properties of metal, between 
the extremes of a finely corrugated irregular surface, set or close grain, 
to a comparatively smooth surface in which the ridges are a considerable 
distance apart and the grain is coarse. 

Influence of Oxygen on Copper.—Metallurgically, the copper presents 
the best general characteristics when shapes of a certain size present a 
slightly convex contour, high pitch, with a good set and close grain. 
While a shape of a certain weight presents a satisfactory appearance, it 
does not follow that larger or smaller shapes will bethesame. Asa gen- 
eral rule, the thicker the shape, the less oxygen is permissible in it; the 
thinner the shape the more oxygen may be present. Oxygen is, there- 
fore, often spoken of as a medicine for copper, it being used to regulate 
the pitch. While the pitch may be flat or slightly convex, it may be 
decidedly inferior if it presents a coarse grain. 

Copper containing an excessive amount of oxygen that is introduced 
during the refining period is known as “set” or “dry copper.” As the 
amount of oxygen decreases and approaches the analysis of satisfactory 
metal, it is known as underpoled; and when it is thoroughly refined, it 
is known as tough pitch. The fracture of tough copper must exhibit a 
decided metallic luster; a brick-red shade is indicative of undesirable 
oxygen contents. 

With low oxygen contents, copper may be heated over a long period 
with the formation of a very slight coating of oxide, while with higher 
oxygen contents, the copper oxidizes quickly. 

Influence of Sulfur on Physical Properties.—The general physical 
properties of copper change in a marked manner with the increase of 
sulfur. An increase in the sulfur contents affects the number of bends in 
a very much greater ratio than does oxygen. ; 

Unhealthy Copper.—Unhealthy copper contains slight quantities of 
gases, such as hydrogen, carbon monoxide, sulfur dioxide, and carbon diox- 
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ide. If an attempt is made to remove the excessive oxygen, the copper 
willspew; that is, a miniature volcanic action will occur in the shape and the 
copper will be known as overpoled. Copper in this state will be low in 
electrical conductivity and have a small reduction in area, due to several 
reasons, particularly the excess of oxygen. These properties can be 
improved only by subjecting the entire charge to a refining process, 
which consists of oxidizing the copper, thus removing the reducing gases, 
and then poling the copper up to a tough pitch. Unhealthy copper may 
present either a high or alow pitch, but if an attempt is made to raise the 
low pitch, the copper will spew. 

Reasons for Rejecting Copper.—Reasons for rejecting refined copper on 
physical examination are: Low pitch; overpoling; cold sets; spewing; 
shot; fish (slivers of foreign copper, as the finsfrom the pouring ladle, etc.) ; 
holes of several characters, as water holes, shake holes, shrink holes, gas 
holes, spew holes, general porosity; foreign substances, such as charcoal, 
bone ash, dirt, etc.; splashes; fins; cracks; large set marks; water bursts; 
ridges on surface; shapes cast in rough molds; wrong dimensions; and 
collective defects. By the last term are meant two or more slightly 
developed defects, one of which would not be a sufficient cause for the 
rejection of the shape. 

A definite individual hole in the set, or a ‘‘spot”’ as it is termed, is 
indicative of excess of oxygen; while the series of small pit-like holes 
along the center of the shape is an indication of overpoled copper. 

If the chemical analysis is standard and the pitch and set are good, 
there should be an examination for porosity, which is discovered just 
under the skin of the shape by cutting with a sharp chisel—the metal 
should show a dense surface and substantially be free from porosity— 
and the character and reason for the holes in the shape. If the holes 
were shaken in, the shape will not be satisfactory for drawing into fine 
wire or for rolling into very thin sheets. This defect is caused by the 
vibration of the mold allowing liquid copper to surge back and forth 
when it is cooling, resulting in slip bands when the shape contracts in 
cooling. This internal fracture between the grains of copper may be 
present even though there may not be any outward indications. 

Copper, generally, is cast in molds that are carried by a machine 
under a ladle and it was deemed impossible at one time to move a mold 
of molten copper with sufficient smoothness to eliminate this washing of 
the metal in the mold and produce a perfectly sound casting. Prof. 
A. L. Walker has invented an apparatus with which shapes can be suc- 
cessfully poured. So important is this question of moving the molds of 
molten metal that casting machines have been introduced in the re- 
fineries that weigh as much as 300,000 Ib. (Clark machine) in which the 


vibration is reduced to a minimum by a highly organized mechanical 
design. 
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Analysis of Electrolytic Copper—Good electrolytic copper should 
analyze approximately as follows: copper, 99.950 per cent.; silver, 
0.0010 per cent.; oxygen, 0.0390 per cent.; sulfur, 0.0030 per cent.; 
arsenic, 0.0015 per cent.; antimony, 0.0020 per cent.; nickel, 0.0015 per 
cerit.; iron, 0.0025 per cent.; lead, nil; bismuth, nil; selenium, trace; 
tellurium, trace. The specifications of the American Society for Testing 
Materials permit a metallic contents of copper plus silver of 99.88 per 
cent. In every refinery, no matter how carefully conducted, an occa- 
sional furnace charge will not do better than to meet this analysis, 
the decrease being due generally to the combination of sulfur, oxygen, 
and iron. 

Electrical Conductivity—The electrical conductivity of copper is 
considered the most convenient method of determining its general prop- 
erties. The conductivity varies in inverse ratio to its oxygen contents, 
and is directly proportional to the number of bends, a function of its 
reduction in area. The bends are determined on 12-gage wire by the 
Capp machine, a simple device that bends a wire at an angle of 90° until 
it is broken. The general relationship of various physical properties of 
the oxygen contents are shown in Table 1. This table is based upon a 
series of tests in which the sulfur contents is about 0.002 per cent. The 
copper in the series J analyzes 99.97 per cent. 


TapLe 1.—General Law Relating to the Influence of Oxygen on Properties 
of Annealed Copper. Determined on No. 12 Soft Wire 


| Oxygen | pers | Elongation | Conductivit Number of 

| pons | Bounds pet, | BerCenkt | Per Conta’ Bends 
Rn ede i ws7ad | 28, | 88.25° tal 
DEANE fiers ee 0.175 oe BEAU, 29 98 .60 22 
CAE BAS eae? 0.150 37,050" | 30 | 98.83 23 
Donen eee 0.125 36,850 | 31 | 99.20 | 24 
JIpn 5 | 0.100 36,600 32 | 99.55 25 
} Oh he RE eC | 0.075 36,300 34 | 99.80 27 
Ge Beas inter 0.050 36,000 35 / 100.30 30 
leh: | 0.025 | 35,200 36 | 100.60 33 
IE oa a D015, 7° -=34,000' |||", 37 | 100.80 | 35 

| | | 


Laws Governing Tough-pitch Period.—A few general laws may be 
stated for the tough-pitch period, with reference to the relative properties 
of copper, which are applicable over a short range only. 

1. As the tensile strength increases, the conductivity decreases. 

2. As the oxygen contents increases, the tensile strength increases 

3. As the tensile strength increases the elongation decreases. 

4. As the oxygen contents increase, the resistance of bending 


decreases. 
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Annealing Copper.—Proper care in the annealing of copper is often 
neglected, and it is seldom that the maximum elongation is realized, 
which is very necessary where the metal must stand a large amount of 
work in being fabricated. Extremely tough-pitch copper exhibits great 
ductility, and if it is given improper treatment in the mill it may tend to 
shred or tear the surface of the copper. These metallic shreds or slivers 
will not be entirely torn from the main body, but will adhere to it at one 
end. ; 
When such a piece of copper is pickled, the shreds, not being oxide, 
do not dissolve in the solution, thus resulting in an imperfect surface. 
If the copper is not so tough, these slivers may be entirely detached or 
will not be formed at all, due to the thick veneer of scale. While copper 
may occasionally be preferred with such properties, it is at the expense of 
the physical characteristics of copper. 


DISCUSSION 


Tur CHarrMan (W. H. Bassett,* Waterbury, Conn.).—Copper is 
one of the most important, perhaps the most important, metal that the 
non-ferrous metallurgist has to consider, particularly if we think of 
the volumes of materials used in the arts. The refining of copper for 
a long time was in the hands of the Welshmen and Cornishmen, who 
started the industry in this country, and matters of pitch and set were 
secrets. The refiner’s buttons were carefully kept from the observation 
of every one and thrown back into the furnace as soon as the refiner had 
seen the break. In recent years, we have had various papers explaining 
these matters and now metallurgists know what constitutes good copper; 
but, unfortunately, this knowledge is not always taken advantage of and 
too much copper is made with high oxygen, or which the refiner has 
attempted to get by in the “unhealthy”’ state, or which has not been cast 
as it should have been. All of the defects that Mr. Antisell has pointed 
out are apparent to those who have to roll copper into perfect sheets, or 
draw copper into wire, particularly fine wire. 

Mr. Antisell has touched upon an important point by his statement 
that ‘‘proper care in the annealing of copper is often neglected.” 


G. V. Cazsar,{ Plainfield, N. J—It is my experience that while the 
average mill foreman recognizes the necessity for close control of heat 
when brass shapes are being treated, in the case of copper there is a 
tendency to use any temperature short of actual melting. It has been 
shown conclusively that the elongation and reduction of area commence to 
decline in the neighborhood of 700° C.; this temperature should not be 
exceeded, if the highest possible degree of ductility is desired. Another 
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important consideration is the necessity for maintaining oxidizing con- 
ditions in the furnace. A comparison of the physical properties of 
* deoxidized copper and the properties in the table the author has 
presented would be of great value. 


W. R. Wesster,* Bridgeport, Conn.—The standards of the copper 
manufacturers appear to have declined in the last 25 years. I am 
confident that the copper made by the old Bridgeport Copper Co. 25 
years ago averaged materially better than the copper ordinarily ob- 
tainable on the market today. The reason I attribute for this situation 
is the well-known difference between well-done handwork and machine 
work that is not so well done. In the old Bridgeport copper furnaces, we 
succeeded in getting up to 40,000 Ib. to a charge; when we reached that 
amount we thought we had done a real day’s work. But Mr. Antisell’s 
furnaces are much larger, as are practically all of the furnaces in use 
today, and it apparently is much more difficult to keep these large 
furnaces in condition ‘than it -was the smaller furnaces used in 
former days. 


ArtTHurR L. WALKER,t New York, N. Y—Mr. Antisell is correct in 
stating that the metallurgist has much more difficulty in overcoming the 
physical than the chemical defects in copper. I would like to offer a 
correction, however, in regard to his statement relative to the bending 
test. That test can be considered only when supplemented by a con- 
ductivity test, for the reason that copper which contains a small percent- 
age of ‘arsenic will satisfactorily pass the bending test, but will not pass 
the conductivity test. 

In one of the copper refineries in the vicinity of New York, trouble 
occurred due to cracked wire bars, a shipment of which had been con- 
demned. A microscopic examination showed that the cracks, which 
occurred in the same position in each bar, were between the grains of 
copper. It was found that the trouble was due to the method of pouring. 
As the copper was always poured into the mold at the same place, the 
molds became hotter at this point than anywhere else, so that the wire 
bar would freeze at this point after the rest of the casting had solidified. 
Copper contracts considerably on cooling after solidification and the 
eutectic, cuprous oxide and copper, which freezes about 20° below the 
freezing point of copper (1084° C.) is very brittle just below the latter 
temperature. As a result, after both ends of the bars had solidified the 
strain due to contraction in cooling was so great at the center that the 
brittle eutectic between the grains was ruptured. After the casting 
machine was arranged so that the molten copper was poured along the 
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entire length of the molds, there was no more trouble due to cracked 
wire bars. 


F. R. Pyne,* Chrome, N. J—Mr. Webster-has said that the copper 


made 25 to 30 years ago is more suitable to the manufacturer than the 
copper of today. This is undoubtedly true of certain kinds of copper for 
certain uses. In those days copper that received mechanical work was 
largely used for sheets, staybolts, etc.; at the present time, except that 
used for alloy purposes, copper is used largely for electrical purposes and is 
electrolytically refined, whereas 25 to 30 years ago it was furnace refined. 
The result is that manufacturers are now obtaining a metal that is prob- 
ably too pure for good mechanical work but is excellent for electrical 
purposes; the old copper, which bad silver, oxygen, and arsenic as a 
result of being furnace refined, is undoubtedly more satisfactory for 
mechanical work than the modern much purer material. 


W. R. Wesster.—Probably 90 per cent. of the copper made by the 
Bridgeport Copper Co. was turned into wire bars. Our conductivity 
possibly averaged 0.25 per cent. lower than the general run of refining 
today, but as far as these mechanical defects are concerned, the quality 
was much better. 


ArtTHuR L. WatKker.—When the Baltimore Copper Works was ship- 
ping large cakes, weighing from two to three tons, to the Russian Govern- 
ment for firebox purposes, some copper was condemned and a concession 
asked because it was too soft. It would not stand the wear due to attri- 
tion of the cinders against the firebox. The metal was too pure, so it 


was suggested that a small percentage of arsenic be added to increase 
the hardness. 
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A Peculiar Type of Intercrystalline Brittleness of Copper 


By Henry S. Rawpon,* Wasurneton, D. C., and S C. Lanapon,t Cuicaco, ILL 


(New York Meeting, February, 1920) 


Tue following note describing the behavior of copper under rather 
unusual conditions is offered for its’ suggestiveness rather than as a 
complete study of the question. The examinations described were made 
because of a request for information concerning the embrittlement of 
copper when heated in a molten salt bath (sodium chloride) for the pur- 
pose of cleaning, as well as softening it. It is well known that metals 
may be rendered very brittle by electrolytic action in aqueous solutions, 
in all probability by the action of nascent hydrogen, and it was suspected 
that perhaps the embrittlement of the copper by means of the molten 
salt was produced in a somewhat similar manner. 

It was found that the copper was in contact with iron (or steel) while 
immersed in the molten salt, through the occasional use of an iron stirring 
rod, iron forceps for handling the pieces, and an iron pot for containing 
the fused salt. In the electrochemical potential series iron and copper 
stand some distance apart, copper being electronegative to the iron. 
Assuming that the two metals bear a similar relation to each other, when 
immersed in a bath of molten salt, as they do in an aqueous solution, 
they would be expected to form a galvanic couple, the copper being the 
cathode. By this means the copper might be embrittled, as often happens 
in aqueous solutions, by the action of the liberated hydrogen. In this 
case, however, the embrittlement must be attributed to some other agent 
than hydrogen. 

To demonstrate how copper may be embrittled under these conditions, 
two small rods, one of copper and the other of mild steel, approxi- 
mately 3¢ in. (9.5 mm.) in diameter, were immersed in a bath of sodium 
chloride that had been heated somewhat above its fusion point (melting 
point of sodium chloride is 801° C.) and an electromotive force of approxi- 
mately 6 volts from a storage battery was impressed upon the system. 
The copper was made the cathode and the action was continued for 
several minutes. When removed from the bath, cooled, and tested for 
brittleness by bending the specimen back and forth, while clamped 
firmly at one end in a vise, the copper rod was found to be very brittle, 
as compared with a rod of the same length of the untreated copper tested 
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in the same manner. In asimilar set-up, the copper was made the anode 
of the electrolytic cell and tested for brittleness in the same manner. 


Fig. 1.—INITIAL CONDITION OF COPPER ROD. THE ROD WAS SECTIONED TRANS- 
VERSELY. ‘THE WHITE BAND IS THE LAYER OF NICKEL, WHICH WITH THE ELECTRO- 
LYTIC COPPER OUTSIDE IT WAS USED TO PROTECT THE EDGE OF THE SECTION DURING 
POLISHING. THE DARK SPOTS REPRESENT INCLUSION OF CUPROUS OXIDE. THE 
ETCHING FLUID WAS CONCENTRATED AMMONIUM HYDROXIDE AND HYDROGEN PER- 
oxIDE. XX 500. 


CELL. THE 
HIGH TEMPHRATURE INCREASED THE GRAIN SIZE CONSIDERABLY. THE EDGE OF THE 


SECTION OF THE ROD HAS ALSO BEEN SMOOTHED BY THE ETCHING ACTION OF THE FUSED 


SALT. ETCHING FLUID, CONCENTRATED AMMONIUM HYDROXIDE AND HYDROGEN PER- 
oxIpDE. X 500. 


In this case the copper proved to be as soft and tough as the original 
and to require practically the same number of bends to cause it to frac- 
ture. It showed no evidence of embrittlement. 
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“i Sections of the three rods were examined microscopically in the en- 
deavor to show the cause of the pronounced differences in mechanical 
properties due to the treatment. The specimens were first plated with 


Fie. 3.—CopPrpER USED AS CATHODE IN FUSED-SALT ELECTROLYTIC CELL, THE 
SPECIMEN HAS BEEN SLIGHTLY ETCHED WITH THE SAME REAGENT AS In Figs. 1 AND 2. 
A VERY MARKED INTERCRYSTALLINE ATTACK OF THE SURFACE METAL OCCURRED IN 
THE FUSED SALT BATH, BY WHICH THE GRAIN BOUNDARIES ARE VERY STRONGLY MARKED. 


THE SURFACE OF THE METAL WAS PROTECTED AS IN Fias. 1 AND 2. 

nickel after which a thick layer of copper was deposited electrolytically. 
This was done so that when the rods were cut and polished for microscopic 
examination, the edge would be protected and the structure of the surface 


metal could be examined readily up to the extreme edge. 
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The micrographs illustrate the structure of the material in the three 
conditions. Fig. 1 shows the copper of the rod used. Though not a 
hard-drawn rod, the final annealing was not sufficient to remove all 
evidence of distortion of structure due to cold work. The metal pitted | 
rather badly upon etching, due to inclusions of oxide; the surface of the 
rod appears rather rough at the magnification used (500) as compared 
with the same material after treatment in the fused salt. 

Fig. 2 shows the copper rod after it was used as the anode in the fused- 
salt electrolytic cell; the cathode was iron. The surface has been 
smoothed and cleaned so that the edge of the cross-section is an almost 
perfect are of a circle. The structure is that of annealed copper, all 
evidence of cold-working has been erased. The inclusions of cuprous oxide 
are still present but are uniformly distributed and the metal shows noth- 
ing in its structure suggestive of brittleness. 

Fig. 3 shows the copper rod after its use as the cathode. In (a) 
(100), a well-defined surface layer is to be seen, in which the crystal- 
line boundaries are very strongly defined; they are to be seen even before 
the metal is etched. In (b) is shown the lightly etched specimen at a 
higher magnification, the intercrystalline or boundary markings are of 
an appreciable width and are not merely separations between the grains. 
The cuprous oxide inclusions are also to be seen distributed much the 
same as in the other specimens. They do not appear as conspicuous in 
this specimen as in the others, since the metal was etched more lightly. 

The probable explanation of embrittlement of the copper when it is 
made the cathode is that an appreciable amount of metallic sodium is 
formed by the electrolysis, which immediately alloys with the copper. 
The most striking feature is the selective attack by which the metal of 
the grain boundaries is acted upon and the action progresses inwardly 
between the crystals instead of forming an alloy layer upon the outside 
of uniform thickness. The behavior of the specimen of Fig. 3, when 
subjected to the bend test, illustrates the effect of a relatively thin brittle 
skin upon the properties of a relatively larger piece. The structure of 
the interior of the specimen shows no evidence of brittleness any more 
than does that of the rod used as an anode, or the rod in its initial state. 
It may be assumed, therefore, that only a relatively very thin skin has 
been rendered brittle by the electrolytic action, the properties of the 
entire rod have, however, been very profoundly changed. 


Discussion of this paper begins on p. 458. 
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Intercrystalline Brittleness of Lead 


By Henry S. Rawpon,* Wasnineton, D. C. 
¥ 


(New York Meeting, February, 1920) 


THE RELATION between the course, or path, of the fracture of metals 
and alloys, produced in service or as a result of certain laboratory tests, 
and the crystalline units of which such materials are composed is of 
utmost importance. The fracture of normal material is, in general, 
intracrystalline, 7.e., it consists of a break across the grains rather than of 
a separation between them. An intercrystalline fracture indicates 
either that the metal is of very inferior quality or that the break oc- 
curred under very unusual conditions, e.g., at a very high temperature. 
The usual mechanical tests, when applied to metals of the type that 
breaks with an intercrystalline fracture, merely measure the coherence of 
adjacent grains for one another and reveal little as to the real properties 
of the metal itself. 

Even such a soft plastic substance as lead, under suitable conditions, 
may be rendered so weak and brittle that the metal can be easily crum- 
bled into powder by the fingers although the constituent grains have lost 
none of the intrinsic properties of lead. Various erroneous explanations 
of this behavior of lead have appeared in the scientific literature, the 
change being described usually as an allotropic one. The importance, in 
an industrial sense, of a proper explanation of. this type of the corrosion 
of lead justifies the description of the type of metal deterioration that 


follows. 
CorropEp LEAD SHEATHING 


In Figs. 1 and 2 are shown two typical specimens of corroded lead 
sheathing selected from materials submitted to the Bureau of Standards 
for examination. Fig. 1 shows a section of the sheathing of an aerial 
cable; Fig. 2, that of the lead covering of a subterranean feeder-line of an 
electric light system. In this case the deterioration had proceeded to a 
much greater extent than in the case shown in Fig. 1 so that certain por- 
tions of the metal could easily be crumbled into a coarse gray powder by 
the fingers. This was particularly true of those portions of the sheathing 
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where surface discoloration showed it to have been immersed in water. 
The surface appearance of the embrittled lead is shown in Fig. 3. The 
sheathing in such spots was so weak and brittle that it could be easily 
erumbled into a gray powder although the appearance of the original 
surface was but little changed. In Fig. 4(a) some of the particles of the 
embrittled lead are shown, many of which are of a definite crystalline 
form. Each particle, when tested on a glass plate with a small pestle, 


a. UNETCHED, SURFACE VIEW. X 3. b. SAME MATERIAL, ETCHED WITH CON- 
CENTRATED NITRIC ACID. X 3. 


Fig. 1.—INTERCRYSTALLINE BRITTLENESS IN COMMERCIAL LEAD. PART OF 
COVERING OF AERIAL CABLE; DETAILS OF SERVICE NOT REPORTED, OTHER THAN THAT 
IT OCCURRED IN A HOT CLIMATE. BREAK MAY HAVE BEEN RESULT OF COMBINED EFFECT 
OF STRESS AND CORROSION. 


showed that it was very malleable and, when cut, the characteristic 
color of lead was revealed. That the lead is still malleable was illustrated 
by rolling portions of the embrittled lead into thin strips. By suitable 
care the metal was rolled as thin as 0.008 in. (0.2 mm.); the metal tears 
badly, however, during the rolling, as shown in Fig. 4(b). Evidently the 
coherence of crystals comprising the lead sheathing for one another had 
been greatly weakened but the crystals themselves still retained the 
characteristic properties of lead. 

In Fig. 5 is shown the appearance of a cross-section of the sheathing. 
This was taken from a portion in which the metal was only partly embrit- 
tled. That the method of the corrosive attack is intercrystalline in its 
nature and that the action begins on the outer, or exposed, surface of the 
sheathing and proceeds inwardly, are very evident. 

A chemical analysis of the material showed that there was no essential 
difference between the corroded and the uncorroded parts and that the 
lead contained a considerable amount of tin. A determination of the 
melting point of the material confirmed the indications of the chemical 
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Fic. 2.CorRODED LEAD-CABLE SHEATHING. PORTION OF EMBRITTLED CABLE 
SHEATHING WAS FLATTENED OUT. PHOTOGRAPH SHOWS EXTERIOR OF SHEATH; SURFACE 
HAS BEEN BROKEN UP BY A NETWORK OF ‘ALLIGATOR CRACKS.” THE METAL CAN 
BE EASILY CRUMBLED WITH THE FINGERS. }% NATURAL SIZE. 


Fig. 3.—CoRRODED LEAD-CABLE SHEATHING. SMALL GRANULAR SPOT IN Eres 2 


IS HERE SHOWN AT A HIGHER MAGNIFICATION. RovuGH CRYSTALLINE APPEARANCE OF 
THE METAL IS VERY EVIDENT. X 8. 


analysis that the embrittled parts of the lead are essentially the same as 
the unattacked parts. These data are summarized in Table 1. 


TapLE 1.—Composition and M elting Point of Embrittled Lead 


EMBRITTLED PORTION | UNATTACKED PORTION 
fin, per cent:..2.2--*----:| 1,09 1.06 
Lead, per cent....------+-:| 98.3 98.28 
Melting point, degrees C...-| 325.4 | 325.6 


ee ars oes 
The melting point of pure lead is 327-4° C..(621'3° F.). 
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(0) 

Fia. 4.—CoRRODED LEAD-CABLE SHEATHING. (a) THE CORRODED METAL CAN 
BE EASILY CRUMBLED INTO SMALL GRAINS AS SHOWN. MANY OF THE GRAINS SHOW 
DEFINITE CRYSTALLINE FACES. X 8. 

(b) GRAINS COMPOSING EMBRITTLED LEAD ARE STILL MALLEABLE. PIECES CAN 
BE ROLLED INTO THIN SHEETS IF CARE IS TAKEN. STRIPS TEAR BADLY IN ROLLING, 
HOWEVER. ABOVE STRIP WAS REDUCED FROM 0.12 TO 0.00S IN. IN THICKNESS. XX 1 


Fig. 5.—CorRODED LEAD SHEATHING. CROSS-SECTION THROUGH PORTION OF 


MATERIAL OF Fig. 2, WHICH WAS ONLY PARTLY EMBRITTLED. ACTION BEGINS AT|OUT- 
UNS INTERCRYSTALLINE METAL IS FIRST ATTACKED. SPECIMEN IS UNETCHED. 
x 50. 
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THE ALLOTROPISM OF LEAD 


An allotropic form of lead similar in its properties to the well-known 
gray-tin has been described by Heller;! Creighton? has described an 
entirely different method by which this gray-lead appeared to be pro- 
duced. In brief, Heller’s method consisted in the immersion of bright 
sheets of lead in solutions of lead acetate which contained appreciable 
amounts of nitric acid. The transition wag stated to have begun at the 
end of two days and to have been complete in about three weeks. The 
lead lost its original strength and ductility and disintegrated into particles, 
gray to gray-black in color, which could be pressed easily between the fin- 
gers into a pulverulent mass. The change was stated to occur to a very 
slight extent in lead immersed in solutions of pure lead acetate. The 
addition of a small amount of nitric acid, however, increased the rate of 
change very markedly. Lead solutions other than that of the acetate 
were found to permit the change to occur, but a small amount of nitric 
acid appeared to be necessary in every case. The inoculation of pure 
sheet lead with some of the “gray’’ form did not lead to any detectable 
change in the inoculated specimen. The lead used throughout the 
experiments was described as not containing ‘other metals in amounts 
worth mentioning. Neither silver nor tin was present and a trace, only, 
of iron was found.” 

The method described by Creighton consisted in the electrolysis of 
lead in nitric acid (sp. gr. 1.42), the lead being the cathode. The cathode 
was described as having increased slightly in volume and having lost its 
former malleability and firmness. The lower portion was found to have 
been completely changed. Small particles could easily be detached which 
could be rubbed into a fine powder or pressed together into a soft mass. 
Cohen and Helderman*? have noted changes in the density of clean 
lead filings immersed for about three weeks in a lead acetate solution and 
have interpreted the density changes as evidence of an allotropic change 
occurring within the lead. An immersion of three weeks caused an 
increase in density from 11.322 to 11.342. Heating the lead after 
+mmersion has the effect of slightly lowering the density. These changes 
are, however, very much less in magnitude than those described by Heller 


and by Creighton. 


EXPERIMENTAL EMBRITTLEMENT OF LEAD 


The methods described by Heller and Creighton by which the allo- 
tropic forms of lead may be produced were tested out for the purpose of 


1 Hans Heller: Zeit. phys. Chem. (1915) 89, 761. 
2H. J. M. Creighton: Jnl. Am. Chem. Soc. (1915) 37, 2064. 
3. Cohen and W. D. Helderman: Verslag K. Akad. Wetenschappen (1914) 23, 


754-61. 
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comparison of the granular lead which may result from corrosion during 
service with the allotropic form. 

In the description of the method given by Heller, lead-acetate solu- 
tions were used for most of the immersions, as was also done by Cohen 
and Helderman. In the preliminary trials, a solution similar to that 
described by Heller was used; water, 1000 cu. em.; lead acetate, 400 gm.; 
nitric acid (sp. gr. 1.16), 100 cu. cm. In most of the experiments, 
however, normal solutions of neutral lead acetate were used and the con- 
centration of nitric acid was varied in different tests from 0.5N to 2N. 
Two types of lead were used; a commercial lead of ordinary grade, and 
one pure lead of exceptionally high purity. The composition of the 
two grades is given in Table 2. 


TaBLe 2.—Composition of Lead Used* 


Commercial High-grade Commercial High-grade 
Lead, Per Cent. |Lead, Per Cent.+ Lead, Per Cent. Lead, Per Cent.t 
Antimony... ) 0.07 | 0.003 TANCee ewe Not detected Not detected 
ron ies 0: 02% tee ekO OU Bisnnathiciiees See Not detected 
AMT SNe asec 0.14 | Not detected | Silver...... Yc ee Meee Not detected 
Copper..... Not detected Not detected | Lead....... 99.72 | 99.993 
Nickel aaeeee Not detected Not detected (by difference) 


ee 


* The author is indebted to Mr. J. A. Scherrer of the Bureau of Standards for these 
analyses as well as for the succeeding one. 
+ The analysis was carried out upon a sample of 100 g. 


In the series of tests described below, thin sheets of pure lead 2 cm. 
by 4 em. by 1.5 mm. were immersed in the different solutions for 24 
days. Before use, the lead was annealed for approximately 3 hr. at 
200° C. after it had been rolled into sheets to relieve any internal stresses, 
set up by the cold rolling of the material, that might influence the be- 
havior of the lead when immersed in the electrolyte. 

The following solutions were used, the specimens were suspended 
vertically by a silk thread, so as to be exposed to the solution on all 
sides. 


No. 1. N lead acetate, 2N nitric acid 
No. 2. N lead acetate, 1.6N nitric acid 
No. 3. N lead acetate, 0.8N nitric acid 
No. 4. N lead acetate, 0.5N nitric acid 
No. 5. WN lead acetate, no nitric acid 
No. 6. N lead acetate, 1.6N nitric acid 


Commercial sheet was immersed in solution No. 6, pure lead in each of 
the others; 50 cu. cm. of solution was used for each specimen. In all 
cases in which nitric acid was used a slight evolution of gas occurred, 


_ 
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particularly in the first part of the test period. This was identified as 
nitric oxide. The evolution of the gas from the pure lead immersed in 
solution No. 2 was at the approximate rate of 20 cu. em. in24hr. When 
the commercial lead was immersed, the evolution was considerably faster. 
With solutions containing less nitric acid, the evolution of gas was pro- 
gressively less as the concentration of the acid was decreased. It could 


Fic. 6.—LEAD IMMERSED IN NITRIC-ACID SOLUTIONS OF LEAD ACETATE FOR 24 
DAYS. SPECIMEN 1, PURE LEAD IMMERSED IN N SOLUTION OF LEAD ACETATE 2 N NITRIC 


ACID. 
SpECIMEN 2, PURE LEAD IMMERSED IN N SOLUTION OF LEAD ACETATE 1.6 N NITRIC 


ACID. 
SpECIMEN 3, PURE LEAD IMMERSED IN N soLUTION OF LEAD ACETATE 0,8N NITRIC 


ACID. 
SPECIMEN 4, PURE LEAD IMMERSED IN N SOLUTION OF LEAD ACETATE 0.5 NNITRIC 


ACID. 
SPECIMEN ay PURE LEAD IMMERSED IN N SOLUTION OF LEAD ACETATE. 


SpEcIMEN 6, COMMERCIAL LEAD IMMERSED IN N SOLUTION OF LEAD ACETATE 1.6N 


NITRIC ACID. 
ALL ARE SLIGHTLY LARGER THAN NATURAL SIZE, 


hardly be detected in the 0.5N nitric-acid solution and none whatever 
was observed in the solution of lead acetate to which no acid had been 
added. 

A slight deposit or sludge formed in the bottom of the flask as the 
action of the solution upon the lead proceeded. In the cases where pure 
lead was used, the amount was very small and increased in amount as 
the concentration of acid increased. In the case of the commercial lead 


you. LXIv.— 29. 
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the deterioration was more rapid and a relatively Jarge amount of sludge 
formed. Pure lead immersed in solution No. 2 gave 0.02 gm. deposit 
after 5 days (of 24 hr. each) immersion while commercial lead in the 


Fig. 7,—EMBRITTLED COMMERCIAL-LEAD SHEATHING. STRIP oF COMMERCIAL 
LEAD WAS IMMERSED IN A SOLUTION OF 1000 cU. cM. waTER, 400 GM. LEAD ACETATE 
AND 100 CU. CM. CONCENTRATED NITRIC ACID FOUR Days (96 HOURS): 

(a) SURFACE VIEW OF SPECIMEN.  X 8, ? 

Y Ne CRYSTALS WHICH BECAME DETACHED AND FORMED SLUDGE ON BOTTOM OF FLASK 


(c) CRYSTALS SIMILAR TO THOSE OF (b) THAT HAVE BEEN FLATTENED. 


Cryst 
STILL SHOW CHARACTERISTIC PROPERTIES.OF LEAD, X 8, oe 


same solution produced 0.52 gm. in the same time. The sludge produced 
from the commercial lead contained some rather large particles similar 
to those shown in Fig. 4(a), which were malleable and could be flattened 
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out on a sheet of glass, see Fig. 7, b and c. The solution continued to 
act upon these particles, as was indicated by the evolution of the gas, 


Fic. 8.—INTERCRYSTALLINE BRITTLENESS INDUCED IN PURE LEAD BY IMMERSION 


IN NITRO-ACID SOLUTION OF LEAD ACETATE. 
(a) SPECIMEN 2, Fia. 6. 
(b) SpEcIMEN 3, Fie. 6. 
(c) SPECIMEN 4, Fic. 6. 
(d) SpecIMEN 5. Fie. 6. 
ALL HAVE BEEN BENT AT AN AN 
CRYSTALLINE WEAKNESS. 


a gray flocculent powder remained. The sludge formed 
of a flocculent nature and gray in color. This 


GLE OF APPROXIMATELY 150° TO REVEAL INTER- 


and finally only 
from the pure lead was 
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is evidently an oxidation product. It is well known that bright lead 
soon changes its color in water solution by oxidation, particularly if a 
trace of acid is present.* 


(a) (b) 

Fic. 9.—PuRE LEAD SHOWING INTERCRYSTALLINE EMBRITTLEMENT. SHEET OF 
PURE LEAD WAS IMMERSED IN A SOLUTION OF N LEAD ACETATE, AND 0.5N NITRIC ACID, 
FoR 10 DAys. 

(a) SURFACE VIEW OF SPECIMEN AFTER RUBBING TO REMOVE SLIGHT “BLOOM” 
OR DEPOSIT; UNETCHED. XX 165. 

(b) SAME SPECIMEN AFTER BENDING THROUGH 150°. FissURES REVEALED ARE 
TRULY INTERCRYSTALLINE. X 15. 


Fic. 10.—PurRE LEAD SHOWING INTERCRYSTALLINE EMBRITTLEMENT, A SHEET 
OF PURE LEAD WAS IMMERSED IN A SOLUTION OF N LEAD ACETATE AND 1.6N NITRIC 
ACID FOR 12 Days. 

(a) SPECIMEN AFTER A FEW MINUTES’ IMMERSION. 8. 

(b) SAME SPECIMEN AFTER 12 DAYS’ IMMERSION. AREA SHOWN IS NOT THE SAME 


ss ee OF (a). CONSPICUOUS FISSURES HAVE FORMED AROUND MOST CRYSTALS. 
oO. 


The solutions in which the lead specimens were immersed gradually 
turned from colorless to a lemon color, the intensity of the color being 
proportional to the concentration of the acid initially present. At the 
end of the 24-day period during which the specimens were under obser- 


*W. Vaubel: Zeit. angew. Chem. (1912) 25, 2300. 
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vation, it was a simple matter to place the solutions in correct order 
with respect to the initial acid concentration by the color of the liquid; 
no change of color could be detected in the simple lead-acetate solution. 
The appearance of the specimens at the end of the 24-day immersion 
is shown in Fig. 6. The specimens that were in the solutions of the great- 
est acid concentration were very much roughened and embrittled; those 
in the solutions of less acid concentration merely showed evidence of etch- 
ing on the surface by which the crystalline Structure was revealed. In 
some cases (Nos. 3 and 4), the action had been somewhat greater at the 
sharp corners and edges so that a rough crystalline appearance was 
produced at such points. : 

With specimen No. 4 (immersed in 0.5N acid), a very faint etch- 
pattern on one side of the sheet only was observed, the remainder still 
showed the marks due to rolling. The specimen immersed in the solu- 
tion of lead acetate containing no acid showed no evidence of etching; 
the surface here, as in the other cases, was covered with a slight gray 
“bloom” which could be easily wiped off. Slight traces of ‘‘lead trees”’ 
at the sharp corners of the specimens were noted in one case of immersion 
in lead acetate. 

The behavior of the different sheets, when bent sharply, indi- 
cates clearly that a more profound change occurred in the material 
than was indicated by the appearance of the surface. This is shown in 
Fig. 8. In each case, including those specimens, the surface appearance 
of which appeared to be suggestive of no appreciable change, the metal 
cracked and revealed a series of intercrystalline breaks, thus indicating 
that an intercrystalline brittleness of the lead had resulted from the action 
of the electrolyte. These intercrystalline breaks are best revealed in 
specimens immersed in lead-acetate solutions containing little or no acid. 
In the solutions of higher acid concentration, the attack of the metal 
along the crystalline boundaries is great enough so that the specimen 1s 
merely roughened. The preferential attack of lead along the crystalline 
boundaries during immersion in a solution of N lead acetate and 0.5N 
nitric acid for 10 days is shown in Fig. 9. The surface has the appearance 
of being very slightly etched; upon bending, however, wide fissures formed 
between the crystals parallel to the direction of bending. The more rapid 
attack along the crystal boundaries of metal immersed in solutions of 
high-acid concentration is shown in Fig. 10. The lead was immersed for 
12 days in a solution of N lead acetate and 1.6N nitric acid. The results 
of the immersion of the lead in lead-acetate solutions are summarized 
in Table 3. 

A number of attempts were made to produce the spongy lead, noted 
by Creighton, by means of electrolysis in concentrated nitric acid (sp. 
gr, 1.42). The lead used was the high-grade material listed in Table 2. 
This was made the cathode of the electrolytic cell, platinum foil being the 


INTERCRYSTALLINE BRITTLENESS OF LEAD 


454 


'S “BIT 900 4 9 “BLT 999 g “UOlYIsOdu0d IOJ Z 9IGVT, 99g » 
a er i ee ew ee 
| oapnys JO WI0j OY} Ul | 
: | SBN JT JO JSOJAT “9 J0T ‘aApNys 03 | UOTSIOWI UIT 19498 “UTOT 
a10M uoTUTeds OY} JO | -uT poywaFoquISsIp puy | IT uvyy sso, uTyZIM | 
| SjudMsVay Moy B ATUG | UdUITOAdS oY} Jo yso]V ‘TON oyL] | poranooo sorqqng NO'T [Bloreuw0pH | 9 
“Bunyoqo | 
*pouedo saans | JO dOUdpPTAD OU ‘voUy | | 
“SY OUT][BJSAIOIOZUI ouT -INS UO WOOT BYsTS ‘OUON *S89[10[OD) | ‘poqooqjap satqqnq ON | auoN oind £19 A g 
“O[QISIA SBul *peqooqyap oq “AT[BUOIS 
pouodo oJoM (-YABUT YO99 YuTBy ‘90v} |asnf pynoo MorjaA | -"090 uses salqqnq | 
SYOVIO OUT][eSAIOIZUT OUT | -—INS UO WOOT 4YAYS ‘OUON JO oFul, 4YSTS Y | poyejost [[wurs AoA | NS‘0 aimd AoA v 
*pouoysno1 | | 
yonut alam sazdpa 
pus’ siousoo oy, | 
‘eINjoONIGSs oul[[ey | “UOISIOUI UIT 6INOY 
*poeuodo soinssy | -S{10 MOYs 0} yANOUD ‘syoods [eisaes 19zj8 sal[q 
aUI[RISAIO10JUT APIA JIOYg | peyo}a SBM oOBJING | poyRjosI Moy B ATUG | ‘MO[J[OA UOUID] FYSIT | -qnq suy AWA Mol VW | N8‘0 oind A190 A £ 
‘peulloy | ‘apis YoBVe uO poulsOy — ‘(sABp G ul “‘SoyNUlu MOj B UIAIM | 
syouio snonuijguo0o daaq |1aAv] Op}}11q B ‘YsNOY (“3B ZOO) Psodep yysYg) MO|[aA uoWsy| wedde sajqqnq sully | NOQ‘T aind A1a A a 
| *poqe1Zo4Uul | 
-sIp p®y uswtoods | | 
jo yyjg-ouo0 4ynoqe “‘SoJNUIUI MOJ B UTYAIM | 
*“Sutpueq uodn oyouq AlIseq ‘ysnod Ara | ‘y1sodep e[qeiepisuoy | ‘Moh uoULa] davq | avadde sarqqnq out NZ | oand A19A I 
} | | 
: | ayeqaoy pBay 
| jo uoTyNjOS N | 
Zuipusg uodn so1avya aoRjIN O 10}0B1B espn o4junOoUuUIy | UWOTJNTOS jo 107;O | sv 0 UOTINIOAG ut BIO, PEN opvaT | ‘o 
esulpusg TACYIG | q@IBJINS J q PDIS J V TYNTOS J ey | DJ NOAA JO 0}B1}UB0U0D joodsy | N 
| aE Lee, 
| | ‘morynjos 
UO LOW J ShOG-F% Jay fp pvaT uodn aDIOIV pvaT fo UOUNjOY PVID-ILA]L AT fo pall y—e ATV T, 


HENRY S. RAWDON 455 


Fig. 11.—PURE LEAD USED AS CATHODE IN ELECTROLYSIS OF CONCENTRATED 


NITRIC ACID. 
(a) SURFACE VIEW OF LEAD CATHODE AFTER 12 HOURS’ TREATMENT, PORTIONS OF 


SPECIMEN SHOWED A DISTINCT INTERCRYSTALLINE ATTACK. X 9. 
(b) SAME MATERIAL AS (a). INTERCRYSTALLINE NATURE OF ATTACK IS VERY 


EVIDENT HERE. X 50. 
(c) SAME MATERIAL AFTER 36 HOURS’ TREATMENT. NATURE OF SURFACE SUG- 
GESTS THAT CRYSTALS ARE BODILY DISSOLVED AFTER INTERCRYSTALLINE ATTACK HAS 


STARTED. X 4. 
(d) SAME MATERIAL AS (c), BENT AT AN ANGLE OF 180° C. Merrat HAs NOT 
BEEN EMBRITTLED BY ELECTROLYTIC ACTION TO ANY APPRECIABLE EXTENT. 4, 
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anode. The lead electrode was approximately 4 em. by 1 em. by 3 mm., 
a current of 2 amp. was used in most cases, although in some this was 
increased up to 3 amp. In most cases 50 cu. cm. of electrolyte was used. 

A copious evolution of gas occurred at the platinum anode when the 
circuit was closed; this was a colorless gas but turned brown when air was 
admitted into a tube of it, Evidently it was nitric oxide. A fine stream 
of minute gas bubbles was also to be seenrising from thelead cathode. This 
gas, apparently, dissolves in the concentrated acid. Attempts were made to 
collect it in a test tube filled with concentrated nitric acid inverted over 
the cathode. No gas was collected, however, until the action had con- 
tinued for more than 48 hr. and the color of the acid within the inverted 
tube had changed to a dark green. The gas, as collected, was dark brown 
in color and evidently was nitrogen peroxide. A white crystalline sub- 
stance formed on the lead cathode, lead nitrate; this substance is rather 
insoluble in the concentrated nitric acid and collected as a heavy deposit 
on the cathode and on the bottom of the flask under this electrode. 

When the action was allowed to continue for some time (24 hr.), 
a black gritty deposit formed upon the platinum electrode. This de- 
posit usually formed after the solution had become rather warm and had 
evaporated considerably. This was the only substance formed that 
might be mistaken for anallotropic form of lead. In one ease, when the 
solution evaporated to a very small volume, some of this black deposit 
was found on the lead cathode as well as on the platinum anode. All 
attempts to reproduce this condition, however, failed. 

Chemical analysis showed that the black anode deposit was an oxide 
of lead. An oxygen content of 12.95 per cent. was found pure; lead per- 
oxide, PbOs, contains 13.35 per cent. oxygen. It is evident that the 
electrolysis of concentrated nitric acid is complicated by several secondary 
reactions. The production of nitrogen peroxide at the lead cathode and 
the lead peroxide at the anode are instances. Examination of the lead 
cathodes after the action was completed failed to show any pronounced 
embrittlement of the lead. Examination at intervals during the prog- 
ress of the action showed that the attack of the metal often was inter- 
crystalline in its nature. This is illustrated in Fig. 11, which shows the 
surface of the lead cathode at two different stages. The more rapid 
attack along the crystal boundaries is very evident. That the lead has 
not been rendered brittle by the electrolytic action is evident upon sharply 
bending the sheet, as in (a). 


EXPLANATION oF REsuULTS 


Most of the impurities that occur in lead are insoluble in the metal. 
This is true particularly of copper, zinc, iron, nickel, aluminum, and co- 
balt, which are only slightly miscible even when both metals are in the 
liquid state. Such impurities, after solidification, will be lodged between 
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the grains of thelead. Tin, antimony, and silver are completely miscible 
in lead in the molten state, but almost entirely insoluble in the solid state, 
with the exception of tin. Each of these three elements forms a eutectic 

Sa with lead. These, too, will occur between the grains of the metallic 
ead. 

The difference in solubility of these impurities and of the pure lead 
comprising the interior of the crystal accounts largely for the disintegra- 
tion: of the metal by intercrystalline embrittlement when immersed in a 
weak acid solution. The greater rate of disintegration of the commercial 
lead, as compared with the pure lead, is due to the larger amount of 
these intererystalline impurities. The greater solubility of the inter- 
crystalline film of the lead-tin eutectic which must exist in the metal 
of corroded cable sheath (Fig. 2) as compared with that of the lead 
itself accounts for the rapid disintegration of this material when im- 
mersed in a solution consisting of substances leached out of the 
surrounding concrete. 

It is to be concluded from the results of the experiments made that the 
so-called allotropic, or gray, lead described by Heller represented only a 
granular condition of the ordinary form of lead, the granulation having 
been brought about by the action of the electrolyte used, primarily the 
nitric acid, upon the intercrystalline impurities. No evidence of allo- 
tropy could be obtained in the experiments upon very pure lead carried 
out in the manner described by Heller, although unmistakable evidence 
of intercrystalline brittleness was secured. The attack of the intercrys- 
talline metal in the high-grade lead by solutions of neutral lead acetate 
is in all probability to be partly ascribed to the difference in the electro- 

‘lytic solution potential of the amor phous intererystalline cement as com- 

pared with the metal of theinterior. To this is to be added the effect of 
the slight intercrystalline impurities. The precipitation of lead from the 
solution in the form of “lead trees” in such experiments may be 
taken as one line of evidence. The change in density of lead specimens 
immersed in lead-acetate solutions, noted by Cohen and Heldeman, may 
be ascribed to an accompanying oxidation along the grain boundaries, 
such as readily occurs in water or weak aqueous solutions on freshly 
exposed surfaces of lead. This explanation does not completely account 
for all the changes in density noted, however. No evidence of embrittle- 
ment by means of electrolysis could be obtained, nor was any product 
formed, other than a deposit of lead peroxide upon the anode, which 
might be mistaken for an allotropic form of lead. It is to be concluded 
that the forms previously described as allotropic lead were only a granular 
condition of the ordinary form brought about by intercrystalline em- 
brittlement, accompanied perhaps by slight oxidation. 
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SUMMARY 


1. A type of deterioration of lead that renders the metal weak, brittle 
and capable of being crumbled easily into grains is described. The 
deterioration occurs as a result of corrosion during service; the attack of 
the metal is localized along the crystal boundaries and the brittleness 
produced is truly intercrystalline in its nature. 

2. Practically all of the commonly occurring impurities in lead are 
insoluble in the solid state and are to be found lodged between the grains 
of thelead. The intercrystalline brittleness is due largely to the behavior 
of these impurities when the metal is immersed in an electrolyte. 

3. Specimens of very pure lead were treated in the manner described 
by previous investigators for the production of the allotropic form of 
lead. No evidence was obtained to justify the claim that lead may exist 
in an allotropic state analogous to the well-known gray tin. 

4. The forms of lead previously described in the scientific literature as 
allotropic states appear to be due to an intercrystalline attack by the 
electrolyte, immersion in which was necessary to bring about the allo- 
tropic change. The rate at which the so-called allotropic transformation 
occurs is largely a function of the purity of the lead and the acidity of the 
electrolyte in which the metal is immersed. 

The author wishes to acknowledge the very efficient help of Mr. J. F. 
T. Berliner in the many examinations necessary in the course of the 
investigation. 


DISCUSSION 
(Includes also the paper by Messrs. Rawdon and Langdon, p. 439) 


J. W. Ricuarps,* Bethlehem, Pa.—I am greatly interested in the 
electrolytic features of the attack on the lead, and the conclusions are 
apparently unimpeachable. One phenomenon that occurs when lead 
is used as a cathode, however, is not mentioned, though it may have 
some relation to this problem. When lead is used asa cathode witha high 
current density in alkaline solution, there is an extremely fine dusting of 
lead; this dusting is usually ascribed to the formation of a lead-sodium 
alloy on the surface of the lead, the attack of which by the solution 
gives molecularly divided lead. The lead is so finely divided that it 
forms a liquid that looks like ink; it takes about half a day to settle. 

T made use of this phenomenon in assaying sea-water for gold. This 
fine lead dust absorbs the gold and silver in the sea-water, which can 
later be filtered out. The lead is then assayed to get the silver and gold, 
so as to determine the amount that is in the liquid used. In that way, 
I have determined the amount of silver and gold in 1 ¢.c. of sea-water, 


* Professor of Metallurgy, Lehigh University. 
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but found that this method of recovering the metals would cost just 


about the value of the gold and silver obtained. 
The explanation that the material between the crystals, the eutectic, 
is attacked is, from the electrochemical standpoint, very plain. It is 
undoubtedly true that the purer metal is less attackable than the eutectic 
between the crystals, so that local circuits are formed which precipitate 
little crystals of lead upon the metallic crystals. 


* 

Zay Jerrries,* Cleveland, Ohio.—In England, recently, considerable 
attention has been given to the study of intercrystalline brittleness in 
lead and other metals, especially brass, particularly by Rosenhain, 
Archbutt, Hanson, and Hatfield. Rosenhain and Archbutt have ex- 
plained season cracking in ordinary rolled brass, which is known to be 
an intercrystalline failure, by the assumption that the intercrystalline 
material is amorphous and that its rate of deformation with an applied 
load is entirely different from that of the crystalline material. They have 
also obtained the same results with lead of great purity. In other 
words, according to their theories, lead does not have to be impure to 
show this intercrystalline brittleness. The explanation accords with the 
amorphous theory very nicely; the amorphous phase of lead is viscous, 
it deforms slowly with load; the crystalline phase is not viscous and 
does not deform permanently until a certain load is applied, when it 
deforms quickly to a certain predetermined amount, according to the 
load,’ and then its deformation ceases. The amorphous metal is like 
pitch; it deforms gradually and eventually breaks. They report the 
same thing in connection with boiler plate under stress at a temperature 
of 200° to 400° C.; they find that the long exposure to load produces inter- 
crystalline brittleness. 

Intercrystalline brittleness may, however, be due to many things. 
Doctor Merica’s paper some years ago showed that the beta phase at 
the grain boundaries in alpha-beta brass produced intercrystalline brittle- 
ness probably because of a difference in coefficient of expansion. The 
intercrystalline brittleness of tungsten may be due to the difference in 
coefficient of expansion of the amorphous and crystalline phases alone. 
The intercrystalline brittleness due to brittle eutectics, such as bismuth 
and gold, is well known. 

There is also intercrystalline brittleness due to the difference in 
specific properties of the amorphous and crystalline phases, which is 
usually found at relatively high temperatures in any metal. For ex- 
ample, we will get intercrystalline brittleness in iron, at a temperature of 
yellow heat, with long application of the load. We get intercrystalline 
fracture of copper at high temperature; in fact, nearly all of the metals, 
if loaded slowly, at high temperatures will break at the grain boundaries. 
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This type of intercrystalline fracture is supposedly due to the soft amor- 
phous phase, which simply pulls apart and leaves the crystals intact. 
On the other hand, tungsten will break at the grain boundaries at very 
high temperatures; on cooling to an intermediate temperature, it will 
break through the grains; and at room temperature, it will again break 
in the grain boundaries. It is thus seen that there is no one cause for 
intercrystalline fracture; it behooves us to find the particular reasons 
for a given case. 


G. H. Cuamer,* Philadelphia, Pa.—A certain phenomenon has been 
puzzling the scientific heads of our railroads for a great many years, 
namely, the linings of car bearings after a period of service start cracking. 
The reason for such cracking has usually been attributed to the impurity 
content. 

Car-journal bearing linings, in the earlier days, were made of pure 
lead but in recent years the lead has been hardened with tin and anti- 
mony. The pure lead linings cracked as well as those made from the 
antimony, tin, and lead alloys, although not to the same extent numeri- 
cally. No satisfactory explanation has been made to account for the 
cracking of the pure lead linings. 

In such service, there are compressive strains and elevated tempera- 
tures, which might become excessive if the oil film is interfered with. 
As the lining is supported by tinning to the back, in the absence of an 
oil film, under the rolling action a tensile strain may be submitted to the 
lining. The linings crack, become loose, and fall out; hot boxes result, 
giving annoyance to the passengers and expense of operation. 


F, A. Hatt, Philadelphia, Pa.—The Wright-Martin Aircraft Corpn. 
had considerable trouble with the connecting-rod bearings, which con- 
sisted of a bronze shell with a babbitt lining containing 92 parts tin, 4 
parts copper, and 4 parts antimony. These bearings failed in a similar 
manner to those described by Mr. Clamer. An investigation was being 
made when the Armistice was signed. A microscopic investigation re- 
vealed that the cracking of these babbitt linings was between the crystals ; 
although at that time we did not attach any particular importance to 
this fact, as we were looking for impurities in the nature of included 
oxides. The Liberty engine had similar difficulties, and in so far as I 

have been able to learn, no real solution has been found for this trouble. 
It would seem that these failures are due to similar causes and each par- 
ticular case is only a question of degree and not of kind. 


J. W. Ricuarps.—The fundamental reason for some of these dif- 
ficulties may be explained from the electrochemical standpoint. Place 
in an electrolyte two plates of different metal connected with a wire; 
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there is at once evidence that one is being attacked and that the other 
is not. The one being attacked acts as an anode and the other acts as a 


~ -eathode. The current will run through the wire in one direction and 


through the electrolyte in the opposite direction. If the two plates are 
placed in contact with each other they are short-circuited; but one still 
acts as the anode and the other as the cathode. The current engendered, 
however, instead of going through the wire passes across the junction and 
the self-generated current passes through the solution. 

Suppose that one of these plates is impure metal and that in it is 
a grain of pure lead. I have in mind the Pattinson process of concen- 
trating pure lead crystals out of the lead-silver alloy, you are all familiar 
with that. When a solution containing lead and silver, let us say, 1s 
cooled, the pure lead crystals separate out, being less fusible than the 
eutectic, and then the eutectic solidifies, forming the mass between the 
grains of the lead. . 

If a grain of pure metal, like lead, is surrounded by some inter- 
crystalline material, you have exactly these conditions: The pure lead 
is the cathode; the intercrystalline material, or the lead alloy, is the 
anode; and the current passes through the solution from the anode to the 
cathode. Every crystal of pure lead acts as a cathode and every bit of 
impurity acts as an anode. The local circuits take place through the 
electrolyte and the return current passes through this junction, where 
the particles are in metallic contact with each other. It is only where 
the metal is absolutely one thing and there is no heterogeneity that it is 
possible to avoid this local action; as soon as there is a differentiation, 
one material acts as the anode and another as the cathode. 

Any particular case of corrosion might be investigated in the laboratory 
by using as one plate the very purest lead, or other metal, and as the 
other plate some of the alloys of definite composition, and measuring the 
voltage between them. The potential generated between the two would 
give an actual proof of the currents that must exist, in these local circuits, 
between the impurities and the crystals of pure metal. Alloys might 
be found that act as the cathode with the lead as anode, but in these 
cases the alloy will act as the anode and the pure crystals as the cathode, 
the pure metal being generally less attackable than the alloys. 


T. D. YensEn,* Pittsburgh, Pa.—Norman B. Pilling> has found 
that brittleness in slightly oxidized copper may be due to hydrogen, 
on account of the ease with which hydrogen diffuses through the copper 
at high temperatures, and the difficulty with which the resulting water 


vapor diffuses out. 
Mr. Rawdon calls especial attention to the fact that the copper was 


slightly oxidized. Is it not possible that there may be some connection 
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between the brittleness found by Mr. Rawdon and that found by Mr. 
Pilling in his investigation? 


J. W. Ricuarps.—Might I suggest that copper that has dissolved 
hydrogen, let us say, is another illustration of the same principle which 
I have explained; namely, that the copper hydrogen forms a eutectic; 
that as the mass sets, pure copper crystals will solidify from the eutectic 
at higher temperature than the copper-hydrogen eutectic. We all know 
the great chemical activity of the metal hydrogen couples. It is the 
basis of the use of nickel as a catalyzer in the hydrogenation of oil. 
Hydrogen thus dissolved in metal is far more active than free hydrogen; 
and therefore the copper-hydrogen eutectic would be chemically much 
more active than the pure copper crystals and might set up this 
disintegrating force. 


F. L. Anrisety,* Perth Amboy, N. J —We have done some work 
along the lines outlined by Professor Richards and find that galvanic 
action will be established between electrodes of similar metal but dis- 
similar size. The physical state of the electrodes and their manipula- 
tion affect the value of the potential and polarity but do not change the 
fundamental phenomena when the electrodes are substantially different 
in size and with a given electrolyte. 

If two copper electrodes, one having one-fourth the area of the other, 
are immersed in a dilute sulfuric-acid solution, the voltmeter will indi- 
cate a potential of, say, 30 millivolts. The smaller electrode will act as 
the cathode and the larger will act as the anode. If a copper-sulfate 
electrolyte is used, the polarity will be reversed, the larger electrode 
acting as the cathode and the smaller as the anode. The electromotive 
force is due to their dissimilar sizes and the polarity and potential are 
governed by the character of the electrolyte. The millivolt readings vary 
with the concentration of the sulfuric-acid and copper-sulfate solutions 
and, when plotted, give a curve showing positive and negative readings, 
the electrodes being kept the same. 

If this curve is plotted on a four quadrant diagram, the upper ordi- 
nates represent the percentage of acid, and the lower ordinates the per- 
centage of copper sulfate, the readings on the abscissa being positive to 
the right and negative to the left, the curve will run from the first 
quadrant through zero and into the third quadrant. With mixtures of 
sulfuric acid and copper sulfate, both negative and positive readings are 
obtained, depending on the concentration of the constituents. There is 
one combination at which zero potential exists; this, however, could not 
be obtained experimentally but only by drawing a smooth curve through 
the other points on the curve. 
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This indicates that there are, probably, some eutectics corresponding 
to solutions giving high millivolt readings and some that approach the 
zero-potential solution. This may be one explanation for the differ- 
ence in the rapidity of deterioration of metals. Those having eutectics 
near the zero-potential condition will establish slight action, the poten- 
tial being established by the dissimilar size of the grains in the matrix. 
Therefore, with a given eutectic, which is assumed to be the electrolyte, 
the local action will vary with the size of tthe grains. The annealing 
of a metal, rearranging the grains, decreases the intensity of the local 
action. 


J. W. Ricuarps.—The statements just made ignore the fact that the 
electrolyte usually contains dissolved air, or oxygen, and that the larger 
plate is in contact with more oxygen than the smaller plate; also that the 
smaller plate has had more work put on it. The parts of a sheet of metal 
that have been worked the most, strained the most, will act as an anode 
toward the parts that have been strained the least; so that when the 
sheet is immersed in liquid, the parts that have been most strained, or 
most worked, will be corroded most. 

The question of a greater amount of mechanical work making the 
material more susceptible to acting as an anode toward the unworked 
part and the gases in solution having some relation to the size of the 
plates illustrates how difficult it is to get two metals which, electrically, 
are exactly alike. It is practically impossible to get two pieces of metal 
that can be put into a given solution and not find that one is electro- 
positive to the other. It is difficult to get evidence of a current flowing, 
which points to the universal occurrence of these little voltaic couples 
that arise under all sorts of conditions, of which just a few have been 
enumerated here, and which are the active factors in corrosion. 


Norman B. Pituine, East Pittsburgh, Pa. (written discussion) .— 
Messrs. Rawdon and Langdon have described the peculiar action that 
a bath of‘fused sodium chloride exerts upon copper annealed in it. The 
brittleness developed and the microstructural features accompanying the 
action bear a striking resemblance to the well-known destructive effects 
of hydrogen on oxygen-bearing copper. In view of the novel explana- 
tion suggested by the authors, i.e., a galvanic action between the copper 
and the steel container resulting in the electrolysis of the fused salt and 
subsequent formation of a weak, penetrating, copper-sodium alloy, the 
writer has made a few experiments but has arrived at a different, although 
equally tentative, explanation. 

He has not been able to confirm the necessity of an electrolytic en- 
vironment in producing the action but has found that not only were 
anode and cathode equally affected but that simple immersion of the 
copper section (suspended by a copper wire) in the fused salt is sufficient 
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to bring it about. The invariable accompaniment of immersion in the 
fused salt is a peripheral deoxidation extending inward to a considerable 
depth. This has not been specifically mentioned by the authors but an 
examination of Fig. 3a is suggestive in this respect. It has been 
the writer’s experience that the cuprous oxide distribution in copper is 
more clearly shown, after careful polishing, before etching than after. 
In the case of partly deoxidized copper, the CuzO particles are sufficiently 
hard to stand in clear relief; after etching, however, the distinction be- 
tween oxygen-bearing and oxygen-free areas is more difficult to make on 
account of the development of obscuring crystalline detail and uncover- 
ing of small pits—covered during polishing—marking the site of former 
oxide particles. 


Fie 12.—Coprnmr, 0.084 PER CENT. Fig. 18.—Samn, AFTER 15 MIN. IM- 
OXYGEN. NoreEmrcHeD. X 100. MERSION IN FUSED SODIUM CHLORIDE. 
DEOXIDATION TO DEPTH A-A. Nort 

ETCHED. X 100. 


This internal deoxidation requires a reducing agent soluble in solid 
copper at the annealing temperature and if it is assumed that molecular 
hydrogen (from gas flame, oily articles, etc.) may be dissolved in molten 
salt® a ready explanation is at hand. In this case one would have the 
usual splitting apart of the grains by the (relatively) insoluble water, 
formed by reduction of the cuprous oxide, and as this action is dynamic 
in nature, depending on a rapid accumulation of the former, the severity 
of the action would hinge on the hydrogen concentration. 

A sodium-chloride bath melted in an oxidizing atmosphere is suffi- 
ciently reducing to show this effect. A quantity of c.p. sodium-chloride 
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porcelain tube, previously heated 1 hr. in air at 900° C. Fig. 12 shows 
a section of a copper strap containing 0.084 per cent. oxygen; Fig. 13 is 
the edge of the same piece (mounted in solder) after 15 min. immersion 
in this salt bath at 900° C., showing deoxidation to the depth A—A (0.2 
mm.), and a slightly fissured structure. A possible source of hydrogen 
in this case would be the dissociation of the water originally present in the 
salt crystals. 


¥ 

Henry §. Rawpvon (author’s reply to discussion).—The note on the 
Intercrystalline Brittleness of Copper was offered as much for its sug- 
gestiveness as for any other reason. *In view of the discussion brought 
out it seems to have answered its purpose. 

The authors are of the opinion that the pronounced structural dif- 
ferences shown in Figs. 2 and 3 in Intercrystalline Brittleness of Copper 
are not fully accounted for by the tentative explanation suggested by 
Mr. reilling. The changes obtained were so pronounced and the chances 
for Pduction by hydrogen under the conditions of the experiment so 
slight that it appears that some cause must be sought to account for 
the embrittlement in addition to the well-recognized effect of hydrogen 
on copper. Whatever this cause may be, it is evident that an im- 
pressed e.m.f. was necessary to cause the pronounced change to occur. 
Ii should be noted that the rod used as anode remained remarkably 
free from anything suggesting brittleness, although the surface was at- 
tacked by the molten salt bath to a very appreciable extent. 

The point that interests the authors as much as any concerning the 
subject of brittleness was brought out in the concluding paragraph, that 
is, the marked effect of a superficial brittle layer on the mechanical 
properties of the whole rod. 
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Charpy Impact Test as Applied to Aluminum Alloys 


By E. H. Drx,* Jz, M. E., M. M. E., Cievevann, O. 


(Columbus Meeting, October, 1920) 


Tur success of the Charpy impact test in the steel industry has led 
those interested in aluminum alloys to investigate the possible applica- 
tion of this test to aluminum and its alloys. In this paper are set forth 
the results of a few preliminary tests made at the Lynite Laboratories 
of the Aluminum Manufactures, Inc. In order to study more thor- 
oughly the significance of the Charpy test, slow-bending tests have 
been made duplicating the arrangement of the impact machine. Tests 
have been made on both notched and unnotched specimens of a series 
of copper-aluminum alloys. 


APPARATUS 


The standard American-made Charpy impact machine delivering 
a blow of over 200 ft.-lb. was much too large to test aluminum-alloy 
specimens of the same type used for steel, so that it was necessary either to 
adopt a larger specimen or to have a special light-weight hammer made. 
Since there is no known relation between specimens of different sizes, 
even though geometrically similar, it was decided to adhere to the 10 
by 10mm. specimen. Accordingly, Sauveur and Boylston, the American 
makers of the machine, were asked to construct a special light-weight 
pendulum adapted to their standard machine, this pendulum to have 
one-tenth the capacity of the standard. The writer wishes here to 
acknowledge his indebtedness to Mr. H. M. Boylston for the personal 
interest and care exercised in constructing this pendulum. 

The machine with the light-weight hammer in place is shown in Fig. 
1. It is mounted on a concrete foundation with the concrete covering 
the flange on the base of the machine. Vibration is further prevented 
by four 5£-in. (15.8 mm.) foundation bolts. The large standard hammer 
shown against the wall was also used for some of the unnotched bars 
that required more than 20 ft.-lb. to rupture. 

When the light-weight hammer was received, it was carefully cali- 
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brated.! The center of percussion was found to lie within 0.11-in. 
(2.8 mm.) of the center of the specimen in place on the anvil, which in a 
length of 29.5 in. (74.9 cm.) is considered very good. Our determination 
of the radius to the center of gravity checked with the manufacturer’s 
within 0.04-in. (1 mm.). The large hammer was also calibrated and 
found satisfactory. The complete data on the two hammers are: 
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Fic. 1.—CHARPY IMPACT MACHINE WITH LIGHT-WEIGHT HAMMER. 


STANDARD Licut-W EIGHT 


‘ HAMMER HAMMER 
Capacity in foot-pounds......--++-+.+sererserr teres 221.0 21.3 
SAS jee DE a bs pe ce Cp a a 50.7 5.07 
Radius to center of gravity, inches........-+---++-r800s 26.88, 26.02 
Radius to center of specimen, inches....--.-.-- +--+ 00005 29.50 29.50 
Radius to center of percussion, “Poy riick ues ay a ee Secnee  URD WY 29.39 


The friction of the machine when using the large hammer need not 
be considered, but with the light hammer this friction must be taken care 
of. The total friction may be divided into three parts. (a) Bearing 
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and wind friction from release to point of impact; (b) bearing and wind 
friction from point’of impact to high point of swing after fracturing the 
test piece; (c) needle friction from point of impact to high point after 
fracturing. Part (a) is practically constant for all tests, provided the 
bearings are kept clean and well oiled. Parts (b) 
le — 1.014 in. —> and (c) are variable, depending on the energy’ ab- 
sorbed by the test specimen. It was at first thought 
that these three parts of frictional loss could be easily 
calculated by allowing the pendulum to swing freely 
and noting the loss in height caused by each swing. 
This could be obtained both with and without needle 
Fia. 2.—GAGE FOR friction, The difference between the two would, of 
CHECKING SPAN AND pee 
LOCATING KNIFE oF course, give the needle friction part (c). Part (a) was 
PENDULUM AND gecumed to be one-half the energy lost during the 
NOTCH OF SPECIMEN. F S 5 Bei 
first swing. By taking readings of the friction loss 
from the time the pendulum was released until it came to rest, it was 
thought that we could obtain the friction of part (b) for any dial 
reading, this being assumed to be one-quarter of the loss caused by a 
double swing. 

A great many determinations were made along these lines and a very 
careful and thorough study was made of the action of the pendulum, but 
it was found impossible to obtain satisfactory checks. All attempts to 
calculate the friction loss were, therefore, abandoned 
and another method of correcting for friction adopted. 10 im 
In this method, the angle to which the pointer is gig wise s, 
carried from its zero position when the pendulum is 32 
released was carefully measured on a number of “6 
different days. It was found that, with the bearings 
in good condition and the pointer properly adjusted, oy 
this angle was 159°. This reading is taken as the i 
zero reading for all calculations and the difference : 
between this angle and the angle to which the pendu- ,o*™ | 7 
lum rises after fracturing a test piece gives the energy - es el 
absorbed by the test piece. The span (40 mm. = pe eed he 
1.573 in.) was accurately checked by the gage shown 
in Fig. 2, which was also used for locating the knife 
of the pendulum and the notch of the specimen 
centrally. : 

It has been the experience of the writer that the Fia.3.—Form anp 
particular type of notch selected is not nearly as DIMENSIONS OF TEsT 
important as the adoption of one standard and is ae 
closely adhering to it. From the point of view of uniformity and 
ease of duplication, he has found the cylindrical notch used by the Bureau 
of Aircraft Production very satisfactory and has therefore used it in all of 
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this work. The dimensions of the specimen are shown in Fig. 3. The 
specimens were prepared by a pair of straddle mills and the notch was drilled 
by a 2-mm. drill accurately located by a jig. Tests were made on both 
notched and unnotched specimens of the same overall dimensions. 

The set up for the slow-bending test is shown in a 10,000-lb. (4535-kg.) 
hand Olsen testing machine in Fig. 4. The knife-edge fixed in the mov- 
ing head of the machine has the same contour as the Charpy knife. 
The steel block for supporting the specimerf has the same span as the 
impact machine; this block was held rigidly in place by two pairs of 
wedges. The deflections were. measured by. an Ames dial. For the 


a 
Fie. 4.—HanpD pe TESTING MACHINE. (a) FRONT Bags SLOW-BENDING SET 
up. (b) REAR VIEW OF SLOW-BENDING SET UP. 
more ductile alloys, a dial having a travel of 34 in. (19 mm.) and reading 
to 0.001 in. (0.025 mm.) was used, and for the more brittle, a dial of 
14 in. (6.35 mm.) travel reading to 0.0001 in. (0.0025 mm.). The testing 
machine was provided with a light-weight rider so that the capacity was 
1000 Ib. (453.5 kg.) and readings were made to 1 lb. (0.45 kg.) with ease. 
The testing machine had been previously calibrated and found accurate 
within 1 pound. 
MATERIAL 

The tests reported here were made on a series of copper-aluminum 

alloys (copper 0, 2, 4, 8, and 12 per cent.). Square bars %, in. by %6 in. 
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by 9 in. long (1.4 by 1.4 by 28 cm.) were cast in sand, as shown in 
Fig. 6, each bar giving four impact specimens. A pouring temperature 
of 1300° F. (705° C.) in the ladle was used throughout. Standard 
0.505 in. (12.8 mm.) tension bars were cast for comparison, as shown in 


Fia. 5.—TENSION TEST BARS. 


Fig. 5. One mold of Charpy bars (sixteen specimens) and two molds 
of tension bars (four specimens) were cast from each heat. The chem- 
ical analyses of these heats are shown in Table 15. 


Fic. 6.—CHARPY IMPACT TEST BARS. 


Conpuct or TESTS 


The Charpy impact tests were made in the usual manner, the following 
data being taken: Height, thickness, thickness back of slot, length of 
specimen, dial reading, and condition of fracture. The specimen was 
set by means of the gage shown in Fig. 2. The impact resistance, in 
foot-pounds, was taken from a curve of dial reading plotted against im- 
pact resistance and was read to 1499 foot-pounds. 

The slow-bending tests were made by taking simultaneous readings 
of load and deflection. After the yield point of the material had been 
reached, there was a giving of the specimen after the beam had been first 
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balanced; this was particularly true for pure aluminum. In general, 
readings were taken only after sufficient deformation had been applied so 
that the specimen would hold the load without noticeably giving. For 
the pure aluminum, this required from 3 to 5 min. for each reading. ‘To 
show the effect of time in loading, one run was made by taking a reading 
of the load immediately the deformation was applied and then 10 min. 
later. The deformation was applied by hand at a slow rate. The read- 
ings of load, in pounds, were plotted against deflection at the center of 
the beam, in inches, the area under the curve representing the foot- 
pounds of energy required to fracture the specimen. 


TaBLE 2.—Charpy Impact Re- 
sults on Pure Aluminum 


TaBLE 1.—Charpy Impact 
Results on Pure Alumt- 


num (Lot 1821) (Lot 1987) 
Notched Bar ! Notched Bar Unnotched Bar* 
Bpasnaeih pee: fer | Pesib. Specinenh| pep. arco Ft.-Ib. 
= | whee 
A ey area es A 10.65 I 
B 7.61 H 9.29 B 10.45 J 50.5 
Cc 9.70 1 COPD Cc | K 42.6 
D 9.90 J 8.75 iB) L 35.0 
10; 7.80 | Aver 8.89 Aver....| 10.55 | Aver....| 42.7 
F. | 9.50 | 
Ratio of unnotched to notched, 
4.05. 
* Specimens broken with large 
hammer. 


TaBLE 3.+~Charpy Impact 
Results on 2 Per Cent. 
Cu-Al Alloy (Lot 
No. 1988) 


Notched Bar | Unnotched Bar* 


| 
Specimen | Specimen |p, _ 
NG | Ft.-lb. Nee Ft.-lb. 


1 


A-1 6.60 I 
B-1 6.05 | J 
C1 |4.65| K | 25.3 
D-1 4.26 1, 
Aver.....| 5.39| Aver....| 20.5 
fe ee ee 
Ratio of unnotched to notched, 
3.80. 
* Specimens broken with large 
hammer. 


Taste 4.—Charpy Impact 
Results on 4 Per Cent. 
Cu-Al Alloy (Lot 
No. 1989) 


Notched Bar Unnotched Bar* 


| | 
Specimen | 7; Ib | eyecare. Ft.-lb 


No. 0. 
| 
A-1 1.99) I 8.14 
B-1 2.01 J 6.85 
C-1 1.60 K 9.58 
D-1 1/50 L 9.29 
Aver,...| 1.78 | Aver.... 8.46 


of Se a 
Ratio of unnotched to 
notched, 4.76. 
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Taste 5.—Charpy Impact 
' Results on 8 Per.Cent. 
Cu-Al Alloy (Lot 


AS APPLIED TO ALUMINUM ALLOYS 


TABLE 6.—Charpy Impact 
Results on 12 Per Cent. 
Cu-Al Alloy (Lot 


No. 1990) 1991) 

Notched Bar Unnotched Bar Notched Bar | Unnotched Bar 
Specimen’ | Fy.1b. | SPegimen | Fe.-Ib. Specimen | Fe.-1b, | Specimen | Fe.-Ib. 

hue) qogie i 4.36 | : 
0.76 I 1.65 

B | 0.92 M 4.03 = - 

B 0.57 AJ Qs 
IN a aa ei Co 41 10k, cas 
D 0.90 O 4.93 D 0.68 L 1.97 
Aver.....| 0.98| Aver... .| 4.57 eee 78 Aven eee 


Ratio of unnotched to notched, 
4.66. 


Ratio unnotched to notched, 
2.44. 


TABLE 7.—Slow-b ending Results on Pure Aluminum Notched Bar (Lot 


1821) 
Se ee ee Se 

Specimen No. Marna Load, | Maxinest ose / Ft.-lb. 

K 202 0.93 5.54 

* 185 0.93 5.24 

L 224 1.13 Gril 

M 254 0.90 7.33 

N 242 leeks 6.14 

O 262 0.85 9.23 

AVED Se HOS aee ok 227 0.98 6.87 


Ratio to Charpy impact, 0.77. 


* High reading taken instantaneously, low reading after 10-min. rest. 


TaBLE 8.—Slow-bending Results on Pure Aluminum (Lot 1987) 


Notched Bar 


Unnotched Bar 


Specimen |Merimum| Maximum) ep, | Specimen | MERmtm | Merton | Fel 
Lb. | In, ae Vas) Dbvi at n, 
E 244 1.08 6.85 M 700 1.00 33.95 
F 250 1.06 8.82 N 658 0.85 28.55 
G 250 1.09 1.53 O 650 0.95 27.30 
H 236 aS 6.03 P 666 iL) 40.60 
* 204 ils 5.80 
AN.CIan thse. 245 1.09 lec AAV CRTs eae 669 0.98 32.60 


Ratio of foot-pounds unnotched to notched, 4.38. Ratio of maximum load of 
unnotched to notched, 2.73. 


* High reading taken as soon as beam balanced, low taken after 5-min. rest and 
is not included in average. 
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TaBLE 9.—Slow-bending Results on 2 Per Cent. Cu-Al Alloy (Lot 1988) 


: ~ Notched Bar Unnotched Bar 


Specimen No. aa eee, Ft.-lb. Specimen Me epee Ft.-lb 
Lb. In. SS el 4 eae ASR inj 2 ure 

A 250 0.45 4°30 E 939 0.55 15.66 

B 310 0.60 | 6.59 He 1142 0.55 21.80 

IANO DS yates ons 280 0.53 § 48a Aver. aap - 1040 0.55 18.73 


Se ee ee ee ee SSS SS 


Ratio of foot-pounds of unnotched to notched, 3.42. Ratio of maximum load of 
unnotched to notched, 3.72. : 


TasiE 10.—Slow-ben ding Results on 4 Per Cent. Cu-Al Alloy (Lot 1989) 


a 


Notched Bar Unnotched Bar 
| Maximum | Maximum Maximum | Maximum ; 
Specimen No. Load, Deflection,| Ft.-lb, |Specimen No.| Load, Deflection,| Ft.-lb. 
Lb. n Lb. In. 
A 243 0.18 127 E 1062 0.30 6.74 
B 249 0.20 1.43 F 1023 0.20 5.64 
HAV.CTe get ech tae 246 0.19 Leo Aver.... 1043 0.25 6.19 


Ratio of foot-pounds of unnotched to notched, 4.68. Ratio of maximum load of 
unnotched to notched, 4.24. 


TABLE 11.—Slow-bending Results on 8 Per Cent.Cu-Al Alloy (Lot 1990) 


Notched Bar | Unnotched Bar 
St el avi: " 7 im * a ie anil M 0 were 
Scat aye. 17s Bead, | Maximum) 4p. | Specimen |" Load, Deftection,| Ft.-Ib. 
; Lb. In. : Lb. In. 
E 239 0:09 | 0.43 I 1130 0.07 2.29 
F PAPA 0.09 | 0.47 J 1016 0.08 1.81 
G 264 0.09 0.55 | K 1133 0.08 2.43 
H 226 0.09 0.46 | Ne 1000 | 0.08 2.170 
IND oc Ghee 250 0.09 0.48 | Aver....| 1069 0.08 yam ke) 


Ratio of foot-pounds of unnotched to notched, 4.54. Ratio of maximum load of 
unnotched to notched, 4.28. 


o ot ban) Saw ae we 
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TasieE 12.—Slow-bending Results on 12 Per Cent. Cu-Al Alloy (Lot 1991) 


Notched Bar 


ee ee 


Unnotched Bar 


Specimen No. 


Maximum 


Pads | Dedeotion Teeth, Speemien reads non | aren 
Lb. Lb. Lb. In. 
247 0.06 0.22 M 1000 0.06 0.76 
Papier 0.05 0.21 N 945 0.05 0.59 
220 0.06 0.20 O 1112 0.05 1.09 
230 0.06 0.20 Pp 950 0.05 0.78 
230 0.06 221 yi tAverzer 1002 0.05 0.81 

ee ee 


Ratio of foot-pounds of unnotched to notched, 3.95. Ratio of maximum load of 


unnotched to notched, 4.44. 


TaBLE 13.—Comparison of Charpy and Slow-bending Tests 


Taste 14.—Tensile and Hardness Results 


Yield | Tensile | 
Per Cent, Point,* | Strength,* i i 


| 
Lot No. | 


Slow-bending Test, Ratio of Slow-bendi 
eo Cent. ovo: Charpy Test, Ft.-tb. ag Ft-lb. <4 ik te oes ile 
oe Notched | Unnotched Notched | Unnotched Notched | Unnotched 

0 1821 8.89 6.87 Ona 

0 1987 10.55 | 42.7 7.438 32.60 0.70 0.76 

2 1988 5.39 20.5 5.48 18.73 1.02 0.91 

4 1989 1.78 8.46 1.35 6.19 0.76 0.73 

8 1990 0.98 4.57 0.48 2.18 0.49 0.48 

12 1991 0.78 1.90 0.21 0.81 O27 0.43 


* 
Copper Lb. per Lb. pet  PonGane (acon ee. sage 
| Sq. In. | Sq. In. | | 
0 1821 13,450 20.0 24 5.0 
0 1987 4,711 12,255 18.0 23 6.0 
2 1988 7,062 18,912 10.8 40 9.0 
4 1989 8,385 21,002 5.6 55 12.5 
8 1990 12,350 22057 ta tty 72 17.0 
12 1991 16,600 22,638 0.75 85 20.0 


* Average of four tests. 


+ Average of sixteen tests, 


/ 


i 
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TaBLE 15.—Chemical Analysis 
3 


Lot No. Pere Pe cee egoer: 
1821 0.09: 0.28 0.34 
1987 0.07 0.39 0.35 
1988 2.16 0.39 0.30 
1989 3.99 «0.45 0.34 
1990 8.09 0.46 "0525 
1991 12.04 0.45 ihe 


SE ee ee ee eS ee ee 


DISCUSSION OF RESULTS 


In general, only four bars of a given type were tested by each of the 
two methods; for this reason it has been thought advisable to include 
the complete data in this paper. This is particularly desirable in order 
to show the degree of uniformity obtained. Tables 1 to 6 give the in- 
dividual results of the Charpy impact test. The average value is given 
and also the ratio of the foot-pounds absorbed by the unnotched 


First Reading = 5.54 Ft.Lb. 


Load, Lbs, 


Deflection, 0.1 In. 
Fic. 7.—SLOW-BENDING CURVES OF PURE ALUMINUM (Lor 1821). 


specimen to the foot-pounds absorbed by the notched specimen. Tables 
7 to 12 give the results of the slow-bending test. In these tables are 
included the maximum load, in pounds, the maximum deflection, in 
inches, and the foot-pounds absorbed by the individual bars. The ratio 
of the average maximum load of the unnotched bar to the average maxi- 
mum load of the notched bar has been given as well as the ratio of foot- 
pounds energy absorbed by the unnotched bar to the energy absorbed 
by the notched bar. The ratio of the energy absorbed in the slow- 
bending test to that absorbed in the Charpy test is given in Table 13, 
which also summarizes the results of both the Charpy and the slow-bend- 
ing tests. Table 14 gives asummary of the tensile and hardness results. 


Table 15 gives the chemical analysis. 


Bias 
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Typical slow-bending curves are given in Figs. 7, 8 and 9. Fig. 7 
shows the effect of time in taking the readings in the slow-bending test. 


Specimen MW 
Unnotched Bar» 
33.95 Ft.Lb. 


Load, Lbs, 


Notched Bar 
: 6.85 Ft.Lb, 


5 Specimen 7 


: Deflection, 0.1 In, 
Fic. 8.—SLOW-BENDING CURVES OF PURE ALUMINUM (Lot 1987). 


The lower curve represents the load that the specimen was able to hold 
10 min. after the deformation had been applied; the higher curve gives 


i<—— Specimen J, 


Unnotched= 1.81 Ft. Lb. 


= Specimen E, 
|Notched=0,43 Ft, 


0 1 2 3 4 5 6 7 . 9 10 
Deflection, 0.01 In. 


Fic. 9.—SLOW-BENDING CURVES OF 8 PER CENT. Cu-AL ALLOY (Lot 1990). 


the load that the specimen held when the deformation was first ap plied. 
The average rate of loading in this test was much lower than in the other 


a, 2 oe ee Te —_— 
1’ . 


ATT 


_ tests because, in the usual run of testing, it required only 3 to 5 min. to 
get the beam to stay balanced. The effect of this low average rate of 
loading on the maximum load is very evident from a study of Table 7. 
In other words, the slower rate of loading gives a lower maximum load 
and requires less foot-pounds to rupture the piece. This effect of time 
was also noticeable with the 2 per cent. copper alloy; but with the 4, 
8 and 12 per cent. copper alloys, very little difference could be discovered 
in different rates of loading. Figs. 8 and 9 sliow the characteristic shapes 
of the notched and unnotched curves for pure aluminum and for 8 per 
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Fic. 10.—ComMPaARISON OF CHARPY IMPACT WITH YIELD POINT AND TENSILE STRENGTH’ 


cent. copper. The contrast between the pure aluminum and the 8 
‘per cent. copper is very noticeable. The unnotched bar of the pure 
aluminum seems to hold on for a much greater deformation than does 
the notched bar. For the 8 per cent. copper alloy, the unnotched bar 
gives away much more suddenly than the notched bar. 

Fig. 10 compares the Charpy impact results with the tensile strength 
and yield point. In general, as the tensile strength increases the im- 
pact resistance decreases. The increase in yield-point strength is nearly 
constant and seems to bear no direct relation to the shape of the Charpy 
impact curves. 

Fig. 11 shows the elongation and the “product of tensile strength 
times elongation’’ as compared to the impact resistance. It has been 
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Fre. 11.—CoMPaARISON OF CHARPY IMPACT WITH ELONGATION AND PRODUCT OF 
TENSILE STRENGTH BY ELONGATION. 
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Fiq. 12.—CoMPARISON OF CHARPY IMPACT WITH BRINELL AND SCLEROSCOPE 
HARDNESS. 
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frequently stated that the impact resistance varies as the product of 
tensile strength times elongation. The general trend of this curve is 
similar to the curve of impact resistance, but the elongation curve fol- 
lows the curve of impact resistance much more closely. 

Fig. 12 shows the relation of Charpy impact resistance to Brinell 
and scleroscope hardness. In general, as the hardness increases the 
impact resistance decreases, but there is no direct similarity between the 
curves. . J 

Fig. 13 gives a comparison of the slow-bending results with the 
Charpy results for both notched and unnotched specimens. The trend 
of all of these curves is approximately the same. 


10 50 | 
Charpy Notched 
9 45 - 


8 40 |a 
Charpy Unnotched 


Slow Bending 
Notched 


for) 


Slow Bending | 
Unnotched 


Ft. Lb. Notched Bar 
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Fic. 13.—CoMPARISON OF CHARPY IMPACT WITH SLOW-BENDING RESULTS. 


Fig. 14 shows the relation between the foot-pounds energy absorbed 
in the slow-bending test with the maximum load for both notched 
and unnotched specimens. There does not seem to be any direct re- 
lation between the foot-pounds and the maximum load. 


CoNCLUSIONS 


1. The Charpy impact resistance of copper-aluminum alloys decreases 
with increase in copper content, within the limit of these experiments 


(12 per cent. copper). : 
2. No direct relation has been discovered between the Charpy impact 


resistance and the more common physical properties. However, in 


s 
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general, for this series of alloys the impact resistance decreases as the 
yield point, tensile strength, and hardness increase and the impact value 
follows more nearly the elongation than the “product of tensile strength 
by elongation,” as is often stated. 

3. The notch effect is very much less pronounced in this series of 
alloys than in steel. The ratio of unnotched to the notched resistance 
in the Charpy test varies from 2.4 to 4.8, the notched bar having one-half 
the breaking area of the unnotched. For steel bars having equal break- 
ing areas, the writer has found the unnotched bar to offer four to five 
times as much resistance as the notched bar. The notched specimen 
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14.—CoMPARISON OF FOOT-POUNDS OF ENERGY WITH MAXIMUM LOAD IN SLOW- 
BENDING TEST. 


Fig. 


was the same as used in these experiments, but the unnotched was of 
the shape that would be obtained by planing a notched bar to the root 
of the notch. 

4. The slow-bending tests give the same order of results as the Charpy 
impact, but the ratio of energy absorbed in the slow-bending test to 
that of the Charpy test varies from 0.27 to 1.02. Captain Philpot? 
of England has reported that for steel this ratio is so nearly constant 
that he was led to the following conclusion: ‘The notched bar test made 


*H. P. Philpot: Some Experiments on Notched Bars. Proc. Inst. Automobile 
Engineers (1918) 12, 235. 
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“ina pendulum testing machine is not essentially an impact test.’’ The 
experiments reported on in this paper do not justify such a conclusion 
for these copper-aluminum alloys. 

5. The ratio of maximum load of the unnotched bar to maximum 
load of the notched bar in the slow-bending test is very interesting. Since 
the strength of a beam varies as the square of its depth, the maximum 
load of the unnotched bar should be four times that of the notched 
bar if the notched bar were not further weakéned by the ‘‘notch effect.” 
This ratio varies from 2.73 for pure aluminum to 4.44 for the 12 per 
cent. alloy. This shows that the notch not only does not weaken pure 
aluminum but rather enables it to stand a proportionally higher load. 

For the 12 per cent. copper alloy, the weakening effect is small. 

6. These results indicate that the Charpy impact test is a satisfactory 
test for aluminum alloys. When making this statement, the author 
fully realizes the danger of judging a material by its Charpy impact value 
without full consideration of the other physical properties. For in- 
stance, we must learn the proper Charpy figure combined with a given 
tensile strength and elongation that will give the most satisfactory shock- 
resisting aluminum alloy, just as the steel crankshaft manufacturer 
now knows the proper combination of Charpy impact value and yield- 
point strength that will give the most satisfactory service. 


DISCUSSION 


E. H. Drx, Jr.—As the notch is cylindrical, it would be hard to make, 
except perhaps with a form cutter. As this leaves tool marks, which 
have a tiny notch effect, it is rather hard to get consistent results with a 
milled notch. We have found that the drilled notch gives more uniform 
results. In’steel specimens, grinding the notch gives about the same re- 
sult as drilling. 


Paut D. Mertca,* Bayonne, N. J.—There is no question but that one 
of the disadvantages of our No. 12 alloy, which is used in this country 
for 97 per cent. of the castings, is its brittleness, or lack of resistance to 
shock, compared to an alloy having a lower copper content and conse- 
quent elongation. The author has presented data that make possible 
a comparison between the low-copper alloysand the No. 12. Istheimpact 
test on such an alloy as No. 12 more sensitive to slight variations in com- 
position than the elongation? One No. 12 alloy has an elongation of 
14 to 114 per cent. Within these limits does the impact test give a 
greater indication of impact energy absorbed? Could one derive a fairly 
good impression of the impact resistance of material from the consideration 


of elongation? 


* International Nickel Co. 
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In the low-copper alloys, the fracture is not so likely to be inter-~ 
crystalline, because of the non-continuity of the eutectic, as it is in the 
case of the higher copper alloys. Is there a greater difference in 
the relation between the impact resistance and the tensile strength in 
the low-copper alloys, or perhaps in wrought alloys, than in the higher 
copper ones? 


E. H. Drx, Jrn.— We tested a number of alloys of different composition, 
where the physical properties vary so slightly that it is impossible to note 
any difference in the elongation though there is considerable difference in 
the impact figure. 

We have not examined fractures metallographically. Of course, 
the fracture of a low-copper alloy is very different from that of the high- 
copper, and it is easier to study the fracture from an impact test than from 
a tensile test, for more of the actual grain formation is seen. 


F. G. Annis.—Do you think that the shape of the original casting 
affects the results? Does the pouring temperature affect the impact 
strength? Are any of the national societies trying to standardize the 
impact test, size of bar, and so forth? 


E. H. Drx, Jr—During the war I was ina laboratory that functioned 
as an arbitrator. Our first problem was the impact test. Some of our 
inspectors worked in plants using the Charpy machines: some in plants 
using the Izod, and some had the Olsen machine, but no available data 
gave the relations of the different machines. Besides, different notches 
were used. We did considerable work, the results of which were pub- 
lished by the American Society for Testing Materials. 

In these experiments the object was to eliminate all possible variables, 
except the impact test, so the pouring temperature was kept constant. 
The bars were cast long enough to get four specimens out of each one, 
partly because it was desirable to get as many molds as possible and 
partly to permit the comparison of the variation in specimens taken from 
the same bar with those taken from another bar in the same mold; these 
variations were not at all pronounced. 
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New Process for Making Fifteen Per Cent. 
Phosphor-Copper 


By P. E. Demmuer,* East Pirrspuren, Pa. 
* 


(Columbus Meeting, October, 1920) 


PHospHORUS combines with copper,in various proportions, forming 
true alloys, some of which are of commercial importance. These ma- 
terials find wide application as deoxidizers and as a means of introducing 
phosphorus into other alloys, as in phosphor-bronze. 

Phosphor-coppers containing 10 and 15 per cent. of phosphorus are 
the commercial grades that are most generally offered. Hach has cer- 
tain advantages when used in making other alloys. The 10 per cent. 
grade of phosphor-copper has an advantage over the 15 per cent. in that 
it has a much lower melting point and can be prepared by certain methods 
with a much lower loss in phosphorus. The 15 per cent. grade has the 
advantage of lower freight rates per unit of phosphorus and, by the 
method to be described, a uniform product can be prepared with practi- 
cally no loss of phosphorus. Alloys of copper and phosphorus contain- 
ing any desired percentage of phosphorus lower than 15 per cent. can be 
prepared by melting together the requisite amounts of copper and 15 
per cent. phosphor-copper. 

Processes for making phosphor-copper may be divided into two 
classes as follows: (1) Those depending on the smelting of phosphate 
rock or superphosphate of calcium with copper or copper-bearing ma- 
terials, and coal or other carbonaceous material; (2) those depending on 
the direct combination of metallic copper and elemental phosphorus. 

A number of formulas for preparing phosphor-copper according to 
the first method have been published. The Metal Industry: gives the 
following: Superphosphate of calcium, 60 lb.; granulated copper, 301b.; 
finely powdered coal, 10 lb. Similar formulas are given by Brannt? 
and others, and detail variations are covered by patents, such as those 
of L. A. Jeffs? and H. A. Webster.* 

Among the objections to this method of producing phosphor-copper 
are the large amounts of raw material and resulting slag to be handled, 
and the difficulty of getting a satisfactory fusion. §. Skowronski® 
found that at 1300° C. (2372° F.) it was impossible to get a good fusion 


* Chemical and Experimental Laboratory, Westinghouse Elec. & Mfg. Co. 
UN. Y. (Aug., 1917) 351. ? “ Metallic Alloys,” 245. *U.S. Patent 1268849. 
4U. S. Patent 1265150. 5 Private communication. 
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even when silica sand was added as a flux. Globules of 15 per cent. 
phosphor-copper were obtained in the experiment. 

Methods of the second class, depending on the direct combination of 
copper and phosphorus, are generally used for the preparation of phos- 
phor-copper. The usual practice seems to be to add the phosphorus to 
the molten copper by means of phosphorizers. The best practice by 
this method entails a phosphorus loss of at least 25 per cent. Besides — 
the phosphorus loss, there is also the objection of the great danger of 
burns to the workmen handling phosphorus around the phosphorizers 
and molten metal. 

The danger attending the handling of phosphorus may well be em- 
phasized. Ordinary yellow phosphorus, such as is generally used, melts 
at 44.2° C. (111.5° F.). It will take fire at 34° C. (93° F.); that is, the 
heat of the hand is sufficient to ignite a piece of dry phosphorus. Mate- 
rial of this nature must be handled with exceeding care. The danger and 
wastefulness of methods by which phosphorus is added directly to molten 
copper have been referred to previously in technical literature.® 

Various methods have been suggested for obviating the objections 
referred to. E. G. Burr? places the phosphorus in a retort adjustably 
mounted above the crucible containing the molten metal; the vapor 
from the material in the retort passes into the molten metal through a 
pipe dipping into the metal. E. Schulte’ forces the molten phosphorus, 
air being excluded, into molten copper by hydraulic pressure. _ Both these 
methods aim to avoid the handling of phosphorus near the molten copper, 
but serious difficulties are met in the carrying out of either of these 
processes. 

Experiments of the author have shown that a uniform 15-per-cent:. 
phosphor-copper could be produced by passing phosphorus vapor over 
heated copper. The most satisfactory temperature of the copper was 
found to be 400° C. (752° F.) Phosphorus boils at a comparatively low 
temperature, approximately 290° C. (554° F.), and when this vapor passes 
over heated copper, combination takes place immediately with incan- 
descence and incipient fusion. Pieces of copper wire up to )4 in. in 
diameter are completely phosphorized by this method. The advantages 
of a process of this kind can readily be seen. 

An apparatus having a capacity of about 130 lb. of phosphor-copper 
was constructed to demonstrate the commercial value of this method; 
its main features are shown in the accompanying illustration. ° This 
apparatus consists of a retort for heating and distilling the phosphorus, 
a container for the copper, and fittings to connect the two. Suitable 
supports are also provided. The apparatus is made entirely of iron, 


6 J. L. Jones: The Metal Industry (Aug., 1917) 351. 
’ Brit. Pat. 125785, May, 1918. 8 German Pat. 281293, Mar., 1913. 
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which is not attacked by phosphorus at the temperature of the operation. 
Means are provided for heating the phosphorus and copper separately. 
To operate, phosphorus is placed in the retort, clean copper scrap 
(such as wire, turnings or millings) is placed in the copper container, and 
the two are connected. Tight joints should be made by using suitable 
gaskets to prevent loss of phosphorus. A hole drilled into the plate cov- 
ering the end of the copper container prevents increase of pressure with- 
in the apparatus. The copper is heated to 400° C. before heat is applied 
to the phosphorus. With the small apparatus we have been able to 
distill the phosphorus at the rate of 30 Ib. per hour. 
Phosphorization to 15 per cent. phosphor-copper takes place in one 
step, no intermediate products being formed if conditions as to tempera- 
ture are observed. When more copper is charged than is necessary to 


combine with the phosphorus used, the copper nearest the phosphorus 
retort will be completely phosphorized, while that farther away is un- 
changed and can readily be separated from the phosphorized product. 
The same action was observed when phosphorus vapor was passed over 
heated copper turnings in a glass tube several feet long. The progress 
of phosphorization could be observed and, whenever the supply of phos- 
phorus ceased, there was a sharp separation of the 15 per cent. phosphor- 
copper and the unphosphorized copper. 

The product of phosphorization by this method is a black, brittle 
mass. Freshly fractured surfaces show a bright luster. It is interest- 
ing to note that phosphorized wire frequently is hollow, presenting the 
appearance of tubes. Owing to the incipient fusion due to the heat of 
the reaction, the phosphor-copper may be removed from the apparatus 
in lumps and used in this form, or it may be remelted and cast in any 


desired mold. 
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The products from several heats made as described were melted in 
crucibles and cast into ingots. A composite sample made by taking pieces 
from each ingot, pulverizing and mixing, analyzed 15.11 per cent. phos- 
phorus. Pieces taken at random from the several heats showed a very 
uniform phosphorus content of 14.9 per cent. to 15.1 per cent. Red 
phosphorus was used in several cases and the same product obtained, but 
owing to the much slower rate of volatilization of the red phosphorus, 
the rate of phosphorization is correspondingly less than when the ordinary 
yellow phosphorus is used. 

The method of making phosphor-copper containing 15 per cent. of 
phosphorus, as outlined above, has the following marked advantages 
over other methods: 

(1) The copper need not be heated over 400° C. (2) The phosphorus 
need not be handled near hot or molten metal. (3) There is no loss of 
phosphorus. (4) The product is uniformly 15 per cent. phosphor-copper. 

Neither the 10 per cent. nor the 15 per cent. phosphor-copper repre- 
sent definite, simple chemical compounds. Heyn and Bauer® state that 
the phosphorus exists in the alloys as CusP and Cu;P., which compounds 
contain 14.00 and 16.34 per cent. phosphorus, respectively, from which 
it would appear that the 15 per cent. phosphor-copper may be a mixture 
of the above-mentioned phosphides in almost equal proportions. The 
uniformity of the product obtained in all the different heats made by this 
method would indicate that the reaction between phosphorus and copper 
reaches its equilibrium at a definite point each time under the conditions 
as outlined above. 

The same principle of forming compounds or alloys of volatile with 
less volatile elements may be used for preparing other alloys than phos- 
phor-copper. We have prepared in the laboratory, by the method de- 
scribed, compounds of phosphorus with tin, zinc, and cadmium; of arsenic 
with copper, silver, lead, and cadmium; and of selenium with copper. 


DISCUSSION 


P. BE. Demmupr.—The report of 15 per cent. was obtained by taking 
all the heats made in the two styles of apparatus, the one of 30 Ib. and 
the other of 130 lb. capacity; melting them together in large crucibles, 
casting them, and then sampling and analyzing them. The 15.1 per 
cent. represents the analysis of the remelted sample. 

As near as it is possible to tell from the appearance of the surface 
there is little loss of phosphorus in remelting. If charcoal is placed on 
material in the crucible, a phosphorus flame is almost entirely absent. 
We have not had the 15 phosphor-coppers catch fire after they are cast. 


9 Jnl. Soc. Chem. Ind. (1906) 25, 1047. 
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A small ingot cast three years ago has at present a slight green scum, 
which we attribute to the presence of a small amount of slag, because 
the inside of the ingot is apparently sound. 


W. K. Frank, Pittsburgh, Pa.—Is it not possible that the scum is 
the excess phosphorus that is held in solution by the Cu;P? 


P. E. DemmurR.—It would probably take a metallographic exami- 


nation to determine anything of that kind. I would not care to say off- 
hand. 


G. H. Cramer, Philadelphia, Pa.—What has been your experience 
with phosphor tin made by this process? 


P. E. Demmier.—The phosphor-tin made by this process contained 
about 13 per cent. of phosphorus and could not be remelted without 
decomposition but it readily dissolved in molten tin. When the tin- 
phosphorus alloy contained as high as 5 or 6 per cent. phosphorus, it 
could not be melted without decomposition. It was only when the alloy 
contained less than about 3 per cent. of phosphorus, preferably about 2 
per cent., that there was stability in melting. Above 2 per cent. or 3 
per cent. there was always a burning of phosphorus on attempting to 
melt, showing a rapid decomposition of the phosphor-tin. 
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Transition Phenomena in Amalgams 


By Arruur W. Gray,* Pa. D., Mizrorp, DEL. 


(Columbus Meeting, October, 1920) 


Tun thermal analysis of a metal or an alloy is ordinarily made with 
the aid of heating and cooling curves in which transitions are indicated 
by the rapid changes in curvature that accompany changes in the rate of 
heat absorption or evolution. Analysis by the method that depends on 
the change in thermal expansivity is not customary, partly, at least, 
because of the difficulties involved in making the necessary measure- 
ments. However, under certain circumstances, the dilatometric method 
of analysis may possess advantages over the thermometric method that 
will justify the additional trouble required. 

The addition of 1 per cent. of zinc to an alloy has been found to produce 
upon the volume changes that take place during transition effects 
that suggest the possibility of using the dilatometric method of thermal 
analysis as a rather sensitive means of obtaining chemical information. 
Although the illustrations presented in this paper are drawn from data 
obtained during an investigation of dental amalgams, similar phenomena 
can doubtless be observed with other alloys. 

Some of the results found during an investigation made in 1917? 
have been confirmed by data on the thermal expansivity of amalgams 
published by Souder and Peters of the Bureau of Standards in reporting 
tests of dental materials.2 Although the Bureau of Standards made 
experiments for the purpose of discovering effects of including zinc as one 
‘of the constituents of a dental alloy—a matter much discussed in dental 
literature but without the presentation of reliable experimental evidence 
to support the views of either side—the reports of the tests made by the 
Bureau give the impression that certain striking phenomena associated 
with the presence of zine were not noticed. Among such phenomena are 
those connected with the conditions that determine whether or not a 
specimen of amalgam becomes covered with droplets from which crystals 
develop. 


* Director of Physical Research, The L. D. Caulk Co. 

1A, W. Gray: Metallographic Phenomena Observed in Amalgams. Trans 
(1919) 60, 657-697. Jnl. National Dental Assn. (1919) 6, 513-531 and 909-925. 

2 W. H. Souder and C. G. Peters: An Investigation of the Physical Properties of 


Dental Materials. Dental Cosmos (1920) 62, 305-335. Bureau of Standards 7 
_ Paper 157 (1920) 1-40. andards Tech. 
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CrystaL GrowtrH During TRANSITION 


During the earlier investigation and also during various crushing 
strength tests, the author had noticed that amalgams from alloys contain- 
ing 1 per cent. or so of zinc became studded with brilliant crystals when 
heated into the transition region, while similarly treated amalgams from 
non-zine alloys did not. 

These crystals are beautiful six-sided tablets, which apparently belong 
to either the hexagonal or the orthorhombic system, and project from the 
surfaces of the amalgam test cylinders. 

All the test cylinders upon which observations have been made were 
prepared in the manner described in the previous paper,’ and the condi- 
tions likely to influence results were definitely known and controlled. 
In particular, each specimen was molded under a measured packing pres- 
sure applied to the piston that condensed the amalgam into a test cylin- 
der. The amalgams were made from alloys having approximately the 
compositions given in Table 1. These alloys will hereafter be referred to 
by the letters at the heads of the columns in the table. 


TapLE 1—Compositions of Amalgam Alloys* 


cael eo ee eee 
is B | Cc D ioe ih ie | xe: | H 

Silver Peviecotl «Gori 680). G81. 704) 704) .o4 
Tit ee te et So: eajmeos be 27 261 26, 27°) 27) 380 
COD ete se Beenie eas eres 5 5 Ul ea on ie ules mre hes ko 
TEs Sit ae te a ene Gon Ot eeu, 0 ig) aoe ak heist 
ec Se eee ee | 400} 100 | 100 | 99 | 100 | 100 | 101 | 100 


*The composition of each alloy is here stated in terms of parts by mass. That 
of alloy D is expressed in such a way as to point out that D is made by omitting 
the 1 per cent. of zine from alloy E. Similarly G is made by adding 1 per cent. of 
zine to an alloy having the composition F. 


Since the specimens were concealed within an oil bath or within an 
electric furnace while the thermal analysis measurements were in progress, 
some specimens were also placed in glass test tubes and immersed, with 
a mercurial thermometer, in a beaker of water that was slowly heated by 
a Bunsen burner. It was then found that whenever amalgams contain- 
ing zine were heated into the transition region, minute drops resembling 
mercury oozed through the surface at numerous points and gradually 
increased in size. As a rule, the drops were not noticed until the water 
surrounding the test tubes reached a temperature of about 80° Ca 

When amalgam cylinders from alloy E that were some months old, and 
therefore thoroughly hardened, were warmed until the droplets appeared, 


3A, W. Gray: loc. cit. 
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and then were cooled gradually, crystals suddenly developed when the tem- 
perature of the water-bath reached about 62°C. The crystallization tem- 


Fie, lia. Fig. 1b. RiGe.2: 


Fic. 1.—CrYSTALS DEVELOPED DURING TRANSITION OF DENTAL AMALGAM CON- 
TAINING ZINC. MAGNIFICATIONS 2 AND 20 DIAMETERS. 

Fic. 2.—AMALGAM FROM ZINC ALLOY E; PACKED UNDER 100 KG. PER CIRC. CM. 
AND HEATED SOME MONTHS LATER. MAGNIFICATION 4 DIAMETERS. 


Hinges Fig. 4. 
Fig. 3.—AMALGAM FROM ZINC ALLOY EH; PACKED UNDER 800 KG. PER CIRC. CM. 
AND HEATED SOME MONTHS LATER, MAGNIFICATION 4 DIAMETERS. 
Fria. 4.—AMALGAM FROM ZINC ALLOY E; PACKED UNDER 100 KG. PER CIRC. CM. 
AND HEATED 2 HR. LATER. MAGNIFICATION 4 DIAMETERS. 


perature seems to be rather sharply defined, and to be, at least approxi- 
mately, the same for amalgams molded under 100 kg. per cire. em. as for 
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amalgams molded under 800 kg.‘ The packing pressure, however 
exerted a marked effect on the size and the distribution of the Hropints 
and crystals. As the pressure increased, the droplets and crystals became 
smaller and more numerous, as shown by Figs. 2 and 3. By heating for a 


Fic. 5.—AMALGAM FROM NON-ZINC ALLOY D; PACKED UNDER 25 KG. PER CIRC. CM. 
AND HEATED 1 YEAR LATER. MAGNIFICATION 4 DIAMETERS. 

sufficient time cylinders that had been packed under 100 kg. per cire. cm., 

so much mercury could be driven out that some would remain in 

the liquid state after the crystals had formed and the amalgam cooled to 

room temperature. 


Fia. 6. Fie. 7. 
Fic. 6.—AMALGAM FROM NON-ZINC ALLOY D; PACKED UNDER 25 KG, PER CIRC. 
CM. AND HEATED 1!4 HR. LATER. MAGNIFICATION 4 DIAMETERS. 


Fic. 7.—AMALGAM FROM NON-ZINC ALLOY D; PACKED UNDER 400 KG. PER CIRC. 
CM. AND HEATED 3 HR. LATER. MAGNIFICATION 4 DIAMETERS. 


In the case of amalgams that were only a few hours old, fewer drops 
were exuded, but they were considerably larger. Upon cooling, the crys- 
tals seemed to form more gradually and in somewhat rounded groups. In 


4 As in the author’s previous paper on amaizams, all pressures are for convenience 
expressed in terms of kilograms-weight per circular centimeter. This is analogous 
to the current practice of using the circular mil as a unit for expressing cross-section 
areas of wires. The use of the circular centimeter instead of the square centimeter 


avoided much unnecessary computation in expressing the results of about five 


thousand tests on cylindrical specimens 1 cm. in diameter. 


4 : : 
1 kg. per circ. cm. = kg. per sq. cm. = 18.10 lb. per sq. in. 
T 
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general, the faces and angles were not so sharply defined. The blurring 
of the crystal boundaries, possibly because of excess mercury, was particu- 
ularly noticeable when the packing pressure was fairly low. Fig. 4 
shows a cylinder from alloy E packed under 100 kg. per cire. cm. and 
heated when about 2 hr. old. 

Non-zine amalgam cylinders old enough to have become thoroughly 
hardened. yielded no drops or erystals upon heating, except in two 
cylinders a year old made from alloy D that had been packed under a 
pressure of 25 kg. per circ. em. The high mercury content that 


sf ——= _ ordinarily accompanies such a low 
i. |_| || packing pressure was increased by 
| the addition of surplus mercury ex- 
0.5 —T ir : : 
pressed during the condensation of 
Sas a) ts eee : 
the amalgam. This surplus coated 
eae [- the surfaces of the cylinders when 
- oe - they were removed from the mold, 
K 0.3 te ELE and diffused inwardly as the amal- 
z ies aan ae gam hardened. The crystals" tl 
z is f— 1 | gam hardened. ne crystals’ that 
Be Bec formed on these cylinders (Fig. 5) 
ee 
x hes were smaller and fewer than those 
Z observed on zine amalgams under 
00) aa eRe “ 
e | similar conditions. 
E | Freshly prepared amalgams 
oA . 
age 2 a 60 80 io from non-zine alloys exuded drop- 
PERATURE CENTIGRADE . 
ie lets; these, however, unlike the 
Fig. 8.—THERMAL EXPANSION OF AMALGAM (jp the cs 
ere ae a droplets exuded by the amalgams 


from zine alloys, did not, asa rule, 
develop crystals. Usually, these droplets became reabsorbed as the 
heating continued, or as the amalgam cooled. Whenever crystals did 
form after heating freshly prepared non-zinc amalgams, they were very 
few and very small. Figs. 6 and 7 show crystals on cylinders from - 
alloy D a few hours old; the first was packed under 25 kg., the other 
under 400 kg. per circular centimeter. 


THERMAL EXPANSION 


Thermal-expansion measurements were made by means of the lever 
dilatometer used for reaction-expansion measurements.® The cylin- 
drical specimen of amalgam was directly immersed in a slowly heated 
bath of stirred oil. Observations of temperature and of change in diameter 
of the specimen were taken once a minute. 


The dilatometer indicated not the total expansion of the specimen, but 
the difference between this and four-fifths the expansion of a similar 
cylinder of invar, which formed part of theinstrument. Since a knowl- 


SAW. Gray. loc) cot) 68ils 
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see <a 
; edge of the exact expansivity of this invar cylinder was unnecessary, 
it was not determined. Therefore, the thermal expansivity values given 
later must be increased by adding to each the same correction, approxi- 


mately one millionth. In determinations of reaction expansion, this - 


correction vanishes, because the measurements of a given specimen’s 
diameter changes are all made at the same temperature. 

The amalgams from the non-zine alloys tested yielded expansion- 
temperature curves similar to those in Fig. 8, Which represents an amal- 
gam made from alloy F. The curves show results of heating the same 
specimen on successive days; the arrows indicate-the direction of the 
temperature change. The observations were so close together that it was 
impossible to distinguish individual measurements. Dash lines connect 


04 04 7 

5 Sails 8 

8 z lel oa |e = 

c o 

a wee 7) 0.3 ——t G 6 

z a : 

z z : 

S i F ie 

z 02 z 0.2 a 1 

& f 

rf x 

r 2 a] 

= s Bs 

Ton & 0.1 — C + —\2 

f= = : 

Cc « i cs Seal 

5 a ed ees 

2 z 

a ie) a 0 re) 
° ° 40 60 80 100 ie) 20 40 60 80 100 
TEMPERATURE CENTIGRADE TEMPERATURE CENTIGRADE 

Fig. 9.—THERMAL EXPANSION OF AMAL- Fia. 10.—THERMAL EXPANSION OF 
GAM FROM NON-ZINC ALLOY C. AMALGAM FROM ZINC ALLOY G. 


points corresponding to the last observation of one day and the first 
observation of the following day. 

The typical curve for a non-zinc amalgam is characterized by an 
almost straight portion that slopes upwards until the transition begins, 
when a rapid drop to a sharp minimum occurs. This is followed by a 
slight but rapid rise, which is succeeded by a further drop. Reheating 
an amalgam yielded a curve of the same general shape as that obtained 
during the first heating, but with the transition region characteristics 
less pronounced. 

In the case of certain non-zinc amalgams, especially those from alloys 
low in silver and high in copper (like alloy H) these characteristics, 
though noticeable, were not very prominent. This observation is con- 
firmed by the expansion curves for K and L given by Souder and Peters.° 


6 Loc. cit., Fig. 8. 


HEATING TIME IN HOURS 


LINEAR THERMAL EXPANSION IN PER CENT 


494 TRANSITION PHENOMENA IN AMALGAMS 


Fig. 9 represents an amalgam from an alloy having the composition 
of C. It is the same as alloy A of Souder and Peters. As far as it goes, 
their curve for this agrees with that here shown, but they began cooling 


before reaching the maximum. Moreover, they give no data as to the 


behavior of an amalgam the second time it is heated into the transition 
region. That the contraction accompanying transition may reduce 
the diameter of an amalgam cylinder below the diameter it previously 
had at room temperature is shown by Fig. 9 and by the corresponding 
curve of Souder and Peters. 

Amalgams from zine alloys usually yield expansion curves similar to 
those shown by Souder and Peters for their alloys H and B. ‘Typical 
curves of this kind are also shown by Figs. 10, 11, and 12. The out- 
standing characteristic of such a curve is a gradually increasing upward 
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Fie. 11.—THERMAL EXPANSION OF Fig. 12.—THERMAL EXPANSION OF 
AMALGAM FROM ZINC ALLOY K, SHOWING AMALGAM FROM ZINC ALLOY E, SHOW- 
CONTINUED GROWTH AT CONSTANT TEM- ING CONTINUED GROWTH EVEN DURING 
PERATURE DURING TRANSITION. FALLING TEMPERATURE. 


curvature, which rapidly changes into a steep rise as the transformation 
gets under way. Once this rapid expansion is well started, it will continue 
forsome hours, although the temperature be held constant, or even lowered. 
The great influence that a little zine exerts upon the transition is strik- 
ingly brought out by a comparison of Figs. 8 and 10. The test specimens 
for both F and G were prepared under conditions as nearly identical as 
possible. They were made by triturating 3 gm. alloy with 6 gm. mercury 
for 6 min. and then molding under a pressure of 141 kg. per cire. 
em. applied 8 min. The dotted curves in Figs. 10, 11, and 12 indicate 
the rates of temperature change. The change of heating rate near 


50° C., Fig. 10, produced no noticeable effect on the initial straight 
portion of the expansion curve. 
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Figs. 11 and 12 show how the transition continues after it is once 
well started, even though the temperature be held constant or even lowered. 
Both of these figures represent observations on alloy E. The test 
specimens were prepared as for Figs. 8 and 10, except that the amalgam 
represented by Fig. 11 was packed under 400 instead of under 141 kg. 
per circ. cm. In Fig. 11, the heating rate was not reduced until just 
after the beginning of transition became apparent. Growth continued 
while the temperature was held constant at 70.0° C. for 30 min. 
Later, a continued expansion was observed for 214 hr. while the specimen 
was maintained at 75° C. 

In the case of Fig. 12, after the temperature had reached 80° C., 
heating was discontinued and the bath allowed to cool. At first the 
ordinary thermal contraction predominated; but as the transition got ~ 
well under way, the expansion completely overshadowed this contrac- 
tion, even though the temperature had fallen considerably below that at 
which rapid growth began during warming. The gradually increasing 
upward curvature noticeable in amalgams containing zinc is very promi- 
nent in this curve, perhaps because of the high mercury content that accom- 
panies the rather low packing pressure. 

A curve similar to the first two portions of that in Fig. 12 is shown by 
Souder and Peters for their alloy B. Their curve, however, lacks the 
rapid expansion that the author observed as the cooling was continued 
below 60° C. 


TasLE 2.—Linear Expansivity of Amalgams near nV pd Or 
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That zine exerts little influence on the expansivity until the transition 
region is approached is evident. That it is not the only factor determin- 
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ing the behavior during transition is indicated by Souder and Peters’ 
curve for alloy P, which begins transition with a contraction, although 
it contains 5 per cent. of zinc. The fact that this particular alloy contains 
only 60 per cent. of silver may have some bearing. 

Table 2 presents values found for the linear thermal expansivity of 
several amalgams near body temperature (37.5° C.). The letter follow- 
ing the specimen number indicates whether the measurements were made 
during the first or the second heating into the transition region. The 
horizontal line separates the data on the zine alleys E and G from the 
data on the non-zine alloys F, C, and H. As the third and fourth columns 
of the table indicate; the amalgamation was thorough. In each case 
a liberal supply of mercury was triturated with the alloy; and the tritura- 
- tion time was excessive for the 3 gm. alloy used in making a cylinder. 
The packing pressure given in the fifth column was maintained 8 min. 
during the molding of the amalgam. 

All the specimens had been used in reaction expansion tests some 
months before these thermal expansion measurements were made. Dur- 
ing the interval, the specimen had been kept in an incubator at body 
temperature. In the last column is recorded, in millionths per degree 
centigrade, the difference between the thermal exp ansivity of each amal- 
gam and four-fifths the expansivity of the invarcylinder. As already 
stated, a correction of approximately one millionth must be added to 
each value given in the table to obtain the expansivity of the amalgam 
itself. Omission of this correction in no way affects the determination of 
differences among the expansion coefficients of the various amalgams. 

The amalgam from which specimen IV was made was subjected to a 
peculiar thermal treatment. Immediately after trituration, it was 
rapidly cooled by being laid upon CO, snow for 10 min. Then it was 
softened by slightly warming it in the hand; but before reaching room 
temperature it was molded into a test cylinder for determining reaction 
expansion.’ 

Table 2 shows no great differences in the expansion coefficients of 
amalgams prepared from alloys varying considerably in composition. 
The range in silver is from 54 to 70 per cent.; in tin, from 26 to 30; in 
copper, from 3 to 16; and in zine, from 0 to 1. Warming into the transi- 
tion region increased the body temperature expansivity by a few per cent., 
except in the case of alloy C. In this case there was a reduction in 
expansivity. : 

The results for alloy E indicate that variations in amalgamation and 


7 The amalgam was subjected to this treatment so as to test a process advocated 
for prolonging the time that a dentist might take while inserting a filling made from 
one of the high-grade, and, consequently, rapidly setting alloys. Lowering the tem- 
perature retards the reaction that causes the amalgam gradually to change from a 
soft, plastic mass to a hard substance of great strength. 
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in packing pressure are without much effect upon the thermal expansivity, 
although such variations profoundly modify reaction expansion, crushing 
strength, mercury content, and other properties, especially when the 
packing pressure is low. The expansivity of specimen I appears to be 
somewhat greater than that of the other specimens from alloy E. Perhaps 
this is attributable to the higher mercury content resulting from the lower 
packing pressure. The average deviation of the coefficients found for 
the five other amalgams from the same alloy differs from the average of 
the five coefficients by only + 0.3 in 24.3, or 1.2 percent. The difference 
between the smallest and the largest. of the five values is 1.2, which is 
4.9 per cent. of the average. 

Souder and Peters report the three values 25.0, 24.7, and 28.0 for the 
amalgams that they prepared from substantially the same alloy as E.° 
The average deviation of these coefficients from their average is + 14in 
25.9, or 5.4 per cent.; the difference between the smallest and the largest 
is 3.3 or 12.7 per cent. 

These comparatively large deviations are not ascribable to the type of 
expansion apparatus used by Souder and Peters, because their instrument 
(Priest’s modification’? of the Fizeau dilatometer) is capable of measuring 
small elongations with high accuracy. The deviations are due, rather, 
to their failure to control the packing pressure and, consequently, the 
mercury content of the amalgam specimens. Experiments on specimens 
packed by dental methods are useful for showing results to be expected in 
dental practice; they are not so useful when the object is to make precise 
comparisons of similar materials. 

The similarly prepared amalgams from alloys F and G yielded almost 
identical expansivities at hody temperature the first time they were 
heated; the one per cent. of zinc in the latter does not show any effect 
until transition begins. 


THERMAL ANALYSES BY MODIFIED Rosperts-AUSTEN 
MertrHop 


Thermal analyses of some amalgams were made by the Roberts-Austen 
differential method changed so that the primary thermometer gave the 
temperature of the neutral body instead of the temperature of the speci- 
men under investigation. The apparatus shown in Fig. 13 was employed. 
The bulb of a mercurial thermometer serves as neutral body. Bound close 
against this by several layers of silk is one junction of a copper-con- 


8 Jrregularities in results obtained at the Bureau of Standards with hand-packed 
amalgams appear to support this view. 

9 Loc. cit,, 316. Their alloy C. 

01, G. Priest: A New Interferential Dilatometer. Bureau of Standards Sci. Paper 
365, Bull. 15 (1920) 669-678. 
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stantan thermoelement; the other junction is located near the thin, 
drawn-out tip of.the glass tube that encloses both thermometer and 


Fire. 138.—Ap- 
PARATUS USED FOR 
THERMAL ANALYSIS 
BY MODIFIED 
RosBERtTS - AUSTEN 
METHOD. 


thermoelement. This tip is inserted in a hole drilled 
axially into the speciinen; therefore the thermoelement 
determines the temperature difference between the 
specimen and the thermometer bulb. It was con- 
nected directly in series with a Leeds & Northrup Type P 
galvanometer, and with sufficient resistance to yield 
critical damping. The sensitivity was such that one 
scale-division corresponded to 0.05° C., so that read- 
ings to 0.01° C. were easily obtained. 

The specimen and the neutral body, surrounded by 
a glass tube and a few millimeters of asbestos, were 
simultaneously heated within a small electric furnace 
supplied with current from a portable storage battery. 
The resistor was wound around a piece of iron pipe. 
A thermoelement with one junction just under the 
heating coil and the other close to the inside wall of 
the pipe, indicated the radial temperature gradient. 
By gradually reducing the control resistance so as to 
keep this gradient constant while the temperature 
was being increased, a regular heating rate was easily 
maintained. This was close to 0.5° C. per minute. 
Both the mercurial thermometer and the thermoele- 
ment galvanometer were read every quarter minute. 

A typical set of heating and cooling curves is re- 
produced in Fig. 14, which shows the behavior of amal- 
gam from alloy B. The arrows to the left indicate the 
direction of the temperature change; the adjacent num- 
bers indicate the consecutive heatings of the same 
specimen of amalgam. The temperatures at the bottom 
of the chart are those of the specimen. The distance 
between one horizontal line and the next represents a 
temperature difference of 2.5° C. between specimen 
and neutral. In the following three charts the same 
distance represents 1° C. 

The thermal analysis curves of Fig. 14 exhibit the 
following prominent features: The first time the amal- 
gam is warmed, the heat absorption marking transi- 
tion takes place rather suddenly. It is also fairly in- 
tense, resulting in a temperature difference of about 5° 
C. between the specimen and the neutral body. Upon 


subsequent warmings, the absorption begins about 5° C. lower than upon 
the first warming; it also proceeds much more gradually and is completed 
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at a lower temperature. The magnitude of the absorption is consider- 
. ably less during the second than during the first heating. It is still less 
during the third; but thereafter little or no change is observable. The 
sharp minima in the several heating curves occur at nearly the same 
temperature, which decreases slightly with each warming. The tem- 
peratures observed upon the five consecutive heatings of this speci- 
men were 74.4°, 73.7°, 73.6°, 73.3°, and 73.1° C. The temperature 
region marked by rapid heat absorption agrees closely with the region 
marked by the first rapid contraction in the case of the non-zine amal- 
gams (Figs. 8 and 9), and by the rapid expansion in the case of the amal- 


TEMPERATURE DIFFERENCES : SPECIMEN— NEUTRAL 
TEMPERATURE DIFFERENCES : SPECIMEN — NEUTRAL 
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Fig. 14.—TyYpPiIcaL THERMAL ANALYSIS CURVES, SHOWING CHANGES ON CONSECU- 
TIVE HEATINGS; AMALGAM FROM ALLOY 
Fig. 15.—AMALGAM FROM ALLOY A. 


gams containing zinc (Figs. 10, 11, and 12). During cooling throughout 
a temperature interval of 60° C., no corresponding evolution of heat is 
evident. Fig. 15 is a striking example of smaller heat absorption dur- 
ing the second warming through the transition region. ‘The temperatures 
marked by the minima are 75.0° and 72.3° C. 

Fig. 16 shows the effect of adding 1 per cent. of zine to the alloy from 
which the amalgam is made. The lower curves represent alloy F; the 
single curve near the top of the chart, alloy G. The preparation and the 
subsequent treatment of both specimens were made as nearly alike as 
possible. ‘The addition of the zine increased the heat absorption; also 
it increased from 77.0° to 78.1° C. the temperature at which the minimum 
appears in the curve of first heating. 

Although differences between the amalgams are unmistakably disclosed, 
the contrast is by no means SO striking as that brought out in Figs. 8 and 
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10 by the dilatometric method of thermal analysis applied to a pair of 
amalgams from the same alloys F and G. The differences obtained are 
not attributable to the fact that each cylinder of the pair examined by the 
thermometrie method was prepared from 6 gm. alloy triturated with 
1.60 times this mass of mercury for 4 min. and molded under a pressure of 
400 kg. per cire. em., while each cylinder of the pair examined by the 
dilatometric method was prepared from 3 gm. alloy triturated with 2.00 
times this mass of mercury for 6 min. and molded under a pressure of 
141 kg. per circular centimeter. 

Fig. 8, as well as Fig. 16, indicates that the transition of amalgam pre- 
pared from alloy F starts at a lower temperature and proceeds more gradu- 
ally the second time the specimen is heated. Likewise, in the second 
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Fie. 16.—INFLUENCE OF ZINC; LOWER CURVES FROM NON-ZINC ALLOY F, Top 
CURVE FROM ZINC ALLOY G. 
Fria. 17.—INFLUENCE OF PACKING PRESSURE} LOWER CURVE FROM AMALGAM OF 


ALLOY EH MOLDED UNDER 141 KG. PER CIRC. CM., UPPER CURVE FROM SAMB AMALGAM 
MOLDED UNDER 1131 KILOGRAM. 


curve of each figure, the minimum appears sooner and is less Det 
than in the first curve. 

Fig. 17 shows that increasing the packing pressure from 141 to 1131 
kg. per cire. em. reduces but little the heat absorption during the 
transition of an amalgam from alloy E, while it produces no clearly 
evident effect on either the temperature at which the sudden descent 
begins or the temperature at which the minimum is reached. The 
observed change from 77.5° to 77.2° C. is without significance. 

The four alloys represented by Figs. 14, 15, and 16 were all amalga- 
mated under the same conditions and were all packed under 400 kg. 
per cire. cm. The results of subjecting their amalgams to thermal 
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analysis afford, therefore, some information in regard to effects aseriba- 
ble to variations in the compositions of the alloys. Alloys A and B 
both contain 5 per cent. copper and no zinc. They differ only in silver- 
tin ratio. Figs. 15 and 14 indicate that reducing this ratio from 7549 
= 3.75 to 6%._ = 2.65 makes but little change (75.0° to 74.4° C.) in the 
transition temperature observed on first heating. It does, however, 
materially lessen the reduction in heat absorption noticeable on the 
second curve for each alloy. r ' 

Alloys B and F do not differ widely in silver-tin ratio (6946 = 2.65 
and 7947 = 2.59). Reducing the copper content from 5 to 3 per cent. 
has increased from 74.4° to 77.0° C. the temperature at which the mini- 
mum appears in the curve of first heating. It has also lessened the heat 
absorption considerably. Upon second heating, however, no significant 
difference is observable in the transition temperatures of the amalgams 
from the two alloys: 73.7° C. for B and 73.5° for F. 

Alloys B and E have the same copper content (5 per cent.), the same 
tin content (26 per cent.), and nearly the same silver content (69 and 68 
per cent., respectively). They differ principally in that E contains 1 
per cent. of zinc and B none. The amalgam from B, packed under 400 
kg. per cire. cm., shows the minimum in the curve of first heating 
at 74.4° C. The amalgams from E, packed under 141 and 1131 kg., 
show the minimum at 77.5° and 77.2° C., respectively. Thus, the re- 
sults from alloys B and E confirm, to some extent, those from F and G. 
The addition of zinc appears to raise the transition temperature. 


DISCUSSION 


WitMER SouprER and CHAUNCEY PETERS, Washington, D. C. 
(written discussion).—The paper deals in part with the actions taking 
place at temperatures between 70° and 85°C. and further confirms the 
probable universality of the abnormal behavior of amalgams at such 
temperatures; but it is not likely that any amalgam filling im setw will 
receive this extreme temperature treatment. 

Doctor Gray has implied that hand-packed specimens are less uniform 
than mechanically packed specimens, and calls attention to our variation 
of 12.7 per cent. in expansivity for a certain alloy C.!! The larger part 
of this variation may well be due toa lack of uniformity of manufacturers’ 
product since, as stated in the paper, different bottles of alloy were used 
for these tests. That machine-packed specimens are not homogeneous, 
under reasonable conditions, is shown by the 14 per cent. variation of 
two points on the curve of crushing strengths reported to this society 
two years ago by Doctor Gray.!2 (In the absence of anystatement to the 


1'Transition Phenomena in Amalgams, 10. 
12 Metallographic Phenomena Observed in Amalgams. Trans. (1919) 60. 


502 TRANSITION PHENOMENA IN AMALGAMS 


contrary, it is assumed that all tests are for the same alloy.) Fig. 18' 
represents crushes from a machine-packed amalgam under conditions 
that could possibly be reproduced in the mouth. The agreement 
improves somewhat in Fig. 19!4 where the mechanical packing pressure is 


Crushing Strength in kg per cir cm 


20 
Mercury-Alloy Ratio Packed under 141 kg 


Fia. 18.—EFFrEcTS OF VARYING RELATIVE AMOUNTS OF MERCURY AND ALLOY THAT 
ARE MIXED TOGETHER IN MAKING AN AMALGAM. 


Crushing Strength In kg per cir cm 


Mercury-Alloy Ratio Packed under 400 kg 
Fria. 19.—Mopirication oF Fia. 18 pRoDUCED BY INCREASING PACKING PRESSURE 
FROM 141 To 400 K@. PER CIR. cM. 


far above mouth possibilities; at eight to ten times the possible mouth 
pressures, Fig. 20,1° the uniformity is very much better. 


Fig. 7, Metallographic Phenomena Observed in Amalgams. 
14 Wg. 8, same paper. 15 Fig. 9, same paper. 
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, This indicates that specimens packed in steel tubes with a close fitting 
piston, forced down with a single thrust have non-uniform spots, mercury 
pockets, voids, etc., unless the pressure used is approximately ten times 
that possible for use in the mouth. 

: When Doctor Gray’s values for expansion are corrected by the amount 
indicated, they run slightly higher than ours, with perhaps a tendency 
to higher values for the lower mechanical packing pressures; this may be 
due to an over correction for the inaccuracy f his dilatometer or to the 
presence of mercury pockets in the specimens, mercury being an element 
of large expansivity. The company with which Doctor Gray is associated 
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Fig. 20.—Moprrication or Fies. 18 AND 19 BY FURTHER INCREASE OF PACKING 
PRESSURE TO 1131 KG. PER CIR. CM. 


has spent three years research in developing a set of hand-packing in- 
struments and a technique!’ which it claims eliminates voids in the amal- 
gams and assures a homogeneous filling. Definite instructions usually 
accompany each ounce of alloy; some companies specify a special set of 
instruments and frequently employ men to demonstrate the proper 
manipulation of their alloys, to secure the best results. We have secured 
many valuable suggestions from these representatives. In our work 
we attempted to comply explicitly with each reasonable detail. In the 
article quoted,!” we say: 

The greatest variation in results, when using a given manipulation, appears 


to arise not so much from slight irregularities in manipulation of alloy as from varia- 
tion in alloy from package to package. Another method of securing uniformity 


16. D. Caulk: Dental Quarterly (Feb., 1919), 20. 
17 W. H. Souder and C. G. Peters: An Investigation of the Physical Properties of 


Dental Materials. 
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of results resorted to by some investigators consists in packing specimens under 
continued mechanical pressure, allowing several minutes to elapse before removing 
them from the matrix. The authors have been more interested in finding what 
happens to amalgams as they are ordinarily used, or should be used. 


Perhaps the impression has been left that our work on zine content 
of amalgams is not definite. Those familiar with the amalgam problems 
know that practically all discussions on the effect of zinc have hinged on 
the question of the electromotive forces of zine and non-zinc amalgams. 
In the light of this we include the table of values that summarizes the 
work on electromotive forces. From this table we may conclude that no 
effect need be expected due to differences of electromotive force between 
zinc and non-zinc alloys. The question of what takes place between 
gold and amalgam is far more important. 

As to the effect of zinc on the transformation or critical region, we 
cannot attach nearly the importance given it by Doctor Gray. The fact 
that alloys of zinc and non-zine “sweat” droplets at or near the critical 
region makes us cautious in generalizing the indicated expansivities above 
60° C. These droplets sometimes crystallize, as shown by his photo- 
graphs. These crystals may contain as much as 75 per cent. tin, the 
remainder being mercury. When one of these droplets exudes beneath 
a lever of the expansivity apparatus it causes this lever to indicate false, 
thermal expansion. As this liquid crystallizes, which it will do at falling 
temperatures, it separates farther the parts of the apparatus and indi- 
cates an expansion of local crystals whereas the major part of the speci- 
men may be undergoing real contraction. Figs. 10, 11, and 12 are easily 
explained by this fact. 


TABLE 3.—Hlectromotive Force of Zine Alloys 


0 per cent. zinc. oa agile ceed —(Q.54)1 per cent. zine. 7.7... —0.52 
0 per cent. zine diiplicatey) SS le | —0.55]|2 per cent. zinc....... —0.52 
0 per cent. zinc, 16 per cent. copper..... —0.52]5 per cent. zinc....... —0.51 
0 per cent. zinc, 16 per cent. copper) jold (metallic)...... | +0.002 
(duplicate) /<) biteme o.c.sba serps ara 3 | —0.52 : 


We have watched these drops exude beneath the contact of the inter- 
ferometer. When they form at points other than those of contact, the 
amalgam may pass through this region with only a slight jog in the curve. 
Our experiments showed that it was not likely that any am lgam filling 
would be subjected to this high temperature; the hottest temperatures 
recorded in amalgams in the mouth are belowthis. Hence, little attention 
is being given to this phase of the investigation, as it does not appear to 
be of vital importance in dental fields. 
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ARTHUR W. Gray (author’s reply to discussion).—Messrs. Souder 
and Peters attempt to show that specimens of dental amalgams condensed 
in a mold by a measured pressure applied through a piston are no more 
uniform, under what they term reasonable conditions, than specimens 
packed by hand pressure with the instruments used by dentists in filling 
teeth. They cite two points plotted on a chart" published to show how 
the crushing strength of an amalgam is affected by varying the relative 
amounts of mercury and alloy that are mixtd together. These points 
represent two cylinders that failed under crushing loads of 3627 kg. and 
3167 kg., respectively. The difference between these extreme values is 
about 13.5 per cent. of their average. 

They apparently failed to note that all the charts preceding Fig. 12 
in the paper cited represent the results of preliminary tests, in which the 
specimens were crushed at room temperature, and both the compression 
and the balancing of the crushing load were regulated by hand. One of 
the two cylinders was made five days before the other from a different 
batch of alloy. Both were crushed 24 hr. after making, or before the 
amalgam had completely hardened. Thus, the deviation ascribed to 
lack of homogeneity in machine-packed amalgams may well have been 
due to variation in any one or more of several unknown factors, including 
those occasional irregularities that seem inseparable from strength tests. 

If reference be made to Figs. 12 and 15 to 20 of the same paper, no 
such deviations will be found, although all the points in the charts 
represent individual specimens and no results in any series have been 
suppressed, even when they deviated more than usual from the averages. 
On the other hand, in the charts representing the preliminary tests, 
without temperature control and without regularity in load application, 
numerous examples can be found of even greater deviations than the 

one cited. The results of some preliminary tests were published because, 
in spite of their large deviations, they appeared to give sufficient evidence 
in regard to the phenomena that they were designed to elucidate. 

As Messrs. Souder and Peters point out, the deviations of the plotted 
points from the curves ‘n the three charts that they reproduce decrease 
with increase of packing pressure. An improvement of this kind is to be 
expected. But that it may not all be due to increase of packing pressure 
is suggested by some of the large deviations at still higher pressures 
plotted in Fig. 6 of the same paper. Moreover, 400 kg. per cir. cm. is 
not far above mouth possibilities and 1131 kg. per cir. cm. is not eight 
to ten times the possible mouth pressures, as Messrs. Souder and Peters 
assert. It is true that a pressure of 400 kg. per cir. cm., which is equiva- 
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lent to 4 kg. per cir. mm., is not usual in filling a tooth; but it is possible 
in small cavities favorably located. q 

Specimens of dental amalgams packed by piston pressure do show 
non-uniform spots, mercury pockets, voids, etc., especially at low packing 
pressures. These defects can easily be seen with a low-power micro- 
scope and often with the naked eye. To a large extent they can be 
obliterated by suitable manipulation of the amalgam during packing 
with dental instruments; but their frequent occurrence even in hand- 
packed amalgams can easily be verified by the examination of fillings in 
extracted teeth. 

The various dental alloys on the market differ widely in regard to the 
ease with which such defects in fillings can be avoided. These differences 
are readily detected by observing under moderate magnification the 
surfaces of amalgams packed by piston with the same fairly low pressure, 
such as 25 or 50 kg. per cir. cm. They are most clearly revealed when 
sufficient time has elapsed after packing for the free mercury on the 
surfaces to diffuse into the interiors. Structural defects that interfere 
with proper adaptation of the amalgam to the walls of the tooth cavity 
are quite as serious as the shrinkage and flow of amalgams from low- 
silver alloys. A proper testing procedure will accentuate rather than 
conceal imperfections in a material under examination. 

The packing instruments to which Messrs. Souder and Peters refer 
were designed to assist dentists in filling teeth. They were not designed 
to prepare specimens for physical tests intended to compare different 
dental alloys. 

The condensation of amalgam test specimens by hand pressure or 
mallet blows is fundamentally wrong if the object be to make a reasonably 
accurate comparison of different dental amalgam alloys. Messrs. 
Souder and Peters appear to have confused testing for this purpose with 
testing to learn the behavior of different amalgams when employed for 
filling teeth. No testing method can be regarded as satisfactory until 
it is capable of such definite specification that different investigators will 
obtain essentially the same results when attempting to test the same 
material in accordance with the specified procedure. Dental amalgams 
are so sensitive to manipulation during packing that different observers 
get widely divergent results from hand packing the same alloy even when 
following the same directions. Machine packing under measured pres- 
sure 7s capable of definite specification, and yields results reproducible 
with fair uniformity, even as regards non-uniform spots, mercury pockets, 
voids, etc. Hand pressure, mallet blows, burnishing, tamping, and other 
dental manipulations that depend on the judgment and skill of the opera- 
tor are not capable of definite specification. 

Although mechanical packing under high pressure can be used to 
produce amalgam specimens considerably stronger than those produced 
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by dental methods of packing, it is not necessary to force up the strength 
in this way. ‘Test specimens can also be prepared under packing pres- 
sures: that will yield amalgam of which the strength and other char- 
acteristics will be essentially the same as obtained when dental methods 
are used. 

Because the knowledge of such packing pressures is of great impor- 
tance in furnishing a connecting link between the methods of manipula- 
tion necessary in dental practice and the niethods of manipulation 
suitable for comparative tests of dental alloys, I have determined 
the mean effective dental packing pressures employed by different in- 
dividuals in condensing amalgam. These range from less than 20 to 
more than 200 kg. per cir. cm. in packing cylindrical cavities only 3 mm. 
in diameter. Even in the case of a dentist possessing unusual skill in 
making amalgam restorations, the mean effective pressure ranged from 
62 to 234 kg. Larger cavities, such as those used by Messrs. Souder and 
Peters, while easier to pack mechanically, are still more difficult to pack 
by hand. 

Messrs. Souder and Peters do not indicate how they determined 
‘‘nossible mouth pressures.” The mean effective dental packing pressure 
cannot be computed from measurements of the operator’s hand thrust and 
the area of the packing instrument used. Since it depends on several 
other factors, including the size of the cavity and the nature of the 
amalgam, it must be determined experimentally. For this purpose, 
use may be made of variations in any property that can be expressed as 
a known function of the packing pressure, such as strength, mercury 
content, density, or reaction expansion. 

In the cases cited, the mean effective pressure was determined by 
application of the logarithmic law connecting crushing strength with 
packing pressure.’® The specimens were all crushed when within one 
degree of 37.5° C. and corrections were applied for any deviations from 
this temperature. For determining the constants in the equation, a pair 
of test cylinders were packed under each of the following pressures: 
100, 200, 400, 800, and 1600 kg. per cir. cm. The crushing strength 
found for each cylinder differed from the average for the pair by 1.1, 
0.2, 2.6, 2.0, and 1.3 per cent., respectively, the average being 1.4 per cent. 

Thirteen specimens of the same amalgam were packed by hand in the 
same mold with dental instruments, each of four individuals, using the 
same instruments, packed from one to five specimens as well as he could. 
The average deviation from the average crushing strength was 7.6 per 
cent. of this average; the difference between the highest and the lowest 
value was 34 per cent. The average value of the mean effective packing 
pressure was 68 kg. per cir. cm.; the average deviation from this was 64 
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per cent.; the difference between the highest (234 kg.) and the lowest 
(17 kg.) was 321, per cent. Do these results indicate that hand-packed 
specimens are more reliable than machine-packed ones for the purpose of 
comparing different dental amalgam alloys? 

In trying to account for their variation of 12.7 per cent. in the thermal 
expansivity of a certain alloy, Messrs. Souder and Peters assert that 
“the larger part of this variation may well be due to a lack of uniformity 
of manufacturers’ product since, as stated in the paper, different bottles 
of alloy were used for these tests;’’ and again, that “the greatest variation 
in results, when using a given manipulation, appears to arise not so much 
from slight irregularities in manipulation of alloy as from variations in 
alloy from package to package.’”’ This explanation is plausible, but it is 
not valid. They submit no data to show that their experimental tech- 
nique is sufficiently reliable to yield substantially the same result when- 
ever a given test is repeated with samples of alloy from the same package. 
They have failed to control either packing pressure or temperature, both 
of which exert considerable influence upon the behavior of a dental 
amalgam.?° At body temperature, a change of 1° C. changes the crush- 
ing strength approximately 50 kg. per cir. cm., or 900 lb. per sq. in. If 
neither temperature nor packing pressure is controlled, what significance 
can be attached to variations of a few thousand pounds per square inch 
in the results of crushing tests? Messrs. Souder and Peters have pub- 
lished results to 50 lb. per sq. in., notwithstanding such fluctuations 
due to temperature alone.?! 

As a matter of fact, numerous tests of dental alloys fail to show any 
such lack of uniformity as Messrs. Souder and Peters assume. Some 
alloys are, indeed, defective, especially as regards annealing. Some manu- 
facturers, recognizing that their products change with age, date the 
packages and inform the dentist that alloy more than a year old should 
be exchanged for fresh material. 

The correction that Messrs. Souder and Peters have ascribed to the 
inaccuracy of my dilatometer is a correction of exactly the same nature 
as the one they apply to their own measurements because of the expan- 
sion of the base of their interferometer, and-which they designate by 
Cs in equation (4). Since my reference material was invar instead of 
glass, my correction was only about one-tenth (or perhaps only about 
one-twentieth) of the correction necessary with the interferometer. For 
my purposes a closer knowledge of the expansivity did not warrant the 
labor involved in a special determination. 


20 Ibid. ' 

Table 3, entitled ‘Comparison of Amalgams,” Dental Cosmos (1920) 62, 332- 
334; Bureau of Standards Tech. Paper 157 (1920) 38. 

* Dental Cosmos (1920) 62, 312; Bureau of Standards Tech. ExGup eral) cam tee 
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The claims that have been made in regard to the effect of zinc on a 


dental amalgam have by no means been confined to its alleged effect on — 


electromotive force. This particular claim is of recent origin, and has 
been exploited mainly, if not solely, in connection with advertising propa- 
ganda. Measurements made by the writer early in 1917 showed that 
zine produced but little effect on the electromotive force developed be- 
tween gold and amalgam, either in the mouth or in various electrolytes. 
The results published by Messrs. Souder and Peters confirm these ob- 
servations. 

Messrs. Souder and Peters do not make clear how Figs. 10 and 11 are 
easily explained by an expansion of local crystals during their formation 
at falling temperatures, since both of these figures show the abnormal 
expansion at constant or slowly rising temperatures. — : 

They certainly would not insist that the phenomena I have recorded 
are of no importance in dental fields. Failure to show immediate prac- 
tical applications does not necessarily mean that the information dis- 
closed may not lead to new developments, or that it is without interest 
to metallographists. 
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Physical Tests on Sheet Nickel Silver 


By Wm. B. Prics,* Px. B., anp Pxitip Davipson,t M. 8., WareRBURY, CoNnN. 


(Columbus Meeting, October, 1920) 


Tue object of this paper is to present a survey of some of the physical 
properties of sheet nickel silver when subjected to cold rolling and when 
annealed at temperatures extending from 350° C. throughout the com- 
mercial annealing range. 

A number of alloys were taken from stock and analyzed. Four of 
these, representing low nickel and high nickel both with and without 
lead, were chosen for the tests. The analyses were as follows: 


ALLOY Coprrr, Leap, IRON NICKEL, MANGANESE, Zinc, 


Per Cent. Per Cent. PER CENT. Per Cent. Per Cent. Per CEnrT. 

JAR. soe Na Dee OE 64.68 Trace 0.194 6.73 0.06 remainder 
IB OEE Hien ok 605.82 IF 0.227 Geely 0.06 remainder 
Hi Seis to ER 65.44 Trace 0.345 iiss 0.08 remainder 
eee eeha ron csc. ODL00 1.08 0.238 aed Aye 0.06 remainder 


These alloys were rolled in accordance with regular mill practice to 
approximately No. 6 B. & 8. gage. The bars (which were then coiled) 
were annealed together in a mill muffle and afterwards pickled in a 10 per 
cent. sulfuric-acid solution and cold rolled in stages of approximately 
one number (B. & 8.) at a time to No. 18 B. & S. gage. After each 
stage, suitable samples were set aside for physical tests. Additional 
samples were chosen for tests after the bars were rolled to Nos. 8, 10, 
12, and 14 gage. These samples were annealed together in the mill 
muffle and, after pickling, were finished on 0.050-in. gage, yielding a 
series of specimens 2, 4, 6, and 8 numbers hard for the subsequent 
annealing tests. 

Tensile test pieces 9 by 1 in. (22.9 by 2.5 em.) were cut from both lots 
and the central portion was milled to give a test section 214 in. long by 
72 in. wide. A distance of 2 in. was marked off on the edge of each speci- 
men with light punch marks. In the case of the annealed alloys, Erichsen 
test pieces 4 by 214 in. were also taken. 


* Chief Chemist and Metallurgist, Scovill Mfg. Co. 
} Metallurgist, Scovill Mfg. Co. 


WM. B. PRICE AND PHILIP DAVIDSON uel 


Meruops oF TESTING 


The tensile tests were made on a 50,000-Ib. Olsen testing machine 
adjusted to take a maximum load of 5000 Ib. (2268 kg.). The yield 
point was considered to be that load necessary to produce a permanent: 
set of 0.001 in. in 2in. and was obtained by measuring the elongation of the 
specimen during the test with a pair of dividers. The Brinell tests were 
made with an Olsen hydraulic machine, as preliminary tests on the ten- 
sile test pieces. A pressure of 500 kg. for 30 sec. with a 10-mm. ball was 
used. The scleroscopic hardness tests were also made on the tensile 
test pieces using the Shore universal hammer. The Erichsen ductility 
tests were made with a machine equipped with standard Erichsen tools 
but so designed that the pressure required to produce a cup was measured 
on the Olsen testing machine. The advantages of such a machine over 
the standard Erichsen machine are: the speed of cupping can be made 
uniform, the end point is sharp, and the load necessary to cup the material 
can be measured with precision. 

Specimens for microstructure were also taken from the ends of the 
test specimens before pulling. Alloys A and B were etched with NH.OH 
+ H.O2, while dilute acidified ferric chloride solution was used in the 
case of alloys C and D. All micrographs were made at a magnification 
of 75 diameters. 


Resutts oF TESTS ON ROLLED SPECIMENS 


The results of the physical tests made on the rolled specimens are 
shown in Tables 1 and 2; they are represented graphically in Figs. 1 and 2. 
Representative micrographs of alloys A and C are shown in Figs. 9 
and 10. 

The curves show that, in a general way, the alloys with the lower 
nickel content are slightly harder than brass subjected to similar treat- 
ment. The alloys with the higher nickel content, however, although 
slightly harder when in the annealed condition, do not harden as rapidly 
under severe cold rolling as those with the lower nickel content. The 
comparison is shown graphically in Fig. 3. As a matter of fact, in works 
practice alloys with the higher nickel content are considered more 
amenable to cold working operations than those with the lower nickel 
content. The presence of about 1 per cent. of lead in either alloy does 
not appear to affect the physical properties to any great extent. 


PuysicaAL TESTS ON ANNEALED STRIPS 


As stated, samples approximately 2, 4, 6, and 8 numbers (B. & 8.) 
hard at 0.050-in. (1.27-mm.) gage were obtained from each of the four alloys. 
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Tensile Strength, in Thousands of Pounds 
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Three tensile and three Erichsen specimens rae each lot (making 48 
tensile and 48 Erichsen specimens) were placed on a small pan 11 by 
14 in. (28 by 36 cm.) and carefully annealed in a nichrome-wound 


300 x—92 *Hard Stock - Tensile 60 u = 60 
ee By pieas 
eT ee = 1 a a 
- » detong{50 g #2 50 
> Hilt a Su Legend 
3 = Hard Sfock-Scler|, 
$80 40 Bs 10 fe ler} 6 
a 4S = ” 
é Se Sa ees 
a 3 a 
310 30 2 3 8 2130 
ee 25 8 a7 
= 60 20 8 2 6 e 
bie) By ee 
15 rH Ko} o 
~ 2 a” 
50 10 & o 4 10 
a 
5 ee 
) 
ite ous : 
Hard 350) 425° BA BID oO. S SIa Bas Hard 350 425 500 575 630 750 835 


Temperature of Anneal, in Degrees Centigrade Temperature of Anneal, in Degrees Centigrade 


Fre. 5. Fic. 6. 


Fig. 5.—PHyYsICAL TESTS TAKEN ON ANNEALED MATERIAL. ALLOY C. ORIGINAL 
SAMPLES REDUCED 16.6, 40.3, 52.7, AND 62.0 PER CENT. 
Fic. 6.—ERICHSEN DUCTILITY AND SCLEROSCOPIC HARDNESS TESTS TAKEN ON 


ALLOY A, ANNEALED SERIES, 
# 


electric muffle furnace 12 in. wide by 8 in. high by 28 in. deep, the temper- 
ature of which was controlled by means of a Pt-Pt-Rh thermocouple 
used in conjunction with an Englehardt millivoltmeter. The specimens 
were annealed for !4-hr. periods at the temperature designated, plus a 
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Temperature of Anneal, in Degrees Centigrade 
Fig. 7. Fie. 8. 
Fig. 7.—TENSILE STRENGTH AND PER CENT. ELONGATION OF ANNEALED pave Lre 


atuoys A, B, C, aNp D PREVIOUSLY ROLLED 4 NUMBERS HARD. 
Fig. 8. ” ERICHSEN DUCTILITY AND SCLEROSCOPIC HARDNESS TESTS TAKEN ON ALLOY 


‘C, ANNEALED SERIES. 


preheating period averaging 1 hr. 17 min. The physical test results are 
given in Tables 3 to 10. The tensile test values are shown plotted 


against the temperature in Figs. 4 and 5. 
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Scleroscopic Hardness Numbers, 


Scleroscopic Hardness Numbers, 


Universal Hammer 


Universal Hammer 
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The Erichsen ductility values and the scleroscopic hardness values are 
shown in plotted form in Figs. 6 and 8; these curves are similar to the 
tensile strength and elongation curves in Figs. 4 and 5. The Erich- 
sen curve parallels the per cent. elongation curve while the scleroscopic 
hardness curve is similar to the tensile strength curve. 

The grain characteristics of nickel silver are similar to those of brass, 
except that grain growth is retarded by the presence of nickel. The 


; ’ : q : eek) i Fa 
a. Minn ANNEAL. b. 16.18 PER CENT. REDUCTION. 


c. 41.74 PER CENT, REDUCTION. d. 75.41 PER CENT. REDUCTION. 
Fria. 9.—ROoLLED SERIES, ALLOY A. Ercuep In NH,OH + H2Og. &X 75. 


severely worked material with the lower nickel content, alloys A and B, 
shows a beginning of recrystallization at 350° C., which is 50° C. higher 
thanyin the case of alpha brass. The first signs of reerystallization on the 
hard-rolled specimens of the higher nickel content, alloys C and D, are 
observed at 500° C. The great differences in tensile strength, per cent. 
elongation, etc., Seen in the samples reduced various amounts by rolling 
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are approximately equalized by an anneal at 425° C., in the case of 
alloys A and B, and at 575° C., with alloys C and D. 

‘The comparative properties of the four alloys are shown in Fig. 6, 
which gives the annealing characteristics of material originally four 
numbers hard. It will be seen that the effect of nickel is to raise the 
tensile strength and lower the per cent. of elongation. The specifically 
higher initial strength and lower elongation are evidently not unfavorable 


c. 47.97 PER CENT. REDUCTION. d. 76.0 PER CENT. REDUCTION. 
Fic. 10.—Roiep series, aLLoy C. Ercuep in FeCus. X 75. 


from the cold working standpoint, as indicated by the behavior of the 
metal when subjected to severe reduction by rolling. 
MiIcROSTRUCTURE 


Representative micrographs of the structures of alloys A and C, 
originally about six numbers (B. & 8.) hard, are shown in Figs. 11 and 
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12. Plate (b) Fig. 11 shows, for alloy A, incipient recrystallization 
after an anneal at-350° C.; at 425° C., the recrystallization is complete. 
The grains grow as the temperature rises but they are consistently 
smaller than those of brass treated in a similar way. These photo- 
micrographs illustrate clearly that, in order to attain a given grain size, 
the 18 per cent. nickel silver requires an annealing temperature from 
100 to 150° C, higher than the 7 per cent. alloy. 


Taste 1.—Physical Tests on Cold-rolled Material, Alloy “A * 


| Reduction y: oes Tensile | gf att Scler. 7 
Gece | blag, (Pounds per] Stength,| “in gin, | not Area, Hard. | Brinell 

Pari@ont Tigges are Square Inch Per Cent. er Cent. ness 
0.1545 24,666 53,767 64.5 | 65.7 15.0 65 
0.1465 5). 1 37,233 57,467 54.7 | 63.0 19.0 90 
0.1295- | 16.18 54,933 64,533 35.8 | 59.5 25.0 118 
0.1165 24.59 67,400 71,400 PRG) oripil 30.0 132 
071065 9431206 74,000 77,800 13.3 | 46.3 32.0 142 
0.0985 | 36.24 80,733 83,267 6.8 | 42.3 36.0 156 
0.0900 41.74 $4,550 88,733 5.8 39.1 38.0 158 
0.0775 | 49.83 | 96,367 96,367 4.7 34.1 43.0 170 
0.0645 | 58.25 | 101,500 101,500 3.5 28.5 44.0 173 
0.0585 | 62.13 105,533 |. 105,583 3.2 26.2 47.0 173 
0.0540 65.04 | 106,867 106,867 3.2 26.2 48.0 170 
0.0465 69.90 | 109,733 109,733 2.5 26.3 48.0 170 
0.0445" | 71.19 | 110;967 | 110,967 2.98 26.6 48.5 174 
0.0380 75.41 | 112,300 | 112,300 Dey he PAO 49.0 176 


Taste 2.—Physical Tests on Cold-rolled Material, Alloy C* 


Gage 


0.1605 
0.1490 
0.1320 
0.1175 
0.1060 
0.0970 
0.0835 
0.0700 
0.0605 
0.0535 
0.0495 
0.0460 
0.0425 
0.0385 


| Reduction | su 
by P 


Rolling, 


Per Cent. 


~I 


Aloe 
26), 
33, 
39.56 
47! 
56.38 
62.5 

| 66. 
69. 


il 


ao 
50) 
oe 
76. 


52 


Ol 


ounds per 


ield Point, | 


_ Tensile 
Strength, 


Square Inch | Pounds per 


Square Inch 


33,033 58,133 
46,900 63,100 
66,267 | 70,800 
76,733 | 78,333 
81,300 84,067 
86,367 86,367 
90,133 90,133 
93,633 | 93,633 
94,133 | 94,133 
97,333" 1 97,883 
97,500 | 97,500 | 
97,900 | 97,900 
100,500 | 100,500 
99,767 | 99,767 


Elongation Reduction 
of Area, 
Per Cent. 


in 2 In., 
Per Cent. 


NNEFENNNWWW RO + : 
OWMaANONNNAWoONN ND 


bo eae bo eo OS Co eS a =a Oo ee 


Scler. 
Hard- 


ness 


15. 
20. 
26. 
28. 
32. 
Doe 
35. 
38. 


39. 
40. 


42 


42. 


42 


43. 


Sao OOOO COO oO oO wD 


* qa ar Nees o 5 R } 
These are the average results obtained on three samples. 


Brinell 
Number 
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d. ANNEALED AT 650° Gi 
A. Ercuepo In NH,OH + H.O». 


c. ANNEALED aT 425° C. 
Fig. 11.—ANNEALED SERIES, ALLOY 


x 75. 
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a. 52.7 PER CENT, REDUCTION. b. ANNEALED aT 425° C, 


> 


a 


c. ANNEALED Av 575° C, d, ANNEALED at 750° C. 
Fic. 12.—ANNEALED SERIES, ALLOY C. Evrcuep IN FeCi;. xX 75. 


TaBLE 3.—Physical Tests on Annealed Material, Alloy A* 
Original Sample Reduced 19.55 Per Cent. by Rolling 
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t 
} 
’ 


| Yield Point hee E ; | Erichsen 
| - tS , |Bl Reductio - - Scler. 
Treatment Square Pounds per ain | of apa, Press. | Eze88; Cup | Hard- 
Inch mau? Per Cent. age Cent | eanan | pounds Depth, ness 
£ = 7 = = = 
Original | | 
Sample | 53,267 | 72,667 | 27.8 49.3 | 5,263 586 8.97 30 
350° C. 64,133 | 71,800 30 Mat |) aestilik || alee) 9.47) 28 


2 
425°C. | 45,866 | 66,100 | 39.8 SI D.ot on 050 8.76) 22 
500°C. | 31,4383 59,167 | 54.3 52.8 6,393 535 11.94 15 
575°C. | 26,667 56,700 | 59.2 54.6 | 6,364 528 12.07) 13 
5 
0 
5 


650°C. | 22,633 | 53,200 | 58. 55.7 | 6214 | 479 |12.96| 12 
750°C. | 20,633 | 49,133 | 64. 54.3 | 5,796 | 451° | 12.85) 10 
835° C. 50.4 | 5,569 | 399 |18.97) 10 


— 
ao) 
oO 
(JS) 
iow) 
a 
Ror) 
co 
[or] 
~] 
(or) 
iw) 


Taste 4.—Physical Tests on Annealed Material, Alloy A* 
Original Sample Reduced 44.4 Per Cent. by Rolling 


Yield | ethan a : | | Erichsen 
Point, eae eee | Reduction —_ | aii = eoeke 
creetment | Pounds | Tome? | S30 [gt Aree, | pen, | £tiy | 08% | mee 
Square | Sausee | Per Cent. | f | poids aes | Dept 
Original | | | 
Sample | 90,433 90,433 4.8 35.4 | 4,485 709 6.33] 40 
350° C. 82,267 87,100 8.5 3000 | 4,576 | 673 6.80) 39 
ADC. 44,967 66,667 | 41. 5 47.4 | 6,047 621 9.74, 21 
500° C. 38,000 62,567 50.7 | 49.2 6,294 591 10.66 18 
ay hss LOE 28,267 | 57,633 55.25 | oo-0 | 6,068 © 512 | 11.85) 15 
650° C. 22,033 53,367 ie 6250 55.5 | 5,689 | mee (PA, Gira) oll! 
750° C. 22,400 AOWAS Snes OZi. 8 54.5 5,504 | 422 | 132089 L0 
Biase (Cz 17,667 47,400 | G8 53.2 5,320 397 | 13.39) 10 
| 


+ These are the average results obtained on three samples. 
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TaBLe 5.—Physical Tests on Annealed Material, Alloy A* 
Original Sample Reduced 51.9 Per Cent. by Rolling 
ee adler oe Erichsen | 
oint, Strength, -onga~ | Reduction | sa + -| Scler. 
Pound ie 
eee wper ber i, not, | Por ‘Ce, | Press. | Pent sok | coe 
ae tnah | Fore | | Pounds | permm. | mm. | 
: - ae 
Original | 
Sample 99,167 997160) 3.5 29.5 | 2,140 645 | 3.33) 42 
350° C. 77,550 91,850 6.8 Bilis Pea eseys rye. 4.98 40 
425° C, 44,900 67,900 41.2 49.6 6,383 638 | 10.01) 22 
500° C. 40,133 64,267 46.2 OO Py At 607 =10.33 19 
575° C. 28,367 57,733 57.0 alae 6,053 5205 te 6Gle lS 
650° C. 22,567 53,833 OTS 56.1 | 5,978 479 12.49 12 
OY Cr 21,033 49,933 62.3 03.5 5,588 488 |12.75} 10 
835° C. 19,800 48,333 62.0 53.6 5,340 404 12.66 10 


TABLE 6.—Physical Tests on Annealed Material, Alloy A* 


-Original Sample Reduced 60.5 Per Cent. by Rolling 
eee ee 


| Yield 

seer 
Treatment _ per 

| Square 

Inch | 
Original | | 
Sample 104,967 
350 °C, 74,767 | 
425 °C. 48,200 
500 °C, 42,800 | 
syfisy XG} 29,067 | 
650 °C, 21,633 | 
Teal) AC! 19,933 | 
8385 °C. 20,233 | 


Tensile 


| Strength, 


Pounds 
per 
Square 
ne 


104,967 
91,133 
69,667 
66,333 
58,400 
53,666 
50,067 
48,867 


eee) 
| Per 


| 
| 


| Elong 


tion 


a- 
in 


In., 
Cent. 


| Reduction 
of Area, 
Per Cent. 


or co 


om a Ww) 


(00) 


bo 


Erichsen 

= oe <= ne 

seu Ae) BE RESSie «|. Cup map eana- 

| Pounds | Zoundh | Dept] met 
1,664 | 641 2.60) 44 

3,704 | 760 | 4.87] 40 

6,516 | 631 /|10.33) 23 

| 6,543 | 636 10.29, 20 
6,419 | 5388 | 11:92) 15 

| 6,180 | 499 |12.38] 19 
5,825.1" 463° 149-57) 410 

| 3,611] 414 /13.55] 10 


*These are the average results obtained on three samples. 
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TaBLE 7.—Physical Tests on Annealed Material, Alloy C* 
Original Sample Reduced 16.6 Per Cent. by Rolling 
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Akos Tensile Erichsen 
seeatment | Points | SEEMED | Mlomar | nednoti Soler. 
aac Ss ae P 2 on t Per Cenk: Press., a EGR») Cup secs 
Inch Taek, ape, Pounds Leal pore : 
Original | . 
Sample 67,000 80,766 8.0 10 ple stl 2 574 8.21) 32.0 
: 350° C. 77,900 80,933 9.8 39.9 4,750 632 7.52) 33.0 
f 425° C. 70,233 | 78,433 UR Y/ 40.0 4,875 604 8.07) 29.0 
500° C. 65,500 75,000 16.0 43.75 | 4,837 BY 8.38) 27.5 
; Saye 10: 46,566 66,660 30.7 44.6 4,865 553 8.80) 20.0 
; 650° C. | 29,000 | 59,933 | 37.5 | 44.9 | 5,535 | 502 11.03) 15.0 
fo02 ee 24,067 | 55,567 37.3 45.7 5,433 498 10.92) 14.0 
83576; 21,100 55,867 39.3 45.7 | 5,490 463 11.87) 12.0 


Tasty 8.—Physical Tests on Annealed Materval, Alloy C* 
Original Sample Reduced 40.3 Per Cent. by Rolling 


zi bers of Erichsen 
Orns Peron e ey: ponga- | Reduction |— Seler. 
Girentmient Pounds Pounds tion in | in Area, ? | fe Hard. 
Square Square Por Cent. | Per Cent. nee. | Pounds | Depth Bes 
Original | | 
Sample | 88,933 88,933 BoB || aia!) 4,434 617 7.19) 37 
350° C. | 89,600 92,300 ANPP Na oakate, Lf 4,248 693 lsh BY/ 
AQ C. 83,800 87,700 rhe Uf 39.0 4,517 663 | 6.82) 33 
500° C. | 79,300 | 84,567 9.8 38.9 4,499 629 7.17) 33 
yh Ge | 42,533 65,967 Det 45.5 5,275 528 10.01} 20 
650° C. 30,667 61,067 37.0 49.8 5,142 504 | 10.21) 15 
750° C. 24,000 57,700 37.2 42.5 5,358 ZN SN ABN eA 28) 
835° C. 21,767 55,900 40.3 44.6 5,237 434 12.06) 12 


* These are the average results obtained on three samples. 
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TaBLe 9.—Physical Tests on Annealed Material, Alloy C* 
Original Sample Reduced 52.7 Per Cent. by Rolling 


wield ; Tensile ~ Erichsen 
oint, Strength, jlonga- Cee ‘ Soler’ 
Treetmeat | Pouids | Pounds’ | ‘aonit | Meet Te | cup | Hane 
Bs , bs: ae ness 
gill a es Be CT Oe Ne 
Original 
Sample 95,000 95,000 2.3 30.8 3,555 688 5.16) 38 
350° C. | 89,533 | 97,533 B07, 31.0 | 2,444 | 639 3.82) 40 
425° C. 87,133 91,667 That 35.3 3,932 710 5, 56) 35 
500° C. 78,800 86,000 8.5 37.9 4,423 657 6.73 35 
ly haye (Or 39,333 64,266 34.3 49.3 5,418 534 10. 1518 
650° C. 29,350 60,950 36.8 44.9 5,147 521 9.88) 14 
1x0? Or 26,750 57,800 37.8 44.7 5,300 473 11.21) 4 
835° C. 22,900 56,250 38.5 47.3 | 5,304 447 11.94) 13 


Tasuy 10.—Physical Tests on Annealed Material, Alloy C* 
Original Sample Reduced 62.0 Per Cent. by Rolling 


| 

pield | Tensile | | Erichsen | 

oint, Strength, Elonga- : ae 
; Pounds Pounds tion in | Reduction Scler. 
Treatment per per tO Tn. of Area, Press Cup Hard- 
Square Square | Per Cent. | Per Cent. press Pounds Depth,| mers 

Inch ne | | ered | per mm, mm, | 

Original | | 


2,012 | 665 | 3. 
1,794 | 642 | 2.79) 41 
2,038 | 699 | 2.93 38 
| 4,316| 685 | 6.30) 35 
| 5,360 | 549 | 9.78] 20 


Sample 96,167 96, 167 
350° C. 96,633 | 98,333 
425° C. 86,867 93,533 
500° C. 80,200 85,932 
b/oeC. 43,867 65,933 


wo 
Re ON wb 


ONIwWINWNO 
me 09 
BARS: 

QAwan~wM 


650°C. | 34,300 | 62,067 | 36 44.3. | 5,420 | 526 |10.30| 16 
750°C. | 24,567 | 57,100 | 37. 45 5488 1 e480 11 1e se 18 
835°C. | 22,067 | 56,167 | 39, 43.6 | 5,368 | 442 |12.15) 12 


*These are the average results obtained on three samples. 
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DISCUSSION 


W. R. Wessrer,* Bridgeport, Conn.—The statement that ‘The 
presence of about 1 per cent. of lead in either alloy does not appear to 
affect the physical properties to any great extent,’’ may be misunderstood. 
It is well known that the addition of lead materially affects the cutting 
qualities of the material. Then again, it has some sort of an effect which 
has not been studied very carefully as yet 6n the physical properties of the - 
material at high temperatures; that is, temperatures below the melting 
‘point and more particularly in the range of so-called “black” heats. 


Puitie Davipson.—The leaded-nickel silvers were treated exactly 
the same as the non-leaded, so far as rolling and annealing are concerned. 
We annealed the leaded-nickel silver alloys from 350° to 830° C. and the 
crystal growth was retarded somewhat by the presence of the lead. 
At 830° the metal did not seem to deteriorate; the crystals were not so 
large as to spoil the tensile strength or the per cent. of elongation. The 
lead affects the machining but we dealt more with the physical properties, 
so far as tensile strength and elongation are concerned. 

Lead makes the metal more sensitive to fire and water-cracking; 
that is, metal containing lead, if heated red and plunged suddenly into 
cold water, will crack. 


* Bridgeport Brass Co. 


524 COLLOIDAL STATE IN METALS AND ALLOYS 


Colloidal State in Metals and Alloys 


By Jerome ALEXANDER,* M. Sc., New York, N. Y. 


(Columbus Meeting, October, 1920) 


Tuer object of this paper is to show that many of the important 
phenomena of metals and alloys are due to the facts that, at some stage, 
metals and alloys, or some of their constituents, are in a colloidal state 
and that a portion of the metal or alloy tends to remain in this state. 
The so-called amorphous phase in pure metals is an isocolloid, consisting 
of colloidal groups of metal molecules that may be dispersed in still 
more finely subdivided metal; these colloidal particles are not truly 
amorphous, but may consist, in part, if not entirely, of ultramicroscopic 
crystals; as a result the expressions amorphous phase and amorphous 
theory might be replaced by the expressions colloidal phase and colloidal 
theory. 

Any substance is in the colloidal state when the constituent particles 
consist of molecular or atomic groups, whose size varies approximately 
from about 100uu down to about 5yu, that is from just below the limit 
of microscopic resolvability to the dimensions commonly ascribed 
to the larger molecules. Colloidality involves no assumption as to the 
shape, internal structure, or orientation of the colloidal particles; size 
alone 1s the critical factor. A colloidal system may therefore contain 
crystalline groups, or amorphous groups (non-crystalline, random or 
haphazard clusters), or a mixture of the two. 

All colloids consist of at least two phases, the subdivided substance, 
or dispersed phase, and the substance into which this is subdivided, the 
dispersion medium. It is not necessary that there be any chemical 
difference between the dispersed phase and the dispersion medium. As 
molecular forces are extremely powerful, their application may produce 
marked changes in the physical properties of metals. It is doubtful 
whether metal in the interior, especially of large masses, possesses the 


same properties as that on or near the surface, which alone is open to 
inspection. 


* Member, Committee on the Chemistry of Colloids, National Research Council. 
Treasurer and Chemist, National Gum & Mica Co. and National Glue & Gelatine 
Works. 
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IsOcOLLOIDS AND ALLOCOLLOIDS 


When a substance is colloidally dispersed in another form of itself, 
it constitutes an isocolloid; 7.e., water droplets in condensing steam (Wo. 
Ostwald). Tsocolloids may consist of a single element, in which case the 
dispersed and the dispersing phases are usually regarded as different 
allotropic forms of the element in question. Ostwald has proposed the 
term allocolloids for such systems, of which sulfur, selenium, and phos- 
phorus are typical examples. The relation to alpha, beta, and gamma 
iron will at once occur to metallographists. 


Errect or CHANGES IN MoLecuLaR Forcrs ON PHYSICAL 
PROPERTIES OF METALS 


When a metal is heated to fusion, the thermal agitation of its molecules 
is sufficient to overbalance, at least to some extent, the mutual attraction 
of its molecules; but this does not mean that the strong aggregation 
tendency of its molecules is without effect. On the contrary, in the state 
of kinetic equilibrium that exists, there must be a number of molecular 
groups, the size and number of which tend to increase as the solidification 
point is approached; that is, as the thermal agitation diminishes. The 
higher the temperature to which the metal is heated and the more quickly 
it traverses the zone of intense thermal agitation to the comparative 
quiet of solidification, the smaller and more numerous will be the molecular 
groups. The general tendency seems to be for atoms or simple molecules 
to form erystals, whereas complicated molecules, especially those with 
several foci of attraction (like gelatine, etc.), tend to remain in random or 
eolloidal clusters. Although Traube’s experiments’ indicate that liquid 

zine, cadmium, and mercury are monatomic, investigation will probably 
show that all metals, and especially those with high melting points, exhibit 
molecular association or allotropism near their freezing points. 

It would appear, then, that just prior to solidification and crystalliza- 
tion, all pure metals are isocolloids. But the powerful molecular at- 
tractive forces act so rapidly that, as a general rule, the major portion of 
the metal forms macroscopic or microscopic crystals, which are embedded 
in an intercrystalline network of, mainly, colloidally dispersed metal 
having different physical properties from the crystals. While a fluid 
metal may contain a percentage of isolated molecules, it does not seem 

‘possible that many of these remain in the solidified metal, which consists 
mainly of macro- and microcrystals, and of oriented and unoriented 
groups of colloidal dimensions. Thus not even the most rapid chilling 


1 Berichte (1898) 31, 1562. Ww. E. S. Turner: ‘Molecular Association,” 53, 
N. Y., 1915. Longmans, Green & Co. 
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prevents non-magnetic y iron from becoming magnetic, although at the 
temperature of transformation the metal is no longer fluid. 


Errects oF Rapip CHILLING ON THE PuysicAL PROPERTIES 
or METALS 


The more rapidly the fused metal is chilled, the less opportunity is 
there for the growth of crystals beyond the colloidal stage—it is well 
known that quick cooling yields fine structure. The effect of quick chill- 
ing on the hardness and specific gravity of metals is illustrated by the 
following results, kindly worked out by Mr. W. A. Cowan of the National 
Lead Company’s research laboratory on pieces 2 in. in diameter and 1 in. 
high. The chill castings were made in a water-jacket cylindrical mold, 
but the slowly cooled specimens were cast in a hot mold and required 12 
min. to solidify when cast from a moderate temperature. Small vertical 
sections, weighing about 20 gm., were cut radially from the test pieces, and 
the specific gravity of these was determined by immersion in distilled 
water, with weighings before and after. Before making the hardness 
tests, both sides of the specimens were machined flat, 14g in. being re- 
moved from the bottom for testing surfaces. The results are as follows: 


SPEcIFIC 
GRAVITY BrINELL HARDNESS 
23 NUMBERS 
4 
Aine Stratts)nehilltcasteaceeetesetine ete 7.309 8.8 
slowly icooledines.eaee Geen e 7.301 Ce 
Lead (corroding) chill cast................ 11.367 be2 
SlowilvacOOlediacistmee tee 11.354 4.4 


As the differences between the melting and chilling temperatures in 
these experiments are rather narrow, tests will be made in which liquid air 
is the chilling medium. The results of quick chilling are analogous to 
those of cold hammering, which shatters the large grains and increases ¥ 


the percentage of colloidal metal present. Zay Jeffries? reports the 
following results: 


BrRINELL 

HARDNESS 

NUMBERS 
Cast tin, large grain’. cascade ibaa tttecasas tacks coh eae eee Sly 
Cold ‘hammered tins ts) eee, Ae, ee iil Ee 
Cast lead, large grain’... 0.). 200, ee ete ee 5.44 
Cold:hammered lead: .2hiuk ae ee ee ae ee, ee 6.54 


Much regarding the minute structure of metals may be determined 
by metallography, which involves the microscopic examination of suitably 
polished and etched metallic surfaces. Of the so-called amorphous, 
or colloidal, phase, however, metallography can tell us little outside of its 


> Jnl. Am. Inst. Metals (1917) 11, 318. 
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occurrence and distribution. Owing to the great opacity of solid 
metals, it has been impossible to subject the colloidal phase to successful 
ultramicroscopic examination, and such examination of thin films pre- 
sents difficulties and cannot be applied to the mass, although it may be of 
interest. Glass, however, may be readily examined ultramicroscopically, 
and a consideration of the phenomena observed in glasses will give some 
insight into what occurs in metals and alloys. Among glass technolo- 
gists a molten batch of glass is called “metal,” a term remarkably well 
chosen, for there are numerous analogies between glasses and most metals; 
but there are, of course, many enormous and marked differences even 
in their analogous properties. 


Factors ConTROLLING BEHAVIOR OF SUPERCOOLED MELTS 


As Tammann has shown,‘ three main factors control the behavior of 
supercooled melts: the specific crystallization capacity , which is measured 
by the number of centers of crystallization formed in a unit mass in a 
unit time; the speed of crystallization; and the variation in viscosity. 
In various mixtures of fused silicates composing molten glasses, the 
viscosity increases so rapidly upon cooling that the crystallization forces 
are unable to establish themselves before the melt becomes too rigid 
to permit of molecular orientation. The result is the amorphous, or 
colloidal, mass we call glass. In quickly chilled glass (7.e., Prince Rupert 
bubbles), the internal strains are so great that the glass is actually ex- 
plosive; and in the ordinary process of manufacture, glass must be an- 
nealed to render it less brittle. This is accomplished by slowly cooling 
the glass, keeping it at a low heat for a long time so that there may be a 
partial adjustment of the aggregation tendencies of itsparticles. Gelatine 
jellies, and soft metals, like lead and tin, act similarly, but because of their 
softness anneal spontaneously at room temperature. 

If the composition or heat treatment of the glass is such that crystal- 
lization occurs—the phenomenon is termed devitrification—the glass — 
becomes cloudy or opaque. The inherent tendency toward crystalliza- 
tion exists even in clear glasses, and may be realized after a long lapse of 
time. Thus ancient Egyptian and Roman glasses are frequently found 
to be devitrified. But though old leaden roofs consist of metal showing 
coarse crystals, ancient iron shows practically the same structure as 
modern iron. Iron consists mainly of the crystalline phase, which is 
stable, not of the colloidal phase which is metastable and can undergo 
slow hysteresis; besides, iron does not undergo annealing at ordinary 
temperatures. 


3 For results of ultramicroscopic examination of quickly and slowly chilled soaps, 
see J. Alexander: Trans. (1919) 60, 466; Jnl. Soc. Chem. Ind. (1909); Trans. Am, 
Inst. Chem. Eng. (1909) 2, 210-228. 

4 Zeit. f. Elektrochem. (1904) 10, 532. 
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Process OF CRYSTALLIZATION 


The effects of the mechanical and heat treatment of metals may be 
studied by observing what happens on the slow cooling of a hot saturated 
solution of a crystalloid salt, sodium chloride, for example, since it has no 
water of crystallization. As the kinetic energy of the system drops and 
the capacity of the water to maintain the salt molecules (or their ions) in 
motion diminishes, some salt molecules are, as it were, extruded from the 
solution, only to be dissolved again while others are extruded; for there 
exists a condition, not of static, but of kinetic equilibrium, varying with 
the temperature. 

If, however, a number of salt molecules are extruded in such a position 
and so close to one another that they may cohere, there is formed a erys- 
tal nucleus, or ‘‘crystallogen,” that will tend to take from the cooling 
solution more extruded molecules than it gives back. Such dominant 
nuclei tend to form on the relatively cooler walls of the containing vessel, 
or on any added nucleus or foreign surface. Quick cooling produces more 
extruded molecules per unit of time, and agitation tends to bring the 
extruded molecules into contact; therefore both these factors tend toward 
the formation of more numerous and smaller crystals. Where large 
crystals are desired, it is the practice to crystallize in large tanks, which 
are carefully insulated and left undisturbed for weeks. 

Extreme care is necessary to grow large perfect crystals and the tem- 
perature must be controlled within very narrow limits. R. W. Moore® 
has grown clear, perfectly developed crystals of Rochelle salt 3 in. long 
in a thermostat sensitive to about 0.01°. He found that crystals grow 
faster near the bottom of the crystallizing vessel than at the top, which is 
evidence of a gravitational accumulation of molecular groups at the bot- 
tom quite analogous to the separation of the particles in colloidal solu- 
tions, as demonstrated by Perrin. 

Crystallization continues until the kinetic equilibrium corresponding 
to the final temperature is reached and the discrete crystals of sodium 
chloride bathed in a mother liquor containing a residual amount of salt 
in solution er true crystalloid dispersion are obtained. Impurities tend 
to collect in the mother liquor; if they are protectors (in the colloidal 
sense) they may inhibit or modify crystallization as they accumulate. 


CRYSTALLIZATION OF METALS 


Even with pure metals under the best conditions, the path of erystal- 
lization is not as smooth as in the case of salt solutions. It has many 
complicating factors. There is no foreign restraining solvent, the vis- 


6 Jnl. Am. Chem. Soc. (1919) 41, 1060. 
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cosity is great, the attraction between the closely packed metal molecules — 
is tremendous, and the metal soon forms a hard skin so that the interior _ 
erystals are formed under pressure or strain. With some metals there 
may be formed a geode-like center, where slower cooling and lessened or 
more equalized strain may result in the formation of large well-developed 
crystals. 

But the metal seldom reaches the crystallization equilibrium for the 
enormous increase in viscosity that accompanies its rapid loss of heat 
prevents the aggregation tendencies of the metal molecules from entirely 
establishing themselves, and there results a’mass of metallic crystals 
embedded in a finely dispersed solid metallic ‘‘mother liquor,” the so- 
called amorphous phase. 

The amorphous phase is colloidal, as its name, appearance, and prop- 
erties indicate, and contains a mixture of submicroscopic crystals or 
crystal fragments with unoriented or random clusters, possibly in the 
form of isotropic golbulites. The globulitic form, according to many 
investigators, seems to be a precursor of the crystalline condition. At 
higher temperatures, before visible crystallization occurs, the whole metal 
probably exists as an isocolloid. The extent to which this state is altered 
in the direction of a visibly crystalline mass, embedded in a colloidal 
matrix, depends largely on the speed of chilling. In impure metals and in 
alloys, the composition of the phases and the presence of substances that 
hasten or inhibit crystallization are important factors. 

Von Weimarn holds the view, in which the writer does not concur, that 
all molecules and molecular groups are crystalline, that crystallinity is 
the only internal state of matter, and that in general no amorphous 
substances exist in nature. This view would give to the words aniorphous 
and crystalline significations they do not at present possess. Besides, 
the X-ray spectroscope shows’ that many organic colloids (gelatine, starch 
etc.) and also some inorganic colloids (silicic acid and stannic hydrosols) 


consist of, or contain, groups of molecules arranged in an unoriented, 


haphazard, or random manner; so that even if the molecules themselves 
are crystal prototypes, they can and do occur in non-crystalline groups. 

Zay Jeffries’? has shown that with metals, in general, the cohesion 
of the amorphous phase equals that of the crystalline phase at the lowest 
recrystallization temperature, which he terms therefore the equicohesive 
temperature; based on this he has explained the mechanical behavior of 
metals at various temperatures. At higher temperatures than the equi- 
cohesive point, the cohesion of the amorphous phase decreases more 
rapidly than that of the crystalline phase, 7.¢., it becomes relatively softer; 


6 Scherrer; Nachr. Ges. Wiss. Gottingen (1918) C. A. 13, 2624. 
7 Trans. (1919) 60, 474; Jnl. Am. Inst. Metals (1917) 11, 300-324; Jnl. Inst. 


Metals (1918) 20, 109-140. 
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whereas at lower temperatures the cohesion is greater and increases with 
much greater rapidity than that of the crystalline phase. 

These differences between the two phases are intelligible from the 
following considerations: The atoms in the crystalline phase, although 
arranged in regular layers, are on the average more closely packed and 
therefore at lower temperatures cannot draw together as much as those 
of the amorphous phase, which consequently becomes relatively stronger 
at lower temperatures. At higher temperatures, the molecules of the 
amorphous phase become separated and mobile more readily than those 
of the crystalline, for they possess initially more potential energy since 
they are less closely packed and are, therefore, less strongly held to one 
another by molecular forces. The fact that, even at room temperatures, 
some of the molecules of some metals possess mobility was demonstrated 
by Roberts-Austen, who showed that gold and lead placed in contact 
for several years slowly diffused into each other. 

As a result of this preferential softening, the amorphous phase, at 
relatively higher temperatures, acts like a viscous solvent surrounding 
and nourishing the more rigid crystals; and as increasing temperature 
renders this solvent less viscous, the metal strives toward crystallinity, 
which represents the position of minimum mechanical potential. Some 
metals, like lead, undergo such molecular readjustment, even at room 
temperatures. During this process of recrystallizaton below the melting 
point, in general, large crystals tend to grow at the expense of the small 
ones. Therefore the smaller metal crystals would preferentially dissolve 
in the amorphous phase. Bearing in mind that the growth of a crystal 
means that there are deposited upon it more molecules or molecular groups 
than are dissolved off, the larger masses would naturally get most of 
these extruded units Just as happens in the cosmic field. The larger 
crystals have the advantage of exposing to the solvent action of the 
amorphous or colloidal phase less surface per unit of mass; and when 
metal molecules or molecular groups deposit on a crystal, the heat of 
crystallization helps to make the amorphous phase more fluid. 

Do the small crystals dissolve molecule by molecule, or in molecular 
masses as well? It would seem that in some cases at least molecular 
groups are dissolved off and transported, for in strained metals especially 
recrystallization is extremely rapid. Thus when sheet aluminium’ is 
heated to a suitable temperature recrystallization takes place like a flash 
and the originally smooth sheet suddenly becomes coarsely granular. 
The writer has observed® ultramicroscopic particles streaming from a 
crystal of sodium citrate as it went into solution, indicating that initially 
solution took place, at least partly, in colloidal molecular masses. 


§G. H. Gulliver: Jnl. Inst. Metals (1918) 20, 158. 
® Alexander and Bullowa; “Archives of Pediatrics.” 1910. 
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The amorphous phase becomes, therefore, a medium for the transfer 
of atoms, molecules, or molecular groups from the smaller to the larger 
crystals, and also tends to annihilate itself by allowing its constituent 
oriented and unoriented particles to be incorporated into the larger 
crystals. 

The preceding statements apply only to pure metals, which are practi- 
cally never used, for most commercially pure metals contain impurities; 
besides, most metals are used in the form of mixtures or alloys. The 
introduction of a single impurity, even in minute quantities, usually 
produces a marked change in the properties or behavior of the metal (7.e., 
1 part of carbon in 10,000 parts of iron, or 1 of copper in 10,000 parts of 
gold). Asin many cases this effect involves, at some stage, the direction, 
modification, or inhibition of the normal crystallization of the metal by 
a colloidal dispersion of some substance or substances, the effect of colloids 
upon crystallization must be considered.'° Most of the experiments in 
this field have been made with aqueous solutions or dispersions, and the 
rule seems to be that a colloid which is absorbed by, or which forms an 
adsorption compound with, the initial colloidal aggregations of the crys- 
tallizing substance either prevents the growth of its crystals or groups 
beyond colloidal dimensions, or forces their growth to assume globulitic 
or dentritic forms that vary with each substance, colloid, and set of con- 
ditions. Thus gelatine, gum arabic, and similar stabilizing or protective 
colloids, even in small quantity'! oppose the aggregation of the gold atoms 
at the instant of their liberation to such an extent as to yield a highly 
dispersed red hydrosol under conditions that would otherwise yield a 
coarse blue or black gold suspension. 

This resemblance led me to comment as follows regarding metals: 
“Now while the question is one of very great complexity, many of 
the facts at present available seem to indicate that one of the causes 
favoring the fine-grained structure is the inhibition of crystallization by 
substances colloidally dissolved in the molten mass.”’ 

The presence in a metal of a second metallic or non-metallic element, 
whether as an intentional addition or as an accidental impurity, opens 
a wide range of possibilities, which may be roughly outlined as follows: 

1. The second element may form a definite compound with the metal, 
or it may not. 

9. If formed, the chemical compound may be stable at all tempera- 
tures or only within a certain temperature range; or there may exist a 
reversible equilibrium, with a lag on either side of the equilibrium point. 


See J, Alexander: Koll. Zeit. (1909); Jnl. Soc. Chem. Ind. (1909). Another 
aper is in preparation. 
oe Excessively minute quantites may have the contrary effect and actually sen- 
sitize. While this condition has not been observed in metals, it possibly forms the 
basis of the phenomena known to physicians as anaphylaxis. 
12 Jnl. Soc. Chem. Ind. (1909). 
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3. The second element or its compound with the metal may be soluble 
in or miscible with the metal in all proportions; or, as is usually the case, 
there may exist zones of thermal or percentage solubility, dispersion or 
peptization; or even practical nonmiscibility at all temperatures, in which 
case there is usually a certain degree of segregation. 

4. Dissolved or dispersed elements or compounds may materially 
alter the melting point, viscosity (internal friction), surface tension, 
vapor pressure, freezing point, conductivity, allotropic equilibrium, and 
crystallization tendencies of the metal. 

The presence of still other elements complicates the situation and 
when to these variable factors we add effects of mechanical treatment and 
the thermal history of the section of metal under consideration (which 
involves such factors as speed of chilling, size and shape of the original 

“mass, hot and cold working, tempering), the impossibility of framing one 
general law that will cover the behavior of impure metals and alloys is 
apparent. Each case must be considered by itself. 


TIN-LEAD ALLOYS 


All the tin (melting point 232°)-lead (melting point 327°) alloys 
melt at a lower temperature than the melting point of lead. The alloy 
containing 63 per cent. tin and 37 per cent. lead has the lowest melting 
point. If the metals are mixed in other than eutectic proportion, on cool - 
ing, the excess metal tends to crystallize out alone leaving fluid the largest 
possible amount of eutectic, which solidifies later. That the eutectic 
does not consist of a chemical compound is brought out by a microscopic 
investigation; it is usually laminated and can be brought into relatively 
coarse dispersion by slow cooling. 

But some forces do control the formation of the eutectic. As the fused 
alloy approaches solidification, the lead, having the higher melting point, 
begins. to form molecular groups, crystallogens, or tiny crystals. This 
aggregation of lead molecules is opposed by the more fluid tin, thus 
lowering the freezing point of the mixture. Diminishing thermal agi- 
tation allows the tin to form groups and a stage is reached where both 
metals exist largely in the colloidal state. In this zone a colloidal ad- 
sorption compound is formed, the ratio 63 tin to 37 lead being consequent 
upon their specific forces; any excess of tin or lead is free to crystallize 
independently. In the eutectic, the adsorbed lead interferes with the 
rapid crystallization of tin to such an extent that, if quickly cooled, its 
structure is extremely fine. As with all colloids, this represents a meta- 
stable condition, and if the temperature i is kept within limits which permit 


13 All pure ee in ponds: ing pass timceen an Poeellocial zone, the narrowness of 
which is indicated by the sharp peak or cusp in the inverse-rate curve. For curves see 
W. Rosenhain: ‘Introduction to Physical Metal Orey eres AN MG, IONE 1D 
Van Nostrand. 
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molecular orientation without disruptive thermal agitation, the eutectic 
undergoes a gradual syneresis analogous to coagulation or demulsifi- 
cation—a further separation into its constituent phases. The lami- 
nated structure, common in eutectics, already represents the aggregation 
of the pre-existing colloidal dispersion, as will be especially pointed out 
later in the discussion of pearlite in steel. 

Speaking of the tin-lead eutectic, Rosenhgin™ says that “ this laminated 
character though often beautifully marked is not to be regarded as an 
essential feature of these substances. If a specimen of a well-laminated 
eutectic is heated for a long time at a temperature a few degrees below 
its melting point, the structure gradually changes, various lamin coa- 
lescing to form lumps or globules, and the result is a much coarser granu- 
lar structure. Such a granular structure may also be obtained if the 
molten eutectic is very slowly cooled. 

‘The eutectic alloy is the result, so far as its structure is concerned, 
of the simultaneous crystallization or freezing of the two component 
metals. Asa rule one of these metals acts as the ‘predominant partner,’ 
and its own crystalline form determines the way in which the whole struc- 
ture is arranged. It has shown that eutectic alloys, like pure metals, 
consist of an aggregate of juxtaposed crystals. These crystals are, how- 
ever, merely skeletons formed of one of the metals with the interstices 
filled in by the other metal. In the case of the lead-tin alloys, the tin is 
the predominant metal, and each of the crystals of the eutectic is in reality 
a radiating structure, known as a spherulite, of tin carrying the lead in 
its interstices.’ This is clearly a picture of tin crystallized in the pres- 
ence of adsorbed lead. Although tin has a lower melting point than lead, 
its superior crystallization power and speed make it predominant. 

Rosenhain also points out’ that lead-tin alloys containing up to about 
16 per cent. of tin form a series of solid solutions, which approach their 
true equilibrium condition very slowly; he found that heating at a tem- 
perature of 175° for six weeks was required in order to bring the alloys 
approximately into their final state. This is indicative of the slowness 
with which the tin in these alloys is dispersed by the lead. Another 
observation is that alloys containing from 16 to 23 per cent. of tin exhibit 
an evolution of heat on cooling and a corresponding absorption of heat 
on heating at 149°. Rosenhain’s explanation is that this is due to the 
diminution at that temperature of the capacity of lead to dissolve tin. 
In any event there is some form of non-stochiometric molecular aggrega- 
tion, accompanied by an evolution of heat, quite analogous to what hap- 
pens when silver hydrosols coagulate. Thus J. A. Prange found'® that 


14 Loc. cit., 133. 
15 Loc. cit., 132; also Rosenhain and Tucker: Phil. Trans. Roy. Soe. (1908) 209A, 


89. 
16 Recueil des. Trav. Chim. des Pays Bas (1890) 9, 121-133. 
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upon precipitation by ammonium citrate, 1 gm. of colloidal silver de- 
veloped from 250.98 to 126.73 calories, depending on the concentration of 
the solution; and the further aggregation of the precipitate by sulfuric 
acid set free an additional 60 calories. But here restraining water films 
were present, and the final product was not a solid metal. 

Another point of interest in the lead-tin alloys is found in the solder 
used by plumbers. At about 210°, this alloy begins to extrude crystals 
of lead into the fluid eutectic cement, rendering it pasty and easy to mold 
into the desired shape. Here the eutectic acts as a viscous colloid or glue 
thickened by the addition of clay or other fine insoluble filler. 

The introduction of the highly crystalline antimony (melting point 
630°) into the lead-tin alloys results in the early formation of crystals of 
antimony or of the hard brittle compound Sn-Sb, with the result that 
the ternary alloy is much harder. Type metal, which varies in composi- 
tion according to price and service conditions, is usually chilled quickly, 
which is conducive to hardness and fine structure. White bearing metals, 
on the other hand, are usually cast in larger masses and chill more slowly; 
and their composition is chosen to yield hard wear-resisting crystals of 
Sn-Sb embedded in a colloidal plastic eutectic, which can adapt itself 
to the bearing’s irregularities of shape and pressure. 


Brass 


Brasses containing less than 30 per cent. of zinc, whether quickly or 
slowly chilled, always consist of a solid solution of zinc in copper known 
as the pure a brass.” 

The @ brass is really an adsorption compound between copper and zine, 
in which the large percentage of copper with the high melting point of 
1083° aggregates so rapidly that even in so-called quickly cooled speci- 
mens, the zinc (melting point 419°) is for the most part so finely dispersed 
as to be only partly adsorbed by the copper; hence the dendritic structure 
which shows a copper crystallization as modified by adsorbed zine, the 
amount of which increases from the center outward as the copper aggre- 
gates and the mother liquor becomes richer in zinc. It is probable that 
small pieces of a brass drastically quenched from fusion’ in liquid air 
would appear homogeneous in the microscope. As Rosenhain points out, 
the percentage of each metal and its state of aggregation are varying 
momentarily during cooling, and because of the wide disparity between 
the. melting points of the two metals, homogeneity is favored either by 
extremely rapid quenching from fusion or by slow cooling or annealing, 


which favor more complete dispersion and adsorption of the segregated 
zine. 


7 Rosenhain: loc. cit., 142. 
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With brasses containing 30-37 per cent. of zinc, there appears a new 
hard, brittle, metastable phase 8 brass. Such brasses if quickly cooled 
are relatively hard and brittle, but if cooled slowly the 6 phase disappears. 
‘With more than 37 per cent. of zinc, the 6 phase is stable at all tempera- 
tures down to 470°, and the slowly cooled alloys possess the duplex 
structure seen in ordinary Muntz metal (approximately 40 per cent. of 
zinc). Carpenter holds that below 470°, the 8 phase decomposes into a 
and y phases; in fact, that the 8 phase is an almost ultramicroscopic 
mixture of a and y phases.}8 

Speaking of the y phase of brass, Rosenhain says" that it “is exceedingly 
hard and brittle and its presence in the alloys renders them useless for 
any purpose where strength and toughness are required. This is a 
typical example of a law very widely applicable to alloys, viz., that those 
phases of a binary system which contain the two elements in anything 
like equal proportions are hard and brittle, only the alloys near the ends 
of a series being as a rule sufficiently strong and ductile to be of practical 
utility. We have already seen that the 8 phase is harder and more 
brittle than the a, so much so that the best brasses, in which strength and 
ductility are of importance, are generally made with a zine content of 
approximately 30 per cent., this being the cheapest alloy which does not 
contain the 8 phase.” 

Von Weimarn” has shown that with solutions medium concentrations 
are favorable to the development of relatively large crystals, whereas 
dilute solutions tend to yield colloidal dispersions; this seems to hold true 
also in mixtures of two metals. The amorphous phase of most metals is 
stronger at ordinary temperatures; and highly crystalline metal, deficient 
in the amorphous phase, is brittle because it tends to split along the lines 
of crystal cleavage. We should therefore expect brittleness where the 
component metals of a binary alloy are in about equal proportions, for 
this concentration works against the development of colloidal metal and 
in favor of larger and more perfect crystals. 


IRON AND STEEL 


Since the behavior of the iron-carbon alloys is greatly influenced by 
the allotropic changes of iron, these should be considered first. After 
freezing at about 1505°, upon further cooling, pure iron shows a large 
evolution of heat at about 900°, known as the thermal arrest point Ars, 


- and a smaller evolution of heat at about 780°, known as the thermal arrest 


point Ars. It is generally accepted as a fact that above 900° the iron 
exists in the y form, which is non-magnetic, and below 780° in another 
allotropic form a iron, which is magnetic and exhibits a different crystal- 


18 This means colloidal dispersion, favorable to hardness. 
19 Loc, cit., 145. 
20 Koll. Zeit. (1908) 3, 282; (1909) 4, 27. 


x = 
Se : 
rm - eal. nee 


536 COLLOIDAL STATE IN METALS AND ALLOYS 


lization from y iron. Rosenhain believes?! that the weight of evidence _ 
shows that between 900° and 780° the iron exists in a third allotropic 
form, known as @ iron, which has the same crystal form as @ iron but 
resembles iron in being non-magnetic. Benedicks,”? on the other hand, 
believes that the evolution of heat at 780° indicates not a transformation 
of a 6 allotrope into a iron, but the final disappearance of persistent 7 
iron molecules from the metal. ; 

The apparently conflicting views can be reconciled by regarding the 
iron between these temperatures (900° and 780°) as an allocolloid or 
allodispersoid, the so-called 8 iron being an a-y adsorption compound 
(a iron dispersed in y iron), whose breaking up into the more completely 
oriented a iron sets free the relatively smaller amount of heat at the point 
Ar. This view accounts for the following facts: (1) Biron has the same - 
crystal form as its ‘predominant partner” @ iron, but is not magnetic; 
magnetism seems to depend on a peculiar regular molecular orientation ;”* 
(2) y iron dissolves iron carbide whereas 8 iron and a iron do not; what- 
ever y iron exists in the 6 zone is adsorbed by or in some kind of loose 
combination with the dominant a iron and is not free to exert its solvent 
power on iron carbide; (8) the increase in strength when a iron is trans- 
formed into £ iron, the formation of some y iron by increasing tempera- 
ture ‘over about 780° results in the formation of the a-y adsorption 
compound, which increases the free surface and strength of the system; 
(4) the fine acicular structure of 8 iron is indicative of crystallization in 
the presence of a colloid. 

A low-carbon steel, containing say 0.2 per cent. carbon, which dis- 
solves in the liquid iron as FesC, when freezing down to 840° consists of 
an apparently homogeneous solid solution, or dispersion of iron carbide 
or cementite in y iron. At 840°, the a-y dispersion (8 iron) forms (Ars) ; 
and at 750° the residual a-y adsorption compound decomposes into 
airon (Are). The steel now consists of a iron crystals dispersed in a “solid 
solution”’ of iron carbide in y iron. With further cooling, the quantity 
of a iron crystals increases until at a little below 700° the remaining y 
iron-carbide solid solution is transformed into a eutectoid mixture of 
« iron (ferrite) and iron carbide (cementite), with an evolution of heat 
(Ar). 

This last transformation seems to be the breaking up of an adsorption 
compound between y iron and iron carbide, the former transforming into 
a iron and the latter being set free to form aggregations of its own. This 
adsorption compound is the cause of the carrying over of some of the 
y iron through the so-called 8 iron zone to the eutectoid point, where, 

21 Loc. cit., 170. a ua 

22 Jnl. Iron and Steel Inst. (1912) 86, 242. 


a The so-called Haeussler alloys are magnetic although their constituents in- 
dividually are not. According to A. W. Hull, Phys. Rev. (1919) 14, 540, magnetism 
depends on the distance between atoms rather than on their arrangement. 
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with increasing carbon content, increasing quantities of heat are evolved. 
The allotropic transformation of the iron becomes practically negligi- 
ble after the steel contains about 0.5 per cent. carbon (or about 7.5 per 
cent. Fes;C). Steel of eutectoid composition (about 0.9 per cent. C 
equals about 18.5 per cent. FesC) exhibits only a single thermal arrest 
point, at which it glows visibly. This phenomenon, known as recales- 
cence, is indicative of a sudden large release of energy consequent upon 
the breaking down of the extensive metastable system y iron-cementite: 
two delayed transformations occur simultaneously, the iron transforms 
from y into a, and at the same time the released cementite aggregates. 


_ The inhibition of the allotropic iron transformation shows that, in eutec- 


toid steel, the large percentage of Fes;C has carried over practically all 
the y iron in metastable condition to the eutectoid point. .The presence 
of such elements as silicon and manganese will perceptibly change the 
location of the eutectoid. point, illustrative of the easy disturbance of 
colloidal systems by foreign substances. j 

But whether this view is accepted, or whether the change is regarded 
as a separation of carbide from y iron solid solution, it is evident that there 
is suddenly released from some kind of solution or combination, ‘FesC, 
an insoluble substance possessing considerable cohesion: this cohesion 
causes the Fe;C to attempt to aggregate against the interference offered 
by the now highly viscous iron. This is an ideal condition for the de- 
velopment of a colloidal system; the cohesive power of the cementite, 
however, is so great that in unquenched steel it usually appears interspersed 
with a iron, or ferrite, as fine plates or fibrils, yielding the finely laminated 
structure known as pearlite because under proper illumination it exhibits 
the iridescent luster of mother of pearl. This iridescence is evidence of 
the fineness of the pearlitic structure, which like Pleurosigma, taxes the 
highest powers of the microscope for its successful resolution, the lamelle 
being often less than 0.2 u apart. 4 

Microscopically, eutectoid steel (approximately 0.9 per cent. carbon), 
when slowly cooled, consists entirely of pearlite, thus corresponding to 
the pure eutectic of ordinary alloys.** But with very slowly cooled steel, 
or with steel reheated for a long time at about 900°, the cementite tends 
to form balls or globules, the liberated ferrite forming larger crystals at 
the same time.”° 

Quenched or quickly cooled steels, on the other hand, exhibit an en- 
tirely different set of microscopic pictures and mechanical properties 
from slowly cooled steel, which vary with the speed of chilling. Arranged 
in the order of their formation on progressive cooling, the following con- 
stituent forms of the iron carbide dispersion are recognized by metallurgists: 

Austenite, white apparently structureless streaks of y iron solid solu- 
tion, when preserved as such down to ordinary temperatures either as the 


24 Rosenhain: loc. cit., 175. 25 Rosenhain: 278. 
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result of quenching or because a third alloying element inhibits its decom- 
position, 7.¢., manganese in manganese steels. 

Martensite, the first stage in the aggregation of the y iron solid solu- 
tion. This is the hardest constituent of hardened steels; it varies widely 
in its structural details but is mainly acicular.”® 

Troostite, a dark-etching constituent with characteristic rounded or 
woolly outlines, is found particularly in hypoeutectoid steels at the edges 
of martensite grains, especially where they border on ferrite. By a suit- 
able rate of cooling, or by proper tempering, martensite can be entirely 
converted into troostite.27 Benedicks®® says: “After studying some of 
the colloid literature, it was entirely clear to me as far back as 1905 that 
the nature of troostite is simply explained; it is a solid colloidal solution 
of cementite in iron (a solid cementite ferrosol). In other words, troostite 
may be conceived of asa highly dispersed intermediate between martensite, 
the true solid solution, and pearlite, the coagulum. . . . Troostite is 
a pearlite in which the constituent particles are ultramicroscopically 
small.’’ With steel containing 1 per cent. carbon, Benedicks obtained 
the following results, the test pieces being cylinders 50 mm. long by 6.5 
mm. in diameter. 


TEMPERATURE TIME OF CooLING RESULT OF Microscopic 


oF STEEL to 100°C EXAMINATION 

DEGREES SECONDS 
950 3.07 Only martensite 
848 4.32 Only martensite 
750 4.11 Only martensite 
ELD 5.33 Martensite with traces of troostite 
695 6.2 Martensite with traces of troostite 
725 9.5 All troostite 


The last specimen had been wound with 1-mm. iron wire so that its 
weight was increased from 12.3 to 27.5 gm., thus lengthening the cooling 
period. This shows that the speed of aggregation is so great that within 
a few seconds all the martensite may be transformed into troostite. 

Sorbite.2°—“ When the rate of cooling is further lessened or the tem- 
perature of reheating or tempering is further increased, the steel is 
permitted to progress somewhat further toward the final state of ferrite 
plus cementite. Instead of the troostite described above, we find a con- 
stituent still devoid of any visible detailed structure under the highest 
available magnifications, but not etching to such a deep color as troostite 
and without the peculiar rounded outlines. This is often called “sor- 
bite,” but it may be regarded as simply a variety of pearlite in which the 
two constituents are so finely divided that they cannot be microscopically 
separated. ‘The dividing line between pearlite and sorbite, indeed, is 
simply a question of microscopic resolving power.” 


26 Rosenhain: 179. 27 Rosenhain: 183. 
28 Koll. Zeit. (1910). 29 Rosenhain: 183-184, 
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Pearlite has been dealt with. | 


TaBLE 1.—Constituent Forms of Iron-Iron Carbide Dispersion 


ITRon-CEMENTITE NATURE OF CrystraL STRUCTURE 


DIsPERSIONS DiIsPERSION 
Austenite Solid solution? Structureless streaks. 
Hardenite Colloidal Structureless martensite, 
Martensite Colloidal Generally acicular but varies; it may be very 
fine. 
Troostite Coagulation begun Rounded or woolly (globulitic). 
Sorbite Coagulum Fine pearlite, not microscopically resolvable. 
Pearlite Coagulum Laminated; may’ segregate into. balls. 
TABLE 2 
Pure [Ron 0.2 Per Cent. 0.9 Prr Cent. 
STEEL STEEL 


900° (y+ iron forms @ —y y _ iron-cementite solid 
Ar3 adsorption compound solution 


(8 iron) 


Largest thermal point 


Allocolloidal zone 


- 840° g — y compound 


Ar; forms late because 
of cementite. 


This is eutectoid steel. 
So much cementite is 
present that no a —y 


adsorption compound is 
formed, the y iron being 
held in metastable con- 
dition by the cementite, 
down to Ary. 


780° | < —y compound de- 
Are composes into @ iron. 


750° @ —y compound 

Ar, changes to a@ iron. 

700° + iron cementite ad- 700° Sudden change of 

Ar, sorptioncompound Ar, all the iron from y 
decomposes, y iron to a, with libera- 
changes to a@ iron, tion of all the 
and cementite is cementite. 
liberated and ag- 
gregates. 


_ Granting that in austentite the cementite is in true molecular dis- 
persion, which I consider doubtful especially after solidification has begun, 
it seems evident that, of the remaining members of the iron-cementite 
dispersion systems martensite and troostite are to be regarded as within or 
approaching the colloidal zone of dispersion, whereas sorbite and pearlite 
are coagula of the pre-existent colloidal systems, the latter visibly so. In 
the colloidal systems, cementite (FesC) 1s the dispersed phase and iron 
the dispersing phase, as the pearlite coagulum consists of cementite inter- 
spersed in ferrite. In martensite, crystal formation is only incipient, 
being inhibited by the high viscosity of the dispersing medium and per- 
haps also by the adsorption of a small residual quantity of 7 iron (con- 
sequent upon lag in its transformation), or of impurities. | With troostite 
the globulitic stage is reached; it is found in erystallization inhibited by 
colloids, reminding one somewhat of the “clumping” of typhoid bacteria 
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in the Widal test. It must be remembered that metal surfaces etched by 
‘various reagents are artifacts, from which the original detail of the 
unetched metal must be inferred.*° 

Although theoretically there is no sharp line of demarcation between 
any of the members of the iron-cementite dispersion series, the sorbite- 
pearlite group shows the characteristics of coagulated colloids or gels, as 
opposed to the martensite-troostite group which represents higher disper- 
sion, with troostite appreciably on the road to coagulation. 

There is other distinct evidence of the colloidal nature of the cemen- 
tite in hardened steel. Prof. H. GC. H. Carpenter, speaking first of 
annealed or slowly cooled steel, says:*! “This carbide can be separated 
from the steel by appropriate solvents which remove the iron. On the 
other hand, it is not possible to separate any carbide of iron from a properly 
quenched tool steel. When the latter is treated with dilute acids, the 
steel dissolves without residue and liberates a complicated mixture of 
hydrocarbons, both liquid and gaseous. There is, therefore, a funda- 
mental difference in the form of the carbide in a quenched, as compared 
with an annealed steel. In the former it is wholly dissolved, in the latter 
wholly segregated.” This last statement is too dogmatic, and he retrieves 
it saying: ‘When hardened steel is softened by annealing, the carbide 
of iron is gradually precipitated. If the annealing be carried out at low 
temperatures it is precipitated in the form of ultramicroscopic particles 
which are known as troostite. On raising the temperature, the troostite 
passes into another variety known as sorbite, and at still higher tempera- 
tures, well segregated pearlite results. The gradual tempering and soft- 
ening of hardened steel is caused by the precipitation of iron carbide in 
these forms, together with the soft a iron, and as to this no difference of 
opinion exists.” 

The formation of hydrocarbons upon the solution of hardened steel 
in acid shows that the particles of Fe;C are so small that upon their de- 
composition the nascent hydrogen is able to combine with the libérated 
carbon, which must appear in particles approximating molecular dimen- 
sions and within the range of molecular attraction. The variety of hydro- 
carbons formed is evidence of the great diversity in the size of the carbide 
groups, rather than of the existence of a number of different carbides, or 
chemical compounds: in other words, the carbide in properly hardened 
tool steel exists almost entirely in colloidal form. Great chemical activity 
is generally consequent upon colloidal dispersion. Raffo and Pieroni 
showed that, while fine precipitated sulfur does not affect cold silver salts 
and does so only partially upon boiling, colloidal sulfur reduces them 
energetically even at ordinary temperatures. Fine lead, produced by 


» Bechhold:: “Colloids in Biology and Medicine.” Chap. 23. Trans. by J. G. M. 
Bullowa. D. Van Nostrand & Co. 1919, 


1 The Hardening of Steel. Engineering (Mch. 14, 1919) 107, 386. 
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heating dry lead tartrate in a tube, takes fire instantly in the air, as does 
the phosphorus left upon the evaporation of the solvent from its C8, or 
ether solution. . 

Waiving the question as to whether the cementite in austenite is 
colloidal (and I think that at least as the steel freezes it becomes so), 
it seems that the very hard martensite is a colloidal dispersion of cemen- 
tite in iron with “‘hardenite”’ as its higher dispersion, troostite its incipient 
globulitic aggregation product, and sorbité and pearlite its successive 
coagulation stages. This view will perhaps reconcile the ‘‘allotropic”’ 
and “‘amorphous”’ theories*? that have been advanced to answer the ques- 
tion as to the constitution of martensite and the cause of its great hard- 
ness. Considering martensite as a cementite ferrosol, it is ‘‘amorphous”’ 
in the sense that its particles, even if actually crystalline, are mostly not 
microscopically resolvable; and, especially in low-carbon steels on quick 
chilling, there is a tendency to carry over into the solid state some of the 
a-y allocolloid, so that the iron dispersing phase itself may represent 
a colloidal dispersion, consisting mainly of minute a iron particles. Be- 
cause of the highly colloidal nature of the martensite and the consequent 
great development of free surface in it, it is extremely hard. Large 
percentages of oil colloidally dispersed or emulsified in water yield very 
firm stiff masses, although both phases are originally liquid. 

The fact that austensite, though harder than pearlite, is not as hard 
as martensite, indicates that the latter represents a point, or rather a 
zone, of maximum degree of colloidality,** that is, there appears to be a 
certain degree of subdivision or dispersion, not necessarily the same with 
all substances, in which the dispersion system exhibits colloidal or sur- 
face phenomena to the highest extent, this effect declining not only with 
increasing aggregation or coagulation, but also with further peptization 
and the approach of true molecular dispersion or the formation of smaller 
molecules. 

The behavior of hypoeutectoid steels (containing less than 0.9 per 
cent. carbon) is naturally complicated by the fact that the transforma- 
tion of the excess ¥ iron (that in excess of the y iron-cementite adsorption) 
into a iron, or the breaking up of the a-y adsorption, takes time and 
exhibits a lag that is most marked in the quickly cooled specimens. On 
the other hand, with hypereutectoid steels (containing more than 0.9 
per cent. carbon) the excess of cementite tends to crystallize out in 
slowly cooled specimens and to yield some undecomposed y iron-cemen- 
tite solid solution in quickly cooled specimens. McCance* showed that 
on adding carbon to iron, the hardness of the quenched steels increases 
up to 0.7 per cent. carbon and remains constant between this point and 


32 Rosenhain: 180-182. : 
33 This is the subject of a separate paper, now in preparation. 
34H. C. H. Carpenter, loc. cit., 388. 
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1.18 per cent. This indicates a zone of maximum colloidal effect, which 
probably covers the zone of maximum degree of colloidality referred to. 
The addition of manganese to steel, as Maurer has shown, retards the 
aggregation of the cementite so that ordinary slow cooling yields marten- 
site, probably because the viscosity of the dispersion medium (iron) is 
increased by the manganese (melting point 1225°) which by its surface or 
adsorptive action acts like a protector in opposing the aggregation of the 
martensite constituents. On the other hand, the manganese increases 
the speed of the transformation, when it does occur, because the manga- 
nese then exerts its force in the direction of the readjustment. Still 
larger percentages of manganese prevent any transformation at all, 
yielding austenite. 

The amorphous theory advocated by Rosenhain* stresses particularly 
the entire absence of regular orientation or crystallization in the so-called 
amorphous phase, in which the molecules are supposed to be in the ran- 
dom and, mainly, isolated state assumed to exist in liquids. I believe, 
however, that the amorphous phase consists largely, if not entirely, of 
molecular groups, many of which may be oriented in the form of ultra- 
microscopic crystals or crystal fragments; and that its properties are 
due, not to the entire lack of orientation among its particles, but to the 
fact that many of its molecular groups are of colloidal dimensions. As in 
metals the molecules are very close together and possess extremely high 
cohesion or crystallization tendency, it does not seem possible that the 
amorphous phase can be composed entirely of isolated molecules or even 
entirely of non-crystalline groups. With gold hydrosols where the dis- 
persing water exercises a restraining influence, the X-ray spectroscope 
shows that the ultramicroscopic, and even that the amicroscopic, gold 
particles are crystalline. With the most drastically chilled metal, 
allowing for the high viscosity and its rapid increase, it does not appear 
conceivable that no tiny ultramicroscopic crystals form, or at least that 
there is no grouping, regular or irregular, of the metal molecules. The 
facts are in harmony with the conception of amorphous metal as an iso- 
colloid, that is as a dispersion of colloidal crystals, crystal fragments, 
or non-crystalline groups, forming a solid gel-like mass. The fineness 
of its particles, and the enormous development of free surface found in 
all colloids, are its critical factors. 

The idea that metals, in the course of their aggregation, pass through 
a colloidal stage that exerts a powerful influence on their structure and 
properties, and may even be partly retained in the final product by pro- 
tection, adsorption, crystallization, or increase in viscosity due to quench- 
ing, is not limited to the field of metallurgy; it may be applied to any 
substance or system where a portion or a component becomes colloidal 


% Loc. cit., 249. 
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while the remaining portion or components are outside of the colloidal zone. 
The case of glass has been mentioned, where some components apparently 
inhibit the ordinary crystallization of the others under operating condi- 
tions. This theory may also account for the fact that under one set of 
conditions Na2CO; crystallizes with ten molecules of water, while under 
other conditions it may be crystallized with seven molecules of water; ~ 
and the effloresced crystals hold only one molecule of water. Sodium | 
sulfate acts similarly, forming NasSO., 10H,O and Na;SO., 7H20 and 
the anhydrous salt Na2SO.. 

Liquids appear to consist largely of atomic or molecular groups and 
solids of still more complex groups, the size and nature of which depend 
upon conditions;** and among these groups, those of colloidal dimension 
as a rule appear and must then be reckoned with. The twinning 
of crystals, which is a marked characteristic of y iron, a brass, and es- 
pecially of worked or strained metals on annealing, is probably due to 
colloidal influences. This and many other questions, such as the effect 
of other metals on iron and steel (so-called alloy steels) and the adsorption 
of gases at the free metallic interfaces, etc., though germane to this 
paper, must be left for future consideration.*” 


3 W. E. S. Turner (‘‘Molecular Association,” 99) says that ‘‘the formula of a 
substance shall be recognized as a function of the physical conditions under which it 
exists, so that the formula for elements is X,, for compounds (X Y)n, where n is to be 
specified according to the conditions. Although we are far from realizing how n 
varies for most substances, the adoption of such formulas would bring home clearly 
the fact that both the physical and the chemical behavior of a substance may be 
closely dependent on the value of n.” 

a P, W. Bridgman found that while cylinders of soft tool steel (1.25 per cent. 
carbon) and soft chrome-nickel steel (Krupp Special E. F. 60.0) ruptured under the 
same pressures whether water or mercury was the pressure-carrying fluid in con- 
tact with the metal, when hardened the same steels broke at about one-third of the 
pressure with mercury as with water. The rupture was due to the amalgamation 
of the steel, which when once started spreads rapidly under the high hydrostatic 
pressure. 

But even a pressure of 6500 atmospheres for 12 hr. failed to cause the amalgama- 
tion of hard or soft steel rods, although the rods were polished with fine emery paper 
immediately before being plunged into the mercury. On the other hand, hard and 
soft steels and cast iron (also aluminum, nickel, cobalt) were promptly amalgamated 
on the fresh surfaces formed by breaking the metals under mercury. 

Bridgman says “dirt” prevents amalgamation; but from the recent work of W. B. 
Hardy, on fresh surfaces, and of I. Langmuir and others, on adsorption, it would 
seem that instantaneous adsorption from the atmosphere, probably of gases, is 
responsible, although a change in the nature of the surface may have some effect. 
Freshly cleaved sheets of mica show a similar effect; their initial coherence is speedily 
lost. With steel, as with gelatine jellies, the quickly chilled specimens show greater 
porosity because of the greater total efficient area of the diffusion paths consequent 


upon finer subdivision. 
See The Action of Mercury on Steel at High Pressure, Proc. Am. Acad. Arts and 


Sci. (1911) 46, 325-341; also subsequent papers. 
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DISCUSSION | 


Paut D. Mrrtca,* Bayonne, N. J.—This paper emphasizes the fact 
that present methods of metallography have definite limitations. In 
a large number of cases the properties of metals and alloys may vary 
through quite remarkable ranges, without the possibility of following 
them by microscopic study. It is well known, for example, that the 
nickel-iron alloys may be obtained in magnetic and non-magnetic condi- 
tions, with no change in the structure that can be perceived: by present 


methods. In a number of instances, such as duralumin, the mechanical ° 


properties may vary through a range of 100 per cent., based on the lower 
values, without any change in the structure of the material, so far as can 
be seen under the microscope. We are going to require other methods 
for the study of the structure of these metals ; the most promising appears 
to be the X-ray spectrometer. - Other methods, however, such as the 
study of the physical properties, electrical conductivity, thermal con- 
ductivity, and thermal expansion, may serve to give some indication 
of this structure. Ait 

Lead in a high brass may occur in several forms ; In one there are no 
visible particles of lead but there is a mottled structure over the whole 
grain, which is generally ascribed to the presence of lead. I do not 
know whether there is any difference in the mechanical or other properties 
of the brass with the lead in these two conditions. 

One other fact of interest is the statement, in paragraph 3 on page 8, 
“that one of the causes favoring the fine-grained structure is the inhibi- 
tion of crystallization by substances colloidally dissolved in the molten 
mass.” Aside from the possibility of obtaining fine-grained structures 
by the use of substances that may give a colloidal Structure, an old 
practice of determining the carbon in the stcel in the furnace was to 
quench a button and then examine the length of the grain, which is a 
rough indication of the rapidity of crystallization. It has been found 
that the higher the carbon, the longer the grain. Here is a case in which 
crystallization has been favored by the presence of an element that is 
atomically dissolved, whereas in cases where it is less highly dispersed, 
it may produce a finer grain. 


K. E. Tuum,t New York swNehy, .—Apparently the paper has been 
confined to a discussion of evidences of colloidal state in solid metal. 
The observations might well be extended to a consideration of metal in 
a liquid state; for instance, to certain phenomena that occur in the 
manufacture of alloy steels. We all remember, during war-times, the 
difficulties experienced in making high nickel steels with good transverse 
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properties. Foreign metallurgists of note maintain that transverse 
weakness (or that combination of properties that shows up as flakes or 
woody structure in test specimens) is due to oxidized impurities in 
the metal and guard against these impurities largely by careful furnace 
practice. They have discovered that certain alloys are particularly 
susceptible to flakes and on the other hand certain alloying elements have 
an action on such melts similar to the clearing action of a small amount of 
electrolyte when introduced into a colloidal suspension. Under the 
microscope these solidified steels when they show slag inclusions of 
moderate size have properties in all directions which are normal; in the 
defective steels showing flakes and transverse weakness inclusions of 
that sort cannot be seen except with the greatest of care. Sometimes 
when defective steel is examined immediately after polishing, under the 
highest power microscope, without any etching, slag inclusion of most 
minute size can be seen. According to the definition of colloids given 
in this paper, these particles are not colloids, but correct furnace practice 
and a small amount of alloying element will flocculate these particles into 
the larger inclusions, and with this action will vanish the great danger 
due to transverse weakness. 

Only recently metallographists have advanced the idea that some of 
the time-tested ‘‘Sphosphorus” reagents perhaps do not show phosphorus 
as much as they show extremely finely divided oxide; whether this oxide 
is in true solution, colloidal solution, or in minute extracolloidal particles 
in suspension, is a question. Under certain circumstances metal can hold 
oxide in most extraordinarily fine subdivision, almost in the form of a 
solid solution, and that kind is apparently the oxide which is so danger- 
ous. It appears to be related closely to “ghost-lines” of microscopic size. 
An interesting speculation is whether the so-called deoxidizers, like spiegel 
or ferro-titanium, do not exert a most effective action by flocculation 
rather than chemical reaction. 

One might think that questions regarding the nature of solidification 
and whether or not the metal solidifies with the large or small crystalline 
structure are more or less academic and of no value to the practical man, 
but the size of the primary crystallization has much to do with the amount 
of segregation occurring in the metal and also the ease with which the 
casting structure is broken by heat treatment. In other words, a metal 
which, as it solidifies, develops a closely packed aggregation of crystal- 
lization centers will not show such striking segregations of insoluble and 
partly soluble chemical constituents as will one that develops large 
grains. For the same reason subsequent heat treatments will much 
more easily break up the original structure and equalize by diffusion the 
soluble chemical constituents. In general, a fine grained ingot or casting 
is a much better metal to work with from a quality standpoint. 
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Zay JErrries,* Cleveland, Ohio (written discussion).—This paper 
cannot fail to stimulate thought in connection with atomic arrangement: 
and its relation to physical and chemical properties of metals and alloys. 
The ideas put forth relate to the specific manner in which complexes are 
formed from constituent atoms. That numbers of atoms in a liquid 
metal should group themselves into more or less stable or unorganized 
groups varying in size, that is in numbers of atoms per group and in the 
manner of grouping of the atoms, seems quite probable. 

The interpretation of the amorphous phase in metals as a colloid may 
meet with certain objections. For example, would a group of atoms so 
arranged as to form a colloidal particle in a good conductor like a metal 
carry a charge of electricity similar to a colloidal particle in an aqueous 
solution? 

One of the most important points is that of a critical distribution of 
one constituent in another to produce maximum cohesion. The writer 
has suggested*®* a combination of amorphous and crystalline phases of a 
metal having higher cohesion than either phase singly, also that the 
martensitic state of steel strongly suggested a combination of two 
physically different constituents with higher cohesion than either one. 
Merica, Waltenberg, and Scott suggested a critical dispersion of CuAl, 
in aluminum, producing maximum hardness;*? if the particles of CuAls 
become larger or smaller than the critical size, softness results. 

Mr. Alexander now proposes the idea of a critical dispersion as a 
general law. If this proves to be a general law, it will go far toward 
explaining the underlying reasons for the hardening of steel. This law, 
however, should be considered without exclusive reference to the colloid 
theory with a definite limit of the maximum size of colloidal particles. 
In other words, this law can be considered with respect to crystalline 
aggregates larger than 100uu. 


P. W. Bripeman,} Cambridge, Mass. (written discussion).—Experi- 
ments made by the writer corroborate Mr. Alexander’s theory that 
definite structures may exist in the liquid above the melting point. If 
water is compressed to about 90,000 lb. per sq. in. at a temperature below 
0°C., it will be capable of crystallizing into two forms, which the writer has 
called ice V and ice VI. Ice VI is the unstable form, and ice V the stable, 
but ice VI almost always is formed on the first freezing, and it is diffi- 
cult to induce the more stable ice V to appear. But after ice V has once 
formed, it almost always appears on subsequent freezing. This tendency 


* Director of Research, Aluminum Castings Co. 


*8 Effect of Temperature, Deformation and Grain Size on the Mechanical Prop- 
erties of Metals. Trans. (1919) 60, 474. - 


*° Heat Treatment of Duralumin. Bull, 150 (June, 1919) 942, 
t Jefferson Physical Laboratory, 
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persists even if the water is maintained in the liquid condition at some 
distance from the melting point for as much as 24 hr. 

Mr. Alexander’s opinion that the failure of iron to amalgamate under 
ordinary conditions may be due to an adsorbed layer of gas on the surface 
is the conclusion at which the writer arrived in an experiment mentioned 
on page 334 of the paper to which Mr. Alexander refers.4°° The experi- 
ment consisted in plunging into mercury a,surface of broken iron in a 
small fraction of a second after the rupture. No amalgamation took 
place under these conditions. No ordinary “‘dirt”’ is sufficient to explain 
this effect, which is probably due to the rapid formation on the surface of 
a film of adsorbed oxygen. Computation by the kinetic theory of gases 
shows that, at atmospheric pressure, an exceedingly small fraction of a 
second is sufficient for the formation of a protecting film. 

Henri Le Cuatetrer, Paris, France (written discussion*).—In the 
first page, Mr. Alexander defines with great exactness the expression 
“eolloidal state.’ This state necessarily comprises two phases—sub- 
divided material and the medium in which this material is dispersed. 
The properties of this state are inseparably connected with the dimension 
of the particles. This subdivision can bring about important modifica- 
tions in the physical properties of the substance and can also affect the 
chemical properties. 

I am not convinced of the accuracy of the conclusions that the author 
formulates on the subject of metals and metallic alloys. He takes no 
account of the surface tensions that always exist at the point of contact of 
two bodies. That is the key to the problem. ‘These forces are usually 
considered too small to merit serious consideration. What must be con- 
sidered is not the size of the force, but that of the energy stored up in the 
bodies. In other words, the surface energy is equal to the product of the 
tension by the surface of the body, and in colloids this surface is enormous, 
also the corresponding energy is much greater than is ordinarily supposed. 
A few figures will make this clear. 

One particle of water weighing 18 gm. forms a sphere of 1.63 cm. 
radius, having an exterior surface of 33 sq. cm. Let us calculate what 
happens to this surface when the water is divided into smaller and smaller 
drops; for instance, drops having the radii of 0.601 millimeter, or lp, and 
0.000661 millimeter, or luz, which are the limits between which colloids 


evolve. 


Diameter of drops.......-8.--+2s-ssseee: lu Lup 
Total surface of drops......------+++++:> 2.04sq.m. 2040 sq. m. 


40 Proc. Amer. Acad. (1914) 46, 325-341. 
* Translated from the French. 
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The second factor in surface energy is the surface tension. 


a » a earcess Aa igh ae Casein coe 
CENTIMETER 
Eigen ee es Liquid and gaseous — 252 5 0.002 
INDEg eer nee ee. Pee, Liquid and gaseous — 29 0.041 
H20........../... Liquid and gaseous + 20 0.076 
Hg...... ........ Liquid and gaseous + 15 0.432 
(ah a eae Liquid and gaseous +1770 1.700 
SO;.CaO.......... Crystalline and solution + 15 1.120 
SO;.BaO.......... Crystalline and solution + 15 4.400 


From the examples here given, it is apparent that metals have higher 
surface tensions than compounds of metalloids and that solid bodies in 
contact with liquids have still greater tensions. 

The energy accumulated in one particle of water for different states of 
subdivision is: 


Diameter of drops... Ay. de.) siete ee ee ae ee ee ly lum 
Kilogram meters: .....0teische eet ee Le ee nee ee 0.430 4380 
falonies lO Son. .2 tdi ate ene Ree ee ets oe 0.001 1 


That is to say, a particle of water divided into drops of luu, entering into 
chemical combination liberates 1 calorie more than the same weight of 
water taken as one compact mass. In the case of solid bodies in contact 
with liquids, and still more in the case of metals, the surface tensions, and 
consequently the corresponding energies, will be ten and one hundred 
times greater— equal to and often greater than the amounts of heat liber- 
ated in the most vigorous chemical reactions. As a result, the strength 
and tenacity are increased because these surface tensions are added to 
the internal cohesion of a homogeneous mass. The perimeter of the 
different grains taken together vary in inverse ratio with their dimensions. 
The resulting force for a surface tension of 1 gm. per linear centimeter is: 


On RM ae ECR ew TO ea? a lu Lup 
Total perimeter for 1 sq.mm................- 41m. 4000 m. 


Resulting ‘tengion.. 4. aie, Gh. oe ee Be 0.4 kilogs 400 kilogs 


which is more than sufficient to explain the increase in strength of fine- 
grained alloys. It is doubtless true that the dimensions probably never 
are as small as 0.000001 millimeter, but in many alloys, notably pearlite, 
they go below 0.001 millimeter. 

A second result of the fineness of solid bodies is the increase of the 


vapor tension and the solubility. Here, for example, are measurements 
of fine precipitates of calcium sulfate. 


Dimensions of grains... ...,...0, ee Qu 0.3u 
polubility periliter a. c...acc.....,) an 2.08 gm. 2.56 gm. 


pie sey ers! Pes es 


DISCUSSION ; 549 


£ 


These and similar measurements on barium sulfate were used as a’ 
basis for the calculations of surface tensions given above. In fact, 
thermodynamics gives exact mathematical formulas on the relation of 
solubility to this tension. ° 

To this difference in solubility is due the increase in size of the par- 
ticles in a precipitate obtained in chemical analysis by leaving the 
precipitate in the solution for an extended period, and which is used to 
facilitate the filtration of precipitates. The same phenomenon explains 
the increase in size of the grains in an alloy under prolonged heating. 
In fact, there seems to be no doubt that the colloidal state must have an 
effect upon the chemical properties as it has on the solubility. Cementite 
offers an apt example. In large crystals, that is to say, about 0.01 
millimeter thick, it is easily attacked by a boiling alkaline solution of 
sodium picrate, which colors it a dark brown. On the contrary, the 
grains of pearlite are never colored by this reagent, except the exception- 
ally large grains seen in overheated steels that have been cooled very 
slowly. The colloidal cementite of troostite is not colored. Further 
investigation would no doubt disclose other analogous examples; but 
more often the colloidal substance will be more easily attacked, as it is the 
more easily soluble. 

The theory of amorphous metals does not seem to me to have any 
necessary connection with the colloidal state. Moreover, the existence 
of this amorphous state is merely a hypothesis that has not been definitely 
verified. One can express whatever opinions one chooses on this subject, 
because they are not susceptible to experimental corroboration. 


Car. Bengpicks, Stockholm, Sweden (written discussion).—As stated 
by. the author, the present writer, in 1905,*! drew attention to the fact 
that the highly dispersed state of matter has considerable influence on 
the properties of alloys, especially in forwarding the rational explanation 
of the nature of troostite—concerning which about a dozen theories 
existed—as being a solid cementite ferrosol. This view explained the 
sharp solubility maximum found by Heyn.*? A. Lottermoser,** then 
drew attention to the close analogy between the properties of gold ruby 
glass and troostite. Finally, Wo. Ostwald‘ gave a review of the facts 
known up to that time. 

It is mentioned that for the Cu-Zn alloys Carpenter holds, “that be- , 
low 470°, the 6 phase decomposes into a and y phases; in fact, that the 6 
phase is an almost ultramicroscopic mixture of a and y phases.” It is 
of considerable interest also to know that Carpenter*® has found that this 


41 Zeit. phys. Chem. (1905) 52, 733; Jnl. Iron and Steel Inst. (2, 1905) 352. 
42 C. Benedicks: Jnl. Iron and Steel Inst. (2, 1908) 217. 

43 A. Lottermoser: Koll. Zeit. (1911) 8, 95. 

44 Wo. Ostwald: Kolloidchemie und Metallurgie. Koll. Zeit. (1916) 19, 46. 


45 Jnl. Inst. Metals (1912) 8, 51. 
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» generally ‘very stable 6 colloid is coagulated into coarse segregations 
of a and y on the nucleus action of a vanadium alloy; this, so far as I am 
aware, has the interest of being the only solid analogon known in metallo- 
graphy of the coagulating influence of additions, well known in liquid 
systems. * 

When the Pb-Sn alloys are discussed no experimental fact is given, 
which proves that a colloid state makes itself perceptible.. The curves 
alluded to in the footnote on p. 532 certainly do not prove more than that 
if an isocolloid zone exists, it must be very narrow ; its existence, or con- 
sequences, is scarcely supported by any facts given. 

It is to be regretted that scarcely any new experimental facts are 
adduced for the importance of the colloid state for metallography. The 
list, however, can easily be completed. Thus, the Fe-Ni alloys were 
earlier almost universally considered to be homogeneous solid solutions. 
The writer discovered‘* that on slow cooling these supposed homogeneous 
solutions are divided into two structural elements—those of the meteoric 
irons—which generally are of a submicroscopic size, constituting a colloid 
system. Indications of colloid constituents also occur in the CGu-Sn 
alloys, according to the description of Carpenter. Further, it was found‘? 
that on electrolysis from acetate solution a copper is obtained which must 
be considered to contain acetate in solid solution—as proved especially 
by the very high electrical resistance; between this solid solution and 
the segregated state, a colloidal intermediate state is highly probable. 

Colloid enthusiasts are apt to claim most phenomena in nature to be 
of a colloid character. It is important not to go too far in this direction; 
it only will discredit this domain of knowledge. The author, on p: 531; 
mentions the phenomenally great influence produced, say by 0.01 per cent. 
of an impurity on the properties of a metal, and adds that in many cases 
this effect involves a colloidal dispersion. The difficulty in explaining 
the great increase of the hardness or electrical resistance of iron, intro- 
duced by a small fraction of an impurity, becomes very much greater if 
we admit the action to be of a colloidal character: the only possibility 
in such cases is to'admit a true atomic dispersion; 7.e., a true solid solu- 
tion. A system where cementite is in a colloidal state (troostite) is 
much less hard than when there is a solid solution (martensite) ; it cannot 
be correct to admit also the martensite to be a colloidal dispersion (as is 
indicated on p. 539); a nearer discussion shows that austenite and marten- 
site must be considered as solid solutions, the first in gamma, the latter 
in alpha iron. The statement in the footnote on p. 535 “this means col- 
loidal dispersion, favorable to hardness” can be quite true when compari- 


‘6 C. Benedicks: Feste kolloide Systeme in der Metallographie. Koll. Zeit. (1910) 
7, 290. 


47 C. Benedicks: Metallurgie, 1907, 4, 5, O35. 
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son is made with the coagulum, but it is not true when the hardness is 
compared with that of the true solution. 


Jerome ALEXANDER (author’s reply to discussion).—The discussion 
has adduced many additional instances of the application of the principles 
outlined. It has also shown other aspects of these principles and has 
referred to some points that were perforce omitted in condensing the 
paper. Some of the questions thus omitted may be epitomized as follows: 

1. Dynamic allotropy, especially of molten sulfur.48 Here ammonia 
accelerates the attainment of equilibrium between the allotropes, whereas 
sulfur dioxide so retards it that chilling easily maintains the status quo. 

2. Von Weimarn’s work on transparent elastic sulfur*? produced by 
chilling in liquid air sulfur heated to 400° C. 

3. Bridgman’s work on various forms of phosphorus, including a 
new black form that differs from the yellow and the red in being a conduc- 
tor of electricity; this metallic quality 1s conferred by extremely high 
pressures.*° (About 11,000 kg. per sq. cm.) 

4. Wo. Ostwald’s table showing eight isocolloids of water.** 

5. Zsigmondy’s work on gold ruby glass, which follows ultramicro- 
scopically the aggregation of metallic gold through the colloidal zone.*? 

6. Bowen’s work on the devitrification of glass.°* 

7, Bellamy’s work on gold ruby glass, which confirms the view that 
stannic oxide exerts in glass the same protective or peptizing action on 
colloidal gold that it does in aqueous dispersion, ¢.g., in the purple of 
Cassius. 

8. General discussion of crystallization and a statement of some 
experiments showing the effect of colloids on crystallization. 

9. Effect of colloids on the crystallization of plaster of Paris.°4 

10. Resemblance of photomicrographs of fine martensite to the dark 
field pictures of coagulated ultramicrons, i.e., of casein. 

11. Experiments showing some results of progressive subdivision with 
lead shot; the size known as “dust” clumps together when wet, whereas 
larger shot does not. 

12. Production of dendrites of Pb and Fe by deposition of the metal in 
the presence of a colloidal protector, those of Fe recalling the acicular 
structure of martensite. 

The chemist and physicist, in exploring the dark region of the atom, 
have revealed a world of subatomic phenomena, we are also learning 


4s W. EH. S. Turner: “Molecular Association,” 92. 1915. 

49 Koll. Zeit. (1910) 6, 250. 

20 Jnl. Am. Chem. Soc. (1914) 36, 1544-63. 

51 “Handbook of Colloid Chemistry,” M. W. Fischer’s translation, 1918. 
52 “Colloids and the Ultramicroscope,” Alexander’s translation, 1909. 

53 Jnl. Am. Ceram. Soc. (1919) 2, 261-81. 

54 Jnl. Soc. Chem. Ind. (1909) 28, 280. 
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much by investigating the colloidal zone lying between what are ordinarily 
termed physical and chemical. The metallurgist cannot omit considera- 
tion of submicroscopic or ultramicroscopic phenomena which, though 
hidden, are none the less real. I have asked those having proper facilities 
to examine with the X-ray spectrometer Specimens of metals and alloys 
slowly cooled, and others drastically quenched. With mercury and low 
melting point alloys, like Wood’s metal, it should be possible with this 
new instrument to follow molecular aggregation in metals under gradu- 
ally decreasing thermal agitation, 

Doctor Merica emphasizes the necessity of reckoning with colloidal 
phenomena. His observations on substances that favor crystallization 
are further reinforced by Bowen’s work, for in glass Cl and SO; act as 
“mineralizers,”’ showing the opposite to protective action. 

I agree with Mr. Thum that we should seek information regarding the 
colloidal state in fluid metal, where it undoubtedly exists, for even if 
transitory it is of potent influence. The trouble-making inclusions in 
nickel steel of which he speaks are, partly at least, above colloidal size; 
but there is no sharp limit to the colloidal zone and particles much above 
the usual superior colloidal limit (100 uu) show effects consequent on 
their fineness of subdivision. The facts mentioned show that some sub- 
stances in fine dispersion produce a weaker steel than the same material 
aggregated into coarser inclusions, just as one large hole may produce 
less weakness in a metal bar than a multitude of adjacent small holes 
having the same total area as the large hole. 

The work of Merica, Waltenberg and Scott, cited by Doctor Jeffries, 
is an illustration of a zone of maximum colloidality, the hardness of the 
Cu-Al alloy. diminishing on either side of a certain optimum degree of 
dispersion. As Doctor Jeffries suggests, the consequences of sub- 
division are not hemmed in by any arbitrary limits. Wells5s suggests 
four general groups of degree of subdivision: (1) molar, including ordi- 
nary physical and even astronomical masses; (2) molecular, covering the 
colloidal zone and including much of what is called physical chemistry ; 
(3) atomic, covering ordinary chemical changes; (4) electronic, covering 
subatomic phenomena. While quantum relations seem to predominate 
in (3) and (4), (2) blends insensibly into (1) and (8). 

Professor Bridgman’s remarkable work on the effect, of high pressures 
merits the careful consideration of metallurgists, even his experiments 
with non-metallic Substances, e.g., phosphorus and egg albumin, the 
latter of which is coagulated by mere pressure. The powerful adsorp- 
tion at fresh, clean, metallic surfaces is parallelled by freshly cleaved 
sheets of mica, which adhere if instantly put together but fail to do so 
after a brief exposure to the air. 


55 Jnl. Wash. Acad. Sci. (1919) 361 
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Professor Le Chatelier suggests that the surface tensions existing at 
phase interfaces are the key to the colloidal problem, and that I take no 
account of them. Surface tension is a resultant of what I term, in my 
paper, molecular or crystallization forces.** I have considered the forces 
without, however, discussing their origin, which would lead to theoretical 
discussion—residual valences, stray fields of force, etc. I thank Pro- 
fessor Le Chatelier for bringing forward details to support the view, which 
I expressed in my preliminary paper,®” that with particles of colloidal 
size ‘‘such phenomena as surface tension and adsorption, which depend 
on the development of free surface, become enormously magnified. . 

The tiny force with which a drop of rain clings to the window pane 
becomes a factor to be reckoned with if the surface is increased millions 
of times.” 

Metallurgists will hardly agree that the existence of the amorphous 
state is a mere hypothesis. What they call amorphous metal is either 
colloidally or molecularly dispersed. Rosenhain believes that amorphous 
metal represents molecular dispersion, whereas I believe that the evidence 
indicates colloidal aggregation. 

Professor Benedicks brings out many facts of interest. I thoroughly 
agree as to the danger of attributing everything to colloids, a danger I 
have often emphasized.** On the other hand the colloidal condition is 
ubiquitous and cannot be omitted from consideration, especially as in 
many cases it is a controlling factor. Professor Benedicks believes that 
troostite represents the inferior limit of colloidal dispersion of cementite, 
martensite being a solid solution. I believe, however, that martensite 
and hardenite represent colloidal dispersion of cementite; and so probably 
does austenite, as solidification is approached. Maximum hardness, 
covering martensite and hardenite, represents a zone of maximum 
degree of colloidality, on either side of which hardness diminishes. °° 

The footnote on p. 532 of my paper, referred to by Professor Benedicks, 
refers to pure metals, where the isocolloidal zone naturally is narrow. In 
connection with the Pb-Sn alloys, where the metals differ materially in 
melting point, the following experiment is of interest. A strip of zine 
immersed in a solution of SnCl, gives a coarsely crystalline tin tree, 
whereas lead under like conditions gives a lead tree. But if some lead- 
acetate solution is added to the SnCl, solution so that both Pb and Sn are 
thrown out simultaneously, the crystallization of both metals is much 
inhibited. 


56 Willows and Hatschek: ‘‘Surface Tension and Surface Energy,” 28-32. 1919. 
37 Trans. (1919) 60, 466. — 

38 Jnl. Soc. Chem. Ind. (1920) 39, 270R. , 

59 See Zone of Maximum Colloidality, to be published in the Jnl. Am. Chem. 
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Nickel-chromium Alloys 


By Leon O. Hart,* M. E., Harrison, N. J. 


(Columbus Meeting, October, 1920) 


Tue nickel-chromium alloys of importance are those containing iron 
and those free from iron. The most important alloys containing iron, 
with regard to high tonnage, are the nickel-chromium steels. Straight 
nickel steel was introduced about the year 1889, but it was not until 1895, 
when it was found that the addition of chromium greatly increased the 
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Fig. 1.—REsISTIVITY OF NICKEL-CHROMIUM-IRON ALLOYS. 


strength and resistance to shock, that nickel-chromium steels came into 
use. The three types of nickel-chromium steels developed at this time 
were: Type 1, containing 3.50 per cent. nickel and 1.50 per cent. chro- 
mium; type 2, containing 2.00 per cent. nickel and 1.00 per cent. chromium; 
and type 3, containing 1.50 per cent. nickel and 0.50 per cent. chromium. 


*Second Vice-president, Driver-Harris Co. 
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Type 1 steel is used principally for armor plate and projectiles. Types 2 
and 3 were developed for the automobile industry, type 3 is admirable 
for drop forgings and makes an excellent case-hardening steel. 

A nickel-chromium steel of type 1, containing 3.78 per cent. nickel, 
1.60 per cent. chromium, 0.38 per cent. carbon, 0.28 per cent. silicon, 0.50 
per cent. manganese, 0.035 per cent. sulfur, 0.025 per cent. phosphorus, 
when air hardened from 820° C., passed the following specifications: 
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Tensile breaking strength, minimum 220,000 lb. per sq. in. 
minimum, 165,000 lb. per sq. in.; elongation, minimum, 5 per cent. ; 
reduction in area, minimum, 13 per cent.; Brinell hardness number, 420. 
Nickel-chromium-iron alloys having a much higher nickel and 
chromium content than the nickel-chromium steels just discussed were 
~ developed for electrical, heat, and chemical resistors. As early as 1866, 
research work was done by Mathieson for the British Physical Society to 
develop material forastandard ohm; this work was principally with copper- 
nickel alloys. In 1888, copper-nickel alloys were investigated by Feuss- 


; yield ratio, 
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ner and St. Lindeck; Weston in this year developed manganin. In 1901, 
R. A. Hadfield investigated the electrical resistance of various nickel 
steels and found an alloy, containing 67.90 per cent. iron, 0.60 per cent. 
carbon, 1.50 per cent. manganese, and 30.00 per cent. nickel to have a 
specific resistance of 88.2 microhms per centimeter cube. All the 
metallic material developed for resistor material up to the year 1906, 
however, with the exception of platinum, oxidized badly at high tempera- 
tures. Platinum had a low initial resistance but a very high temperature 
coefficient so at high temperatures the resistance was great enough to 
make a fair heating element, but because of the scarcity and high price of 
platinum, only laboratory heating elements were possible. For commer- 
cial application a material that would resist oxidation at high tempera- 
tures, have a high initial resistance with a low-temperature coefficient, 
and be obtainable at a sufficiently low price was necessary. In 1906, 
Marsh found an alloy of nickel and chromium suitable for an electrical 
resistor and patented that application. From its use in household appli- 
ances, such as irons and toasters, the field has broadened until we have 
annealing furnaces of the car type, ovens for drying cores in foundries, 
and ovens for baking the enamel on automobiles. The General Electric 


TaBLE 1.—Electrical Resistances and Temperature of Nickel-chromium- 
tron Alloys. (M. A. Hunter.) 


| 
Nickel, | Ch . | I : Resistivity, at 20° C. in | 
Pare’ | Maris" Bia, Mierohme per CubieCenti- Temperature, Coeficient, 
100 25 0 99.79 0.00014 
75 25 25 106.46 0.00024 
50 25 50 97.00 0.00038 
20 25. | 75 82.36 0.00090 
0 25 100 43.68 0.00230 
100 20 0) 96.90 0.00012 
75 20 | 25 108.04 0.00021 
60 20 40 105.38 0.00023 
50 20 50 103.67 0.00034 
25 20 | 75 79.35 0.00091 
0 2 100 52.07 0.00247 
100 15 0 84.10 0.00020 
75 15 25 101.30 0.00021 
OO mama) 15 50 90.40 0.00059 
25 15 75 76.88 0.001055 
Qo | 15 100 41.16 0.00233 
100 10 0 | 67.80 0.00037 
: ; _ | ze 93.45 0.00040 
2 2 | 2 | 95.94 | 0.00056 
| 5 | 74.39 | 0.00084 
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TABLE 2.—Thermo-electric Force of Nickel-chromium-iron Alloys* 


Composition, in Parts 


Hot-junction Temperatures, in Degrees C.. 


Alloy 138 300 518 | 637 | 829 - 
Nickel {Chromium Iron |_ — = 
Electromotive Force, in Millivolts 
ACiT 75 10 25 0.87 0,78 | =—1. 284) 9219914400 
A-8 foe 15 | 25: | 0.80 0.63° | —1.28 | -2.81 | —4.47 
AA aan | \°20 25 0.86 0:88) l<—0.68 | 1.95.) 3728 
A-5 75 25 25 0.91 1:028 1;=-0.S600 = 1574 eee a 
A-25 50 0 50 6.25 11.45 12.54 | 11.05 | 10.46 
AZo 50 10 50 prastseorit 1.14 0.16 | —0.54 
A-9 50 15 50 1-37 2718 1.68 1.09 0.86 
A-2 50 | 20 BO dese 1.81 1.04 0.26 |) —0:527 
A-6 50 25 50 | 1.29 2.00 16462) 90,763) 10533) 
| 3 Hot-junction Temperatures, in Degrees C. 
| 305 445 646 830 

A-26 25 0 RS Electromotive Force, in Millivolts 
A-13 25 10 75 |" 3.50 | 13.69 | 14.48 | 14.87 | 
MRS yh Pome p20 2ate 8,027)’ 2.747) 9 2.88 | 
ee sei Se a Jee as. 00 2.78 | 2.04 
A-7 25 261 1oan 9 707 | 9.79 | 249°) 2.61 | 

2.73 2.68 | 2.16) (E24 


aE Ee EE —eE——— EE aa 
*M. A. Hunter and J. W. Bacon: Thermo-electric Force of Some Alloys. Trans, 
Amer. Electrochem. Soe. (1918), 30. 
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Co. is now producing very large heating units made of a nickel-chromium- 
iron alloy and the power used in the various elements, in this country, 1s 
estimated at 500,000 kilowatts. The low values obtained for the thermal 
electromotive force against iron, combined with the fact that most of the 
curves show inversion points, render these alloys useless for thermocouple 
work. Most of the values given in Tables 1 and 2 are shown on the 
curves of Figs. 3 and 4. 
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The most important commercial alloy of the nickel-chromium-iron 
group is that known as nichrome, manufactured by the Driver-Harris Co. : 
Harrison, N. J. The cold-drawn nichrome is put on the market in the 
form of wire, ribbon, or sheet. It is used exclusively for electrical- 
resistance purposes and is approximately a 60 per cent. nickel, 12 per 
cent. chromium alloy containing about 25 per cent. iron and very low 
carbon. The electrical properties are: Specific resistance, 109.6 mi- 
crohms per centimeter cube at 20° C.; 660 ohms per mil-foot at 20° C; 
temperature coefficient, 0.000170 ohm per degree C. per ohm at 20° Cre 
0.000095 ohm per degree F. per ohm at 20° C. 

The thermoelectric properties against nickel, as determined by 
Northrup, are: 


TEMPERATURE, DrEarups C, E. M. F. 1n Microvotrs 
100.0 water 2,303 
232.0 tin 5,970 
419.0 zine 10,535 
629.0 antimony 15,065 


1082.6 copper 30,796 
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The physical properties of cold-drawn nichrome are: 


Specifie gravity, 8.15. 
Weight per cubic inch, 0.29 lb. 
Ultimate tensile strength, 102,200 lb. per sq. in. 
Specific heat, 0.111 per degree C. over a range of 0° to 100° C. 
nog Mia of linear expansion, 0.0000116 per degree C. over a range of 20° to 
Thermal conductivity 0.0326 calories per centimeter per second made with }4 in. 
diam. section; this value is one-fifth that of soft iron. 


poeoeme will stand a maximum operating temperature of 1800° F. 
(982° C.) and makes an ideal material for ordinary heating elements. 
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Fig, 5.—FREEZING-POINT DIAGRAM FOR NICKEI-CHROMIUM ALLOYS. 


Forged nichrome has a higher carbon content than cold-drawn ni- 
chrome, being 0.60 to 1.00 per cent. It resists corrosion, does not oxidize 
and scale at high temperatures, and retains much of its strength at 800° C. 
It is not carbonized and is an ideal material for internal-combustion 
engine valves and for forged parts used in heating furnaces, such as 
conveyor chain links and carrier parts. 

Cast nichrome has approximately the following analysis: nickel, 
60.00 per cent.; chromium, 12.00 per cent.; iron, 26.00 per cent. ; carbon, 
0.60 per cent.; silicon, 0.40 per cent.; manganese, 1.00 per cent. It was 
developed primarily to replace the cast iron and steel containers for 
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metal parts that had to be heat treated. The life of these containers was 
short due to the rapid disintegration caused by oxidation, and consequent _ 
scaling, and also to warping. As these castings were made with heavy 
walls, the heat penetration at first was poor; but as the castings scaled 
away the heat penetration improved. As a result, if new and old pots 
were in the same furnace, the contents were often over or under heated. 
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It was therefore desirable to use for these containers such material that 
the walls would be thin, but would maintain their thickness so that the 
heat penetration would be uniform. Then good results would always be 
obtained by heating to the same temperature. In addition, the price of 
the alloy per hour of service must not exceed that of the old container. 
J. C. Henderson developed and patented the alloy nichrome for these 


purposes; it is now being produced under the Henderson patents by the 
Driver-Harris Co. 
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Nichrome will not scale nor warp and is not brittle. It has been on 
the market less than five years but has come into general use for carburiz- 
ing boxes, cyanide pots, lead pots, muffles and specially designed heat- 
treating apparatus. During the war, it was the only material that would 
stand up under the extreme conditions necessary in the production of the 
high-grade charcoal used in the gas masks of our soldiers. The retorts for 
the charcoal furnaces were castings 13 ft. 6 in. (4.1 m.) long and 15 in. 
(37.5 em.) inside diameter, which were revolvéd at a speed of one revolu- 
tion per minute in a furnace kept at a high temperature. 
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Fig. 7.—RESISTIVITY OF CHROMIUM ALLOYS. 


The physical properties of cast nichrome are as follows: 


i i i i 2400° F. 
Specific gravity.....-.-+---++- 8.15 Softening point........ 
Weight me cubic inch.........-. 0.291b. Brinell hardness number 165-175 
Melting point............--.-. 2660° F. Specific heat.......... 0.111 at 100° C. 


Coefficient of linear expansion 0.0000121 per degree C. with a tempera- 
ture range of 0° C. to 100°. Length of specimen under test 92.3 em. 

Thermal conductivity 0.0341 calories per centimeter per second; or in 
a ratio of 1 to 4.88 of soft iron, or expressed in percentage 20.5 per cent. of 
the thermal conductivity of soft iron. This test was made with a 1-in. 


diameter section. 
vou."LxIv.—36. 


e 
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Ultimate tensile strength at 20° C...... 50,000 to 55,000 Ib. per sq. inch 
Yield point: - 40. oreanemciao o.. r eae 40,000 Ib. per sq. inch 
Hlongation..« «s+ voit tnic rss vo aes tara 1.00 per cent. 
IR6GUCtOn INTRT Ch ammEtiy > + oti sneer 2.50 per cent. 
Ultimate tensile strength at 800° C...... 24,500 lb. per sq. inch 
Wield) pomt at: S00f Ce nvanveeeis aerials 20,100 lb. per sq. inch 
Blongationst S00. Chen irate Eeraiaon ed 4.00 per cent. 
Reduction in area at 800° C............. 4.30 per cent. 


Torsion test was made on a 230,000 in.-lb. machine. 

Yield point was determined by drop of beam; test section was 8 in. 
long and 0.564 in. in diameter. 

Torque at yield point 1300 in.-lb.; maximum, 3200 in.-lb. Stress in 
outer fiber at yield point 37,000 lb. per square inch; maximum 91,100 
lb. per square inch. 

Angle of twist at yield point 39° per foot; maximum, 1215; rupture, 
1660. 

Total elongation of outer fiber, 20.8 per cent. 

Another important nickel-chromium-iron alloy, known as Nichrome 
II, has been developed by the Driver-Harris Co. for high duty work. Its 
maximum working temperature is 2000° F. (1095° C.). It is largely used 
in the form of heavy ribbon for the larger type of heating furnaces. 
Its analysis is: nickel, 65.0 to 67.0 per cent.; chromium, 20.0 to 22.0 per 
cent.; iron, 12.0 to 14.0 per cent.; manganese, 1.5 to 2.0 per cent. 

It has the following electrical properties: Specific resistance, 116.3 
microhms per centimeter cube at 20° C. or 700 ohms per mil-foot at 20° C. 
Temperature coefficient at 20° C. per degree F., 0.000096 ohm per degree 
per ohm; per degree C., 0.0000172 ohm per degree per ohm. 


NICKEL-CHROMIUM ALLOYS FREE FROM LRON 


The nickel-chromium alloys free from iron are important in their 
ability to withstand oxidation and in their peculiar electrical properties. 
Alloys running from 100 to 70 per cent. nickel are completely homoge- 
neous and are made up of large polygons of united crystals bounded by fine 
lines. Alloys containing 90 per cent. nickel and 10 per cent. chromium 
were completely non-magnetic at room temperature. A 2.0 per cent. 
chromium alloy lost its magnetism at 255° C. ; pure nickel becomes non- 
magnetic at 355° C. The measurements of thermo-electromotive force, 
given in Table 4, were made against iron, the cold junction was main- 
tained at 20° C. The curves, shown in Fig. 6, are approximately linear. 
The highest values for thermal electromotive force were obtained with 
an alloy containing 100 parts of nickel and 10 parts chromium. The 
electrical resistivity increases rapidly with the addition of chromium in 
the alloy and the temperature coefficient decreases. In resistance to 
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TaBLE 3.—Melting Point of Nickel-chromium Alloys* 


Weight, Per Cent. 
Torpeauie of Initial Temperature of Final 
Nickel ee g, Degrees C. Freezing, Degrees C. 
100 0 | 1452 
. 98 | 2 | 1450 1445 
90 10 144 1318 
80 20 | 143 1375 
70 30 | 1402 1344 
60 | 40 | 1377. | 1331 
50 50 / “13225 1307 
45 55 1318 | 1295 
42 | 58 1290 
40 | 60 | 1345 | 1311 
30 70 1507 1370 
20 80 | 1545 
10 90 1550 , 
0 | 100 | 1553 


a EE EE EE Se ee ae 


*G. Voss: Zeit. anorg. Chem. (1908) 57, 34. 


TaBLe 4.—Thermo-electromotive Force of Nickel-chromvum Alloyst 


| Temperature of Hot junction, Degrees C. 


Composition, sal, = Ee ae 2S. eee 
Alloy i3p0s | “31a || 492 ~ |» - 67 706 834 
Nickel | Chromium] Blectromotive Force in Millivolts 
Pee 100) 0) 439) 9.00) 11.93) 18.54) oe. 19.79 
Aig 00s es 1.35 | — 4.19 8213) 1.24 | —11-76) 18. 
S-11 | 100 | 10 M1261 | 4.72 | —8,98 | —13.01 | —13.70| —15.61 
S-6 | 100 | 15 tos es se 2.00 10. 69 1 — 11: 38 —13.34 
S-30 | 100 | 20 | —0.20 | =i 80) W475) 7.83 | = 2b | 0 
A-18 100 25 0.15  —1.00 | —3.45 | — 6.06| — 6.58| — 8.00 


co ae ee aa eT ene ae 
+ By M. A. Hunter and J. W. Bacon: Op. cit. 


TasLe 5.—LElectrical Resistances and Temperature Coefficients of Nickel- 
chromium Alloyst 


Parts of Chromium per Resistivity Microhm- Temperature Coefficient per 
100 Nickel centimeter Degree C. at 20° 
0 | 10.7 0.00560 
5 | 45.7 0.00097 
10 | 67.8 | 0.00037 
15 84.1 0.00020 
20 | 96.9 0.00012 


~M. A. Hunter and F. M. Sebart: Jni. Amer. Inst. Metals (1917) 11, 115. 


564 NICKEL-CHROMIUM ALLOYS 


oxidation at excessively high temperatures, they are more satisfactory 
than other binary combinations. ‘ 

The Driver-Harris Co. makes an alloy bearing the trade name Kromore, 
which contains 85 per cent. nickel and 15 per cent.chromium. The specific 
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resistance is 95.9 microhms per centimeter cube at 20° C. or 577 ohms per 
mil-foot at 20° C. The temperature coefficient is 0.000242 ohm per degree 
C. per ohm at 20° C. or 0.000134 ohm per degree F. This alloy resists 
oxidation to a high degree and is especially recommended when extreme 
conditions are to be encountered such as open type heating units. In 


CO mparative tests aece sath wires suspended in air and heated to high 
‘i temperatures by passing current through them, this material has stood 
up better than any known commercial resistance wire. 

Kromore, Nichrome, and Nichrome II are made in electric furnaces 
of the Heroult type. The ingots are reduced by steam hammers to Zin. 
square (5 cm.) billets from which }4 in. (6.3 mm.) rods are hot rolled; 
from these rods, the material is cold drawn, to wire or cold rolled to 
ribbon. For castings, the metal is poured into dry sand molds, and 
every casting is tested under 150 lb. air pressure before shipment. Only 
sound non-leakable castings are allowed to be shipped. 
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Treating Antimony Ores 


BY GEORGE P, HULST, * EAST CHICAGO, ILL. 


(Chicago Meeting, September, 1919) 


Prior to 1914, there was little demand for antimony in this country; 
its use was limited almost entirely to the manufacture of type and bearing 
metals. Practically no antimony ore was mined here, the market being 
supplied principally from China, and the alloy was produced by a direct 
mixing of lead and antimony. The great world war, with its demand for 
shrapnel in hitherto undreamed of quantities, precipitated a great boom 
in the price of antimony. Nominally quoted at 6c. to 7 c. in 1914, the 
price increased by leaps and bounds to 45 c. in March, 1916. Under 
the stimulus of high prices many small mines were opened, for it became 
profitable to work ores containing as low as 20 per cent. antimony. High- 
grade sulfide ores (stibnite), containing 55 per cent. to 60 per cent. anti- 
mony, were received from Bolivia, China, and Alaska. Low-grade sulfide 
ores, running from 20 per cent. to 45 per cent., were produced in Nevada, 
California, Idaho, Utah, and Mexico; much of this ore was fairly rich 
in silver. The principal oxide ores came from Mexico and Oregon. The 
following analyses are representative of various types of antimony ore: 


SB Pp Cu Ac Av S102 Fr iS} CaO ZN As 


Oxide‘Orene.. ices 25.09 46.02 0.95 0.40 10.98 0.30 0.22 
Sulfide ore......... 55.20 15.12 1.05 19.87 0.40 0.25 
Sulfide ore......... 37.16 11,30 0.10 34.0 7.60 0.50 17.05 7.40 0.36 0.10 
Sulfide ore......... 41.55 18.00 0.20 76.0 0.04 5.60 0.25 18.17 0.85 0.25 0.10 


The International Lead Refining Co. fortunately was equipped to 
handle these ores through residue and blast furnaces. The charge con- 
sisted of a variety of sulfide ores containing Sb 20 to 60 ‘per cent. and 
SiO» 6 to 45 per cent., oxide ores containing Sb 20 to 40 per cent. and SiO, 
10 to 45 per cent. Secondary materials, such as battery plates, battery 
mud, lead oxide, paint, ete., together with refinery skims, softener skims, 
and other refinery byproducts, were treated along with the antimony ore 
to furnish the lead required. All silver-bearing antimony ores were 
treated in the residue furnace, the sulfur, iron, and copper forming matte 
that carried part of the silver, the balance going into lead bullion. The 
antimony slag produced was sufficiently low in silver to warrant being 
smelted in the blast furnace to antimonial lead. 


* Assistant. General Manager, International Lead Refining Co. 
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The blast-furnace equipment consisted of two, five-tuyere, 42-in. 
round furnaces connected by flue to the bag house. On account of high 
zinc and arsenic in lead refinery byproducts, we ran a slag of the composi- 
tion: SiO. 26 per cent., FeO 40 per cent., CaO and ZnO combined 20 
to 24 per cent. Net profit rather than metallurgy prompted a slag 
as low as possible in antimony even though the lead content was increased. 
Average analysis of slag for 6 mo. showed Sb 0.66 per cent. and Pb 2.36 
per cent. Actual blast-furnace loss was 2.4 per cent. antimony and 
1.503 per cent. lead. Due to sulfur and arsenic on the charge, some speiss 
was produced. The furnace charge varied from 2500 to 3000 lb. Coke 
ratio was 13 per cent. Blast pressure was maintained at 10 to 12 oz. 
The two furnaces smelted 60 to 90 tons of lead and antimonial material 
per day, producing 30 to 35 tons. of antimonial lead of the following 
average analysis, Sb 13.00 per cent., Cu 0.15 per cent., As 0.75 per cent., 
Pb 86.1 per cent. 
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Chemical and Electrochemical Problems Involved in New 
Cornelia Copper Co.’s Leaching Process 


BY HENRY S. MACKAY, * LONDON, ENG. 


(Chicago Meeting, September, 1919) 


THE interesting paper recently submitted by Messrs. Tobelmann and 
Potter! shows that chemical problems have developed which are of great 
interest in this new and important branch of metallurgy. Those who 
realize what a process of this kind really involves will agree that it 
deserves a better name than “leaching process.”’ The word leaching 
conveys the idea that the copper is simply leached out of the ore with 
acid and then precipitated on iron; the chemistry of such a process would 
be of little interest. As, however, during the first year’s operation of 
this plant 24,400,532 lb. (11,067,837 kg.) or about two-thirds of the pro- 
duce, was electrolytic copper, while 7,992,033 lb., or about one-third, 
was cement copper, it would seem more appropriate to term the process 
electrochemical. It further appears, from the particulars given, that 
efforts have been made to have the entire production in the form of 
electrolytic copper. This could be done if the chemistry of the problem 
were kept in balance, so that it would not be necessary to discard any 
solutions that carried copper and acid of commercial value, A process, 
such as that under consideration, in which the copper is precipitated 
from solution by electrolysis, the solvent being at the same time regener- 
ated, is one that requires special chemical and electrochemical knowledge 
and experience if all the copper in solution that has been extracted from 
the ore is to be successfully and economically produced as electrolytic 
copper. 

The object of this paper is to discuss, from the practical and theoret- 
ical standpoints, the chemical and electrochemical problems involved in 
the working of a process of this kind, and which must be solved to keep 
it in chemical and electrochemical equilibrium. In sucha process, if the 
chemical balance is maintained, a solution can be used alternately as a 
solvent for the copper in the ore and as an electrolyte of high efficiency 
for the precipitation of the copper. To maintain the chemical equilibrium 
and so attain this result, the process must be so controlled that the solu- 


* Chief Metallurgical Engineer, Electrolytic Copper Co., Ltd. 
' Trans. (1919) 60, 22. 


ro 
ANI _ HENRY S. MACKAY . 569. 


tion will not take up from the ore injurious impurities to such an extent 
that it will lose its efficiency (either as a solvent or as an electrolyte) 
and necessitate the discarding of any part of the solution in order to rid 
it of the impurities. The chemistry can be kept in balance if the 
following important practical points are thoroughly understood and 
controlled: 

1, Carefully analyze and prepare the ore for treatment. 

2. Use a weak acid solution as a solvent and cause it to carry suffi- 
cient copper to make it an electrolyte of high efficiency. 

3. Leach the ore in such a way that the maximum amount of copper 
will be dissolved in the shortest time with the minimum extraction of 
impurities. 

4. Regulate the flow of solvent through the ore in such a way that 
the metals in solution, like iron and aluminum, combined as Fee(SOx)s 
and Al.(SOx4)3, will be precipitated and automatically removed from the | 
field of action, and the combined acid recovered. 

5. In washing the leached ore charge, use only the minimum amount 
‘of water to get the maximum soluble-copper recovery by replacement 
and not by dilution. Never use acid solutions in washing. 

6. Standardize solutions before electrolysis by mixing solutions low 
in acid and high in copper with those low in this metal and high in acid 
to obtain a standard electrolyte of high efficiency. 

7. As required, use solutions as solvents after they have become 
neutral. 


ANALYSIS AND PREPARATION OF ORE FOR TREATMENT 


When the problem is to treat an oxidized copper ore, the ore must be . 
analyzed to determine the elements it contains and also the proportion 
of each that will be dissolved in the chemical solutions used as the solvent 
for the copper. A perfect understanding of this step is the basis on which 
the whole chemical working of the process depends. It must also be 
‘determined definitely, by experiment, to what degree of fineness the ore 
must be crushed to extract, with the solvent it is proposed to use, the 
maximum percentage of copper and the minimum percentage of impuri- 
ties in the shortest time without agitation. 

The most economical solvent is a sulfuric-acid solvent, carrying not 
more than 2 per cent. sulfuric acid, used in a continuous flow, as this 
solvent requires the minimum acid consumption in the plant and ex- 
tracts the maximum copper and the minimum impurities. 

It is ordinarily assumed that an oxidized ore is ideal for treatment 
when the copper readily dissolves from the ore in a sulfuric-acid solution. 
On the contrary, to find an oxidized copper ore that will be ideal to treat 
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by an electrochemical method would be most unusual, for oxidized ores 
generally carry soluble iron in excess of what can be economically con- 
trolled without roasting. Ores are only properly prepared for electro- 
chemical treatment by roasting, the soluble impurities being controlled 
definitely in the roasting. The whole process is thus simplified, for, in 
addition to controlling the molecular combination of metals with sulfur 
and oxygen, the solvent required in the process can be produced in the 
same operation by properly roasting the ore in the presence of sulfur. 

The ores being treated by the New Cornelia Copper Co., at Ajo, Ariz., 
are oxidized ores and would not appear to be ideal to treat by an electro- 
chemical process, judged by the results of the first year’s operation of 
this plant. It appears, however, that by altering its preparation, as 
was done in the experimental test No. 3,? the ore can be made eminently 
suitable for electrochemical treatment. The average analysis of the ore 
shows that, before treatment, it carried 5.05 per cent. iron and after 
treatment, 4.33 per cent., showing an extraction of 0.72 per cent. This 
soluble iron is greatly in excess of what it should be and was the prin- 
cipal cause of the disturbance of the chemical equilibrium of the process. 
This iron continually accumulated until the solution carried over 2 per 
cent., when it so interfered with the electrochemical part of the process 
that about one-third of the solution passing through the plant had to be 
discarded to keep this part of the process in balance. 

The importance of controlling the soluble iron in the ore is apparent 
when an extraction of only 0.72 per cent. iron made it necessary to dis- 
card during the year solutions that contained 7,992,033 lb. of copper. 
Besides, including the acid bought and generated by the sulfur-dioxide 
plant, there appears to have been about 75,000 tons of 100-per cent. 
acid in this discarded solution as free and combined acid, as approximately 
75,000 tons of 100-per cent. sulfuric acid were used in the process for the 
first year over and above what was regenerated by electrolysis. This 
excess iron passing into solution from the ore seems to have been partly 
due to the ore not being properly prepared for treatment: finer crushing 
would apparently have greatly improved the chemical balance. 

The summary of results of the process* shows that 41.9 per cent. of 
the ore treated would not pass a 4-mesh screen, and the summary of 
results to Jan. 1, 1919, shows that of the average ore treated 27.01 per 
cent. would not pass a 3-mesh screen. It will probably be found, by 
proper analysis and experiment, that the ore was much coarser than is 
required for the best results in electrochemical treatment. Crushing to 
a fineness sufficient for extraction and. percolation may not be suitable 
for an electrochemical process, where the chemistry of the process is the 
main controlling factor. In the latter case the ore must be crushed to 


2 Op. cit. 3 Op. cit., Table 1. 
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the proper fineness, and must be so bedded in the leaching tanks that the 
maximum extraction may be obtained in the minimum time without 
agitation. | 

If the ore is not crushed sufficiently fine, in leaching, the copper is 
quickly dissolved on the outside of the coarser pieces and slowly on the 
inside. This gives the acid in the solution a longer time to attack the 
iron and other base elements, which are in,excess on the outside of the 
larger ore particles after the copper has been dissolved. As a result, 
more iron goes into solution than there would if the ore had been more 
finely crushed. In the latter case the copper would be dissolved from the 
center of the particles more quickly, and so the time in which the acid 
would be in the presence of iron and other base elements in excess on © 
the outside of the particles would be shortened. 

At this step the chemical reactions that take place are governed by the 
law of chemical affinity, which is the chemical foundation of the whole 
process. This law is well known, but its importance may not be realized 
and it may not be used to the fullest extent in connection with the electro- 
chemical treatment of copper ores. It governs the formation and de- 
composition of metal sulfates and is, therefore, the basis for: the roasting 
of copper ores containing iron and other metals in the presence of sulfur; 
the leaching with sulfuric acid of ores containing copper, iron, and other 
metals; and the precipitation by electrolysis of copper from sulfate solu- 
tions carrying other metals. 

In leaching with sulfuric acid, sulfates of copper can be formed from 
ore containing other metals without forming sulfates of the other metals, 
if the soluble copper in the ore is kept in excess of the other soluble metals. 
The reason for this is that, when two or more metal oxides are in the pres- 
ence of a weak solution of sulfuric acid, sulfates of the metal with the 
lowest molecular heat of formation will form first, and as long as this 
metal oxide is in excess very little of the other metal sulfates will form. 
Similarly, copper can be precipitated from sulfate solutions containing 
other metals (such as iron, aluminum, zinc, etc.) by always keeping suffi- 
cient copper in the electrolyte so as not to increase the voltage to equal 
the decomposition voltage of any of the other metals in the solution, 
as the electromotive force is proportional to the chemical affinity. 

The principal metal sulfates in the problem under consideration, with 
their molecular heats of formation, are as follows: CuSO,, 197,500 cal. ; 
FeSOu, 234,900 cal.; Fe2(SOx)s, 650,500 cal.; Alo(SOx)3, 879,700 cal. 

This selective action of a weak acid solution is indicated in the experi- 
mental test No. 3, the results of which are shown in the accompany- 
ing table taken from Messrs. Tobelmann and Potter’s paper. In this 
instance the ore was crushed finer than that treated in the large plant for 
the first year and permitted the solution to act under more favorable 
conditions. ‘The copper was dissolved before the weak solution had time 
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to act on the iron and other impurities. In this test the ore was crushed 
to minus 6-mesh plus 8-mesh screen and gave the following results in 
pounds of material dissolved per ton of ore treated: 91.50 per cent. of all 


Data from Paper by H. A. Tobelmann and J. A. Potter 


Leaching Hours 
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the copper in the ore was extracted in 3 days and only 0.09 per cent. of 
the iron was dissolved from the ore and 0.15 per cent. of the alumina. 
Presuming that this test was carefully made on a representative sample of 
the ore, there appears no reason why it cannot be repeated in the large 
plant. In that event, this ore would be ideal for electrochemical treat- 
ment without roasting, because 0.09 per cent. iron soluble in the ore is not 
enough to interfere seriously with the electrochemical equilibrium of the 
process if the other chemical problems are properly controlled. 


CHEMICAL CONTROL OF SOLVENT AND ELECTROLYTE BY METHODS 
oF LEACHING 


In the chemical problem involved in leaching copper ore, where cop- 
per is to be precipitated by electrolysis, the strength of the acid solvent 
is one of the most important factors. In Table 13, Messrs. Tobelmann 
and Potter give the average analysis of some 30,000 to 35,000 tons of solu- 
tion at all times on hand and passing through the plant. The average 
free-acid strength of this solution is 1.50 per cent. sulfuric acid, which is a 
good average acid strength for a solvent and electrolyte to be used in an 
electrochemical process; it should never exceed about 2 per cent. in any 
part of the process. This weak acid solution was the main factor in the 
process, which kept the soluble iron and other impurities in the solution 
to a point where they could be partly controlled as they were by the 
methods employed. 

There were, however, periods when the acid strength of the solvent 
was raised to 3 per cent.; this was used on the oldest charge, that is, when 
the impurities were in excess of copper. Fewer impurities would have 
been dissolved, less acid consumed, and a better electrolyte maintained 
if the maximum free-acid strength of the solvent had not exceeded 2 per 
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cent. The chemical reason for this is that, in leaching the ore, the more 
even the balance, as between the soluble copper and the acid present, the 
’ more ideal are the conditions produced for the sulfate of copper to form 
in preference to the other sulfates, which require greater molecular heat 


- of formation. 


With a 2-per cent. acid strength of solvent leaching an ore containing . 
2 per cent. or less of copper and properly prepared, the acid so quickly . 
combines with the copper to form the sulfaté that the free acid in solution 
soon becomes so weak that it no longer remains a solvent for iron and the 
other metals that require a higher molecular heat to form their sulfates. 
It will, however, continue to act as a solvent for copper until it becomes 
neutral, 

In leaching an ore prepared so that it contains not more than 0.10 
per cent. soluble iron and not more than 0.20 per cent. aluminum, a 2-per 
cent. acid solution that has been used alternately for a long period as a 
solvent and an electrolyte will take up in the plant not more than about 
0.50 per cent. total iron and 0.75 per cent. total aluminum, provided that 
the solutions are, at certain periods, used after they become neutral. 
At about this point in the life of a solution, the accumulations of these 
metals as sulfates in the solution increase to a point where part of 
the iron in solution is oxidized by the electrolysis so that it combines 
as ferric sulfate Fe2(SO,)s. Ordinarily, about one-half of the total iron, 
or a little less, will be in the form of ferric sulfate. The proportion 
depends a good deal on the speed at which the electrolyte flows through 
the electrolytic vats when the copper is being precipitated. All of the 
aluminum is combined as Al2(SOx)s. 

When ferric sulfate is formed in the solution, combined with about 
0.25 per cent. iron, it will act as a solvent for copper when the solutions 
become neutral. Aluminum sulfate also will act as a solvent in neutral 
solutions when the alumina reaches about 0.50 per cent. When these 
sulfates accumulate until they reach these percentages in the solution 
they become a solvent and are precipitated when the solution is used 
without free acid. They give the following chemical reaction in the 


presence of copper oxide: 


3Cu0 + Al,(SO.)s + 3H20 >3CuSO, + 2Al(OH)s 
3Cu0 + Fe2(SOs)3 2 3CuSO,4 + Fe20s 


Apparently this reaction of ferric sulfate and copper oxide has an end re- 
action caused by hydrolysis of the ferric oxide in an aqueous solution, 


which end reaction is probably as follows: 
Fe.03 + 3H,O —>2Fe(OH)s 


This end reaction apparently takes some time to form and, therefore, 
the longer the precipitates from the primary reaction are left in the ore 
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the more soluble is the iron /precipitate, as it is very slightly soluble in 
weak acid in the form of Fe.03. 

The primary reaction precipitates the ferric oxide or the aluminum 
hydroxide from the solution into the ore charge, and the oxides and hydrox- 
ides are discarded with the ore tailings. In this way, when the copper 
- is deposited by electrolysis, the acid, combined with the aluminum and 
iron sulfates in the solution, is recovered from the copper sulfate formed 
by these solvents, the iron and aluminum are automatically removed 
from the solution, the acid is recovered, and the chemical equilibrium 
maintained. This result is brought about in the practical operation of a 
plant when the ore is prepared so that it carries not more than 
0.10 per cent. soluble iron and is crushed to the proper fineness to leach 
in the shortest time. The solvent must carry not more than 2 per cent. 
free acid, and must be used as a solvent in certain periods after it becomes 
neutral. Under these conditions the iron and aluminum are precipitated 
from the solution faster than they can accumulate. 

In treating an oxidized ore, when the first condition cannot be ful- 
filled because the ore carries excess soluble iron, there are three methods 
of procedure to maintain a chemical equilibrium: 

1. Make the iron in the ore insoluble by roasting. 

2. If the iron is not greatly in excess, and to save the cost of roasting, 
a special ore charge carrying copper-oxide should be leached with a 
neutral solution carrying Fe2(SO,4)3 + Al.(SO,)3 and not followed by 
an acid solution. This special ore charge should be so proportioned that 
the accumulations of the aluminum and iron precipitates from the solu- 
tions will not interfere with the percolation of the ore before the copper 
is extracted. If the ordinary low-grade ore being treated does not carry 
sufficient copper oxide to precipitate the iron and aluminum from the 
solution fast enough to maintain the chemical equilibrium, this special 
ore charge should be enriched with roasted copper concentrates to pro- 
duce oxides to be added to the ore charge. In this way, the required 
reactions take place to purify the solution, and the ore charge, acting as 
a filter, by downward leaching leaves behind the iron and aluminum 
precipitated from the solution. These will be discarded with the ore 
tailings, so that the solution is clear of all sediment when standardized 
with acid. 

3. The same result can be obtained, with soluble iron greatly in excess, 
by agitating with air finely ground copper-oxide ore in the neutral solu- 
tions, but by this method the solutions need to be clarified by filtering 
after agitation. 

The experiments made at the New Cornelia Copper Co.’s plant to 
precipitate the iron and aluminum on the ore charge by this method appear 
to have failed, because, first, the ore was not properly prepared so that 
the solvent would extract the minimum iron from the ore ; second, there 
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were periods in the leaching when the solvent carried too high a percent- 
age of free acid, resulting in excessive iron going into solution from the 
ore; third, in leaching, acid solutions followed neutral solutions on the 
ore charge, which they should not do when the soluble iron is greatly in 
excess. 


LEACHING THE ORE CHARGE 


The depth of the ore charge to be leached, when the copper is to be 
precipitated from he solution by electrolysis, varies with the class of ore 
to be treated. The problem is not the same as the one involved in the 
ordinary leaching process, where the copper is to be precipitated on iron. 
In the former, the problem is to get the highest extraction in the shortest 
time to prevent the solvent from taking up excessive impurities. In the 
latter, the chemistry of the problem is not so important, and extraction 
and percolation are the points generally considered in determining the 
depth of the ore charge. In each problem it is a matter of experiment to 
determine the depth of theore charge, as the conditions vary with different. 
classes of ore. This experiment should take into consideration the degree 
of fineness to which the ore should be crushed and the method and depth 
of bedding of the ore charge in the leaching tank that will enable the sol- 
vent to extract the maximum copper in the minimum time. 

It is a good practice to bed the ore charge in the tanks in a neutral 
solution, starting with about 1 ft. of solution in the bottom of the tank, 
and gradually increasing this solution as the ore is added, until the tank 
is charged, bringing the solution to the top of the ore when the charging 
is completed. In this way the ore is thoroughly saturated with the solu- 
tion before leaching begins. This tends to prevent the ore from chan- 
neling, and a smaller amount of dust will be formed than if dry ore were 
charged into the tanks. A neutral solution is desirable when excessive 
iron is soluble in the ore, as an acid solution remaining on the ore for the 
time required to fill the tank would take up a certain amount of the 
impurities soluble in the solution. 

In the New Cornelia Copper Co.’s plant, the leaching solutions pass 
in at the bottom of the ore, rise through the ore, and pass out at top. 
This method has a tendency to wash out fine particles of ore, which are 
carried off in the acid solution to the settling tanks. The impurities in 
the fine ore particles are in a favorable condition to be dissolved by the 
acid solution in the settling tanks, and so the undesirable elements in the 
solution are increased. In some ores, slimes settle slowly in solutions 
heavier than water and are therefore carried from the settling tanks into 
the electrolytes, where they are objectionable. Where the ore is leached 
in a downward direction, all slimes are eliminated, because the ore acts 
as a filter and the solutions come off clear at the bottom of the tanks and 
there is nothing to foul the solution after it leaves the ore. 
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WASHING THE ORE CHARGE 


Table 4 in Messrs. Tobelmann and Potter’s paper (reproduced here) 
gives the analyses of the wash waters used in washing the ores at the Ajo 
_ plant. It will be noticed that three of the wash waters used carry free acid. 


TaBLE 4.*—Analyses of Wash Waters for March, 1918 


|Solution | First | Second Third | Fourth 
| Off | Wash | Wash Wash Wash 


| 


Free H,SO,, per cent...........0.0000000e! | 2.56 |1.02 | 0.68 | 


0.48) 0.10 

FOP BRE DAtIGGDt sis ute, cote, A cossbiict ack ts hee (2.40 1.61 | 1.15 (0.74) 0.38 

HeLOUS LOM sp Cl CCN Gen aie eco ae | 1.58 |1.06 | 0.70 0.47 | 0.04 

Bente 100, Der CONG. cn. cs oo 5 sod ote ee | 0.72 |0.48 | 0.31 [0.17] 0.26 

Specific gravity........020.......002...04..1 1.30 [1.20 11.13” [1.08 | “1.05 
! | | 


* From paper by Messrs. Tobelmann and Potter. 


The method adopted in washing the copper solutions from the ore resi- 
dues in this plant is first to allow the ore residues to drain thoroughly, 
then to apply the wash waters used in the order shown in the table, 
starting as a first wash with the previously used wash solution containing 
the free acid and metals combined as sulfates (as shown in the third 
column) and as a second wash with the solution shown in the fourth col- 
umn, and as a third wash, with the solution shown in the fifth column, 
and a fourth wash of clear water. After the first wash water had passed 
through the ore residues, the tank was allowed to drain thoroughly before 
the next wash water was applied. By this method, the copper-bearing 
solution remaining in the ore residues is gradually diluted until the wash 
with fresh water comes off containing free acid and metal sulfates, as 
shown in the fifth column of the above table. This method of washing 
tends to throw the process out of equilibrium for it tends to foul the solu- 
tion, it produces excessive dilute solutions in the plant, and it leaves too 
much dissolved copper in the residues. 

When a copper ore carrying iron is leached with an acid solution until 
the soluble copper is removed, leaving the iron greatly in excess in the 
residues, and the air is allowed to come in contact with the freshly 
leached ore, the iron rapidly oxidizes and becomes partly soluble in weak 
acid. When an acid solution is used to wash the ore after it has been 
thoroughly drained and the air has been allowed to take the place of the 
solution, the iron that is oxidized is attacked by the acid and it is 
dissolved in the solution. The oftener these acid washes are repeated 
in this manner, air being allowed to pass into the residues between the 
different acid solution washes, the more iron is dissolved. To prevent 
this, the air should not be allowed to come in contact with the ore until 
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after it is leached and washed, and acid solutions should never be used 
as wash waters. 

In an electrochemical process, it is necessary not only to keep im- 
purities from accumulating in the solution but also to keep the solution 
from accumulating in the plant. Therefore; the problem is to wash the 
dissolved copper out of the leached ore as thoroughly as possible without 
increasing the volume of the solution or the impurities. in the solution. 
This can be done very completely by replating the’ solution containing 
the copper and acid in the ore, after leaching, by fresh water in the follow- 
ing manner: When the ore is leached and the solution drawn down until 
it begins to disappear below the top of the ore, close the solution outlet 
at the bottom of the tank and add fresh water at the top of the ore, at 
first gently, to prevent the water and solution mixing, and, after there is 
a few inches of water on the top of the ore, the flow of the water can be 
increased gradually, until the weight of the water added is equal to about 
20 per cent. of the weight of the ore charge. Then open the solution 
outlet at the bottom of the tank and allow the solution to run a little 
slower than the normal leaching flow. In this way, under proper condi- 
tions, the column of water on top of the solution in the ore will replace | 
the solution, so that the residues, when thoroughly drained, will carry 
not more than 0.02 per cent. water-soluble copper or 0.40 Ib. (0.18 kg.) 
copper per ton of ore. The amount of water that it is necessary to add 
to replace solutions in this way varies somewhat according to the charac- 
ter of the ore and the degree of fineness to which it has been crushed. 
The economical amount that is to be added must be determined by ex- 
periment. In the practical operation of a plant, it has been found by 
the writer that the economical amount is from 18 to 23 per cent. of the 
weight of the ore, 20 per cent. being a fair average. Whether all this 
wash water can be added to the stock solution or not depends on the 
solution losses in the plant. 

The loss of solution in the Ajo plant by evaporation was from 5 to 
10 United States gallons per ton of ore, or an average of 7.5 gal., which 
would equal 3.12 per cent. of the weight of the ore. As the average 
moisture of the residues for the year was 11.12 per cent., the evaporation 
and the moisture in the residues will equal a solution loss of 14.24 per 
cent. of the weight of the ore. In this case, the difference between 20 per 
cent. water added and the net loss of solution would be 5.76 per cent. of 
the weight of the ore treated. It would be necessary to discard this 
quantity of the wash water (or 12.50 U.S. gal. per ton of ore treated) 
so as not to increase the volume of solution in the plant. The wash 
water to be discarded should be taken from the last part of the washing 
and final draining of the residues. This can best be arranged by run- 
ning the solution being replaced from the residues into a sump tank hav- ° 
ing a water gage to regulate the amount of the solution drawn off. The 
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volume of this surplus solution would be small and it would carry very 
little copper and free acid, but what it did carry in copper could be re- 
covered by precipitation on iron, or it could be evaporated down to a 
point where it could be precipitated by electrolysis. 

On account of its dry climate, Arizona is an ideal location for a plant 
for the treatment of ores by electrochemical methods. ‘To get the maxi- 
mum evaporation for the solution all tanks that are to contain solutions 
should be constructed so as to have the greatest surficial area possible 
without interfering with the other practical problems involved in plant 
construction. It would probably be possible to construct a plant in 
Arizona so that the evaporation of the solutions would be sufficient, 
together with the solution losses in the plant and the moisture in the 
residues, to equal the wash waters added. 


ELECTROLYTIC DEposITION OF CoPPER FROM THE SOLUTION 


Table 17 (reproduced here) gives the analyses of the solution entering 
and leaving the electrolytic tank-house of the Ajo plant: The solution 


TABLE 17.—Analyses of Sloution Entering and Leaving Tank House 


| 


| Solution to Solution Solution to Solution 
Tank House | from Tank Tank House | from Tank 
Neutral House Acid | Neutral House Acid 
Advance, Advance, Advance, | Advance, 
| Per Cent. | Per Cent. | Per Cent. Per Cent. 
Cum re een | 200) We 2 ole Min Goer ee eee ' 0.040 0.040 
Fe (ferrous) .... 2.315 1.660 CaO Rs ee | 0.060 | 0.062 
Fe (ferric)...... 0.085 0.745 P,O paced | OF 180 0.130 
Fe (total)...... 2.400 2.405 Oat ae ees eee | 0.0123 | 0.0110 
INA ORR ae eee 2.470 | 2.465 US Ogres, 2 a! 1.70 | 2:10 
MeO. irene. 1.360 1.360 


with the average analyses used as an electrolyte in the precipitation of 
copper gave a low efficiency principally because of the excess iron pres- 
ent. The total iron in the solution is 2.40 per cent. combined partly 
as ferrous and partly as ferric sulfate. Before this solution entered the 
electrolytic tanks, the ferric iron had been reduced by sulfur dioxide 
until it was only 0.085 per cent.; but during electrolysis the iron combined 
as Fes (SOx)s increased to 0.745 per cent. ‘The current losses in oxidizing 
the iron from 0.085 to 0.745 per cent., a difference of 0.660 per cent., 
together with the loss of copper dissolved by the ferric sulfate formed, 
reduced the efficiency of the electrolyte, and the average copper deposited 
per kilowatt-hour by the direct current passing through the electrolyte 
was, as a result, only 0.82 lb. Taking the average electromotive force 
for the year as 2 volts, 0.82 Ib. of copper per kilowatt-hour would repre- 
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sent a current efficiency of only 62.90 per cent. of the theoretical based 
on Faraday’s law. 

It is not possible to maintain an average current efficiency of 100 per 
cent., because of imperfect electric contacts in the metal conductors, 
short circuits between the electrodes by sprouting, etc.; but in a plant 
properly designed and operated so that the total iron in the electrolyte 
will be not more than 0.50 per cent., a current efficiency of from 85 to 
90 per cent. should be attained, which would ‘give about 1 lb. copper per 
killowatt-hour. 

The other base elements in the solution, as shown in Table 17, are ‘of 
much less importance, because in the presence of copper and acid none 
of these will be precipitated if, by retaining sufficient copper in the elec- 
trolyte, the voltage is not increased to equal the decomposition voltage of 
any of the other metals in the electrolyte. For this reason it is always 
necessary to carry excess copper in the solution. 

In the operation of the plant for the first year this was provided for, 
and Table 17 shows that the average copper carried in the electrolyte was 
2.749 per cent. and that the average copper precipitated from the elec- 
trolyte in passing through the electrolytic vats was 0.472 per cent. This 
was the controlling feature of the electrolyte used, and without carrying 
this excess copper in the electrolyte very little, if any, of the copper from 
these foul solutions could have been economically produced as electro- 
lytic copper. The percentage of copper carried should be more in a foul 
electrolyte than in a good standard one, and should always be in excess of 
the percentage of the metal sulfate present, which has the lowest molecular 
heat of formation next above copper sulfate (in this case FeSO.). The 
percentage of copper carried should also be proportioned to the current 
density used, as the copper in the electrolyte must. be sufficient to carry 
the current so as to keep the electromotive force as near as possible to the 
decomposition voltage of copper sulfate. , 

In an electrolyte carrying not more than 0.50 per cent. total iron, with 
a current density of from 10 to 14 amp. per sq. ft. of cathode surface, 
good efficiency will be given if, on entering the vats, it carries 2.00 per 
cent. copper and 1.40 to 1.60 per cent. free acid. The percentage of 
copper precipitated from the solution that passes through the electrolytic 
vats should be from 0.30 to 0.40 per cent. and the rise in free acid the 
equivalent, or from 0.465 to 0.620 per cent. If an electrolyte of this com- 
position is maintained in the plant at a temperature of 40° C. a current 
efficiency of over 90 per cent. will be maintained. 

The solutions, before they are used as electrolytes, should be standard- 
ized by mixing those high in copper and low in acid with those low in cop- 
per and high in acid. To get the best efficiency and the required acid 
for the solvent for the copper in the ore, the rate at which the electrolyte 
should flow through the vats should be governed in accordance with the 
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current density used, the required degree of oxidation of the iron in the 
solution, and the percentage of copper to be deposited. To increase 
the flow with a fixed current density diminishes the amount of copper de- : 
posited, acid formed, and iron oxidized, per gallon flowing. To diminish 
the flow increases the acid formed, the amount of copper deposited, and 
the iron oxidized in the solution. This adjustment governs the electro- 
chemical equilibrium of the process. 

The results of one of the experiments made by the writer to determine 
the current efficiency of an electrolyte containing varying amounts of 
iron are given in the accompanying Table 1. 

This experiment shows that, with the voltage used, in order to deposit 
1 Ib. (0.45 kg.) copper per kilowatt-hour, the electrolyte should carry not 
more than 1 per cent. total iron. 


CONCLUSIONS 


The successful operation of an electrochemical process for the treat- 
ment of copper ores depends almost entirely on the attention given to 
conditions that affect the chemistry of the process. The points in the 
process of the New Cornelia Copper Co. that have been discussed in this 
paper are the controlling factors, and, when these have been adjusted, 
there is nothing to prevent the successful and economical production 
of electrolytic copper from all the solutions produced in the plant. 

When the chemical and electrochemical equilibrium of the process 
have been adjusted, the acid consumption (over what will be regenerated 
in the plant) will not exceed 30 lb. (13.6 kg.) of 100 per cent. H.SO, 
per ton of ore treated, or a saving (based on the estimated consumption 
per ton of ore for the first year) of about 73 per cent., or about 55,000 
tons of 100 per cent. H,SO, per annum. (The figure taken for the first 
year includes the acid bought from outside, together with that generated 
in the sulfur-dioxide plant, after deducting the amount regenerated by 
electrolysis. ) 

When the adjustments have been made and the process controlled 
so that the solution will carry not more than 0.50 per cent. iron, the 
current efficiency will be not less than 90 per cent. of the theoretical. The 
saving in power in the New Cornelia Copper Co.’s plant under these con- 
ditions, using an electromotive force of 2 volts would be 366 watt-hours 
per pound of copper, which calculated over 24,400,532 lb. of copper 
deposited in the first year, would be 8,930,595 kilowatt-hours. With the 
total iron in the solution about 1.00 per cent., the current efficiency will 
be about 85 per cent. of the theoretical, and at this efficiency 1 lb. of 
copper can be deposited per kilowatt-hour with a current density as high 
as 14 amp. per sq. ft. of cathode surface, and with an electromotive force 
of 2.20 volts. The saving in power that would result under these condi- 
tions would be 219 w.-hr. per Ib. of copper, or 5,343,716 kw.-hr. on the 
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first year’s operations. When the chemical problems are controlled by 
the means described, the present sulfur-dioxide plant would be unneces- 
sary, and a further saving would thereby be made in the operation costs. 

The method of using sulfur dioxide to control the electrochemistry of 
the process hardly appears to have been successful. By this method, only 
two-thirds of the copper in solution could be deposited by electrolysis, 
and that part with a current efficiency of only 62.9 per cent. If, in 
removing the foul effects of a solution, it is necessary as a last resort to 
discard any part of the solution, the method employed can never be 
wholly successful chemically, or economical. The chemistry should 
control the process, instead of the process controlling the chemistry. 
The New Cornelia Copper Co.’s process, when controlled as described, 
would still have the objection that it is not self-contained. It depends 
on an outside chemical plant for its supply of sulfuric acid. In some 
localities this is a very expensive and objectionable feature and confines 
this kind of process to oxidized ores and to localities where sulfuric-acid 
can be obtained at reasonable cost. 

An electrochemical process for the treatment of copper ores should be 
self-contained without acid works, and should be capable of treating any 
class of copper ore (except those carrying metallic copper) by producing 
the solvent from the ore itself in the process by roasting the ore in the 
presence of sulfur. The ores of the Ajo mine are ideal for this method 
of treatment. By mixing the sulfide ores with the oxidized ores and 
roasting the mixture, the acid required for the solvent would be produced, 
even if the ores or mixture contained very little sulfur. 

The writer has made exhaustive experiments in the treatment of ores 
from the Ray and Inspiration mines in Arizona and from many others. 
The results of these show that any of these siliceous ores or mixtures of 
these ores carrying as low as 1 per cent. sulfur for each 2 per cent. copper, 
when roasted under proper conditions, will produce sulfuric acid sufficient 
to extract 90 per cent. of the copper in the ore. This method of treat- 
ment also controls the chemistry of the problem, as the iron is oxidized 
to such an extent that the soluble iron in the ore will be reduced so that it 
will average not more than 0.10 per cent. and the other impurities are 
controlled at the beginning. The writer has found, in treating the very 
rich copper ores of the Katanga district of the Belgian Congo by this 
method, that ores carrying as high as 22 per cent. copper required to be 
roasted with only 4 per cent. sulfur in the form of iron pyrite to produce 
the required acid, or a proportion of 1 per cent. sulfur to 5.50 per cent. 
copper. 

In this method, the ore is crushed to the proper fineness, which will 
depend on the character of the ore but in any case not coarser than will 
pass }4-in. mesh screen. If the ore contains no sulfur, sulfur can be 
added in any form, preferably as sulfide ores or iron, pyrite crushed a little 
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finer than the ore, so that the mixture will carry not less than 1 per cent. 
sulfur in siliceous ores carrying 1 to 2 per cent. copper. For ores carrying 
a greater content of copper, the sulfur can be less than this proportion. - 
The ore or mixture is then roasted in any of the common circular multiple- 
hearth mechanical furnaces, such as the Wedge or MacDougall type, 
properly controlled so that part of the copper in the ore will combine as 
CuSO, and part as CuO. The copper combining as CuSOu,, in roasting, 
furnishes the acid required to extract the’ copper combined as CuO 
when decomposed by electrolysis. 

The ore, when roasted, is leached first (in starting a plant) with water 
until the copper combined as CuSO, is leached from the ore. When this | 
water leach contains about 3 per cent. copper it is electrolyzed and about 
1.25 per cent. copper is precipitated leaving about 1.75 per cent. copper 
and forming about 1.93 per cent. free acid in the solution. This acid 
solution is then used as a solvent for the CuO in the ore and continuously 
passes in a circuit through the ore on the one side and the electrolysis on 
the other until all the soluble copper is extracted from the ore and pre- 
cipitated as electrolytic copper. 

The acid consumption is reduced to the minimum by preparing the 
ore by roasting in the presence of sulfur, because, in the first place, in 
roasting, part of the copper in the ore combines as CuSO,, which is soluble 
in water, and, in the second place, the base elements become practically 
insoluble in the weak acid formed in the process, and there is no acid 
required over what is regenerated in the process. The result of an 
extended research on this subject by the writer shows that ores carrying 
about 2 per cent. copper and over 60 per cent. silica and not over 1 per 
cent. lime, require about 0.65 per cent. copper in the roasted ore combined 
as CuSOu,, or the equivalent, when decomposed, of about 1 per cent. free 
H.SO,, to maintain the acid in the plant without loss. This equals an 
acid consumption of about 20 Ib. of 100 per cent. H.SO, per ton of ore 
treated. By this method, the metallurgy of copper is greatly simplified ; 
all classes of copper ore (except ores carrying metallic copper) can be 
treated successfully and economically, a high extraction of the copper 
can be made, and refined copper produced, without chemical works, fine 
crushing, concentration, smelting or refining. 


DISCUSSION 


W. L. Austin, Riverside, Calif. (written discussion) The profes- 
sion is much indebted to the management of the New Cornelia Copper Co. 
for releasing the valuable data contained in the paper by Messrs. Tobel- 
mann and Potter. While there must have been good reasons for 
the procedures adopted, in view of the results obtained the question 
arises as to whether the methods employed are the very best that might 


be used. 


584. NEW CORNELIA COPPER CO’S LEACHING PROCESS 


_ According to the figures given for 1918, there were passed through the 


electrolytic vats, in round numbers, an average of 8950 tons of solution 
in 24 hr., from which about 13 per cent. of the contained copper was 
extracted; afterwards the solution, still carrying 87 per cent. of the 
original copper content, was returned to the ore-leaching department 
to recommence the cycle. In other words, the electrolytic method is 
shown to extract a relatively small percentage of the copper contained 
in the electrolyte while necessitating the circulation of a large tonnage 
of solution for the sole purpose of picking up a little more copper before 
returning to the electrolytic vats. Because of carrying this load of 
copper around and around through the whole treatment system, which 
Serves no useful purpose, the idea forcefully suggests itself, Would it 
not be better practice to remove the copper wholly from the lixiviant 
by some chemical precipitant—hydrogen sulfide for instance—which 
releases the solvent in condition to go back to the ore vats? Copper 
precipitated in the form of sulfide generally contains 60 odd per cent. 
of metal and is, therefore, sufficiently concentrated to be handled~in 
any one of several ways with which metallurgists are familiar. 

The use of hydrogen sulfide for metallurgical purposes is no novelty, 
but the knowledge gained in its application appears to have been tempo- 
rarily overlooked. It will be recalled that there are a number of methods 
for producing the gas to choose from, one or the other of which will gener- 

_ally meet local conditions. Those who have investigated the application 
of the reagent to metallurgical purposes find it replete with interesting 
possibilities. In any event its use in copper leaching operations suggests 
one way of avoiding sending 87 per cent. of the copper already extracted 
from an ore back into the cycle of operations. It also simplifies the 
removal of copper from discarded solutions. 

That there is room for improvement in leaching processes, as now 
applied to copper ores, is further evidenced by information contained in 
the latest annual report of the Utah Copper Co. The operation of the 
leaching plant of that company is said to have been hampered by an 
inadequate precipitating and drying system which reduced the rated 
capacity (3000 tons daily) two thirds. The cost of the copper produced 
“crediting an allowance for copper in stock solutions, and adding smelt- 

‘ing and selling charges” is given as 15.1 ¢. per lb., with apparently 
no charge made for mining. If a charge of 45 c. per ton for mining 
is added the cost of the copper would be increased to 19.3 ec. per lb. 
The leaching plant was closed Jan. 1, 1919, the first department to 
experience curtailment. Extraction of copper from ore by the use of 
aqueous solutions has attained a fairly satisfactory stage of develop- 
ment, but the methods in use for removal of the metal from the lixiviant, 
and its subsequent treatment, can be much improved in some instances. 


Reverberatory Furnace for Treating Converter Slag at 
Anaconda 


By Freperick Laisr* anp H. J. Maguire, + AnaconpA, Monr. 


(New York Meeting, February, 1920) 


Tue ore from the Butte mines of the Anaconda company is quite 
siliceous; that is, it contains considerably less iron than is needed for the 
fluxing of the silica. The direct smelting of this ore, therefore, requires 
the addition of considerable fluxing material. The only flux available 
in sufficient quantity at Anaconda is limestone containing no metallic 
minerals. This necessarily makes the direct smelting of the ore’ so ex- 
pensive that it is more profitable to subject the ore to a preliminary treat- 
ment by concentration. However, as the losses in the concentrator were 
very high, compared with the losses in the blast furnaces, it was found, 
by calculation, more profitable to send ores containing more than a given 
percentage of copper to the blast furnaces, in spite of the higher costs of 
treatment. The dividing point was dependent on various factors, the 
chief of which was the prevailing market price of copper. It was cus- 
tomary, therefore, to segregate the ore as mined into two classes. Ore 
in the first class generally contained 5 per cent. or over of copper; this 
was sent directly to the blast-furnace department. Second-class ore 
contained less than 5 per cent. of copper, and averaged around 3 per 
cent.; it went to the concentrating department. 

With the introduction of the flotation process, it was found possible 
to maintain an average recovery, as concentrates, of 96 per cent. At the 
same time, the cost of reverberatory smelting was very materially de- 
creased by the use of pulverized coal. These two changes in practice 
made the blast furnaces unable to compete with the reverberatory furnaces 
on a cost basis. The distinction between first- and second-class ore was 
therefore abandoned, and the ore was treated by concentration. 

Obviously, on ores as high in iron as the Butte ores, the concentrator 
produces a product that is self-fluxing; in fact, it is possible to produce a 
concentrate containing more iron than is necessary to flux the silica. 
Under these conditions, the amount of basic fluxing materials required 
for the smelting operations became very small and the converter slag 
lost its former value as a blast-furnace flux. For this reason, a less eX-, 
pensive method of recovering the copper, silver, and gold contained in 
++ than smelting in blast furnaces had to be found. It was not feasible 


Dcenen Manager of Reduction Works, Anaconda Copper Min. Co. 
+ Assistant Superintendent, Converter Plant, Anaconda Copper Min. Co. 
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to pour, the slag into the regular reverberatory smelting furnaces be- 
cause these were located in a building a considerable distance from the 
converter building and on a higher level. It was, therefore, decided to 
undertake some investigations to determine whether the converter slag 
could be treated in a single large reverberatory furnace, which would 
be constructed for this special purpose in one end of the converter 
building. 

It seemed that the successful treatment of the converter slag would 
require the reduction of Fe;O, contained therein to FeO. Silica would 
have to be furnished to combine with the FeO so as to produce a slag 
containing not less than 30 per cent. silica. At the same time, iron 
sulfide would have to be furnished to combine with the particles of metal- 
lic copper and white metal and carry them into a comparatively low- 
grade matte. All of these reactions, it was thought, could be brought 
about by the addition of unroasted or partly roasted fine concentrates 
and fine siliceous ore. The experiments were carried out under the super- 
vision of F. F. Frick, research engineer for the Anaconda company, and 
gave reasonably satisfactory results. 


Data oN EXPERIMENTAL FURNACE APPARATUS AND OPERATION ! 


A small reverberatory furnace with a hearth area of 32 sq. ft. (4 ft. by 8 ft.) was 
used. About 350 gal. per day of fuel oil was used for firing. A mixture of cold con- 
verter slag and cleanings was charged and melted, then the sulfide materials and 
fluxes were added and melted. A shortage in the supply of fuel oil necessitated shut- 
ting down the furnace sooner than was desirable, but the data obtained were sufficiently 
satisfactory to pronounce the method successful. The data indicated that the de- 
sired results can be obtained by using first-class ore screenings to the extent of 25 to 
50 per cent. of the weight of converter slag together with some fine concentrate to 
hold down the tenor of the matte. 

The work was divided into five periods, each period covering the time a certain 
class of material was used with converter slag: (1) First-class ore screenings; (2) 
fine concentrates; (3) calcine; (4) first-class ore screenings; (5) converter slag with no 
additions. 


Prriop 1 2 3 4 5 
Average tons per 24 hr..../......... 1.64 1.59 3.0 2.11 1.44 
Average per cent. copper in Slane ne 0.34 0.65 0.60 0.77 0.88 
CHARGE ; 
PpRIOD 1 2 3 4 5 
Converter slag, pounds............. 300 200 200.0 200 
Dirty converter slag, pounds........ 100 100.0 100 
poreenings, pounds, ... +... case ee 150 75.0 
Round-table concentrate, pounds.... 150 
iumne-roek> pounds, 0? 2) ae 45 45 37.5 
Calcine, pounds..... 300 
LSE a ie te ae eee 495 495 300 412.5 300 


1 Extracted from Research Department Report of 1915. : 


we 
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Propucts ANALYSIS 


Slag. 
Prriop 1 2 3 ; 4 5 
Ca. Oe pemcon Gates foun ok. 6.60 6.30 4.2 6.00 3.90 
Copper, pemcentan .o.......- 0.34 0.65 0.6 ORia 0.83 
DLOgperrcanue.. co aes. se 40.00 38.70 37.8 37.80 39.90 
Be@ypencentes: 0. lic ce. e.. 41.10 40.50 : 44.3 45.00 44.30 
Matte 
PERrop 1 _ 2 eee Bie: 5 
Coppersper.cent.......-- -»- 20.0 ~ 40.0 44.0 50.0 48.0 


CHARGE ANALYSIS 


Clean Converter Slag Dirty Converter Slag 

PERIOD 1 2 4 5 2 4 5 
Copper, per cent.. 1.91 1.86 2.60 1.96 4.63 7.8 7.9 
SiOs, per cent..... 22.6 23.0 22.5 23.3 28.8 24.5 25.2 
FeO, per cent..... Gone G2aae 65 Ole O46, 51.4 54.4 53.2 
Screenings Fine Concentrates Calcine 

PERIOD 1 4 2 : 3 

Copper, per cent.......-.------- 6.54 6.5 9.07 8.8 

SiO,, per Cent... 0220.60. cake 46.2 46.0 38.9 25.1 

FeO, per cent. 2. ...----.0-2+70*s 18.6 19.6 17.5 42.3 

CaO, per cent... ......5.- +0564: 1.3 

S. percentage a7 oe ahs res 19.0 18.4 19.1 9.9 


There were 20 charges in the first and second periods, 16 charges in the third, 
13 charges in the fourth, and 9 charges in the fifth. 


Copper concentrate with a high sulfur content mixed with converter 
slag in the furnace gives the result desired when thorough contact is 
effected. The reaction that probably occurs when concentrate is mixed 
with slag is 2Fe:,0, + 8 ~6FeO + SOQ,. The completeness of such 
reaction depends on the intimate contact of the concentrate with the hot 
liquid converter slag, on which also depends the quality of the resultant 


waste slag. 


FURNACE AND EQUIPMENT 


On the basis of these results, it was decided to construct a large fur- 
nace. The location, while not ideal, was the most convenient and has 
proved to be well adapted to requirements. ‘The inside length of the 
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furnace, from burners to skimming block, is 153 ft. (46 m.) and the inside 
width is 23 ft.4in.(7.1.m.). It has a flue connection 8 ft. 6 in. by 6 ft. 
(2.5 by 1.8 m.) which leads to a brick-lined 12-ft. (3.6 m.) steel stack 200 ft. 
(60.9 m.) high. Two Stirling boilers, type M, with a rated capacity of 
865 hp. each, are placed in the flue to convert waste heat from the gases 
into steam. The flue is split into two compartments and a boiler is 
placed in each so that either or both boilers can be used at the same time. 
A section of each flue immediately in front of the boilers is 15 by 13 ft. 
(4.5 by 3.9 m.). The furnace is equipped with hoppers on both sides for 


Fig. 1.—FOURING HOT CONVERTER SLAG LNTU SLAG FURNACE FOR TREATMENT; 
SLAG IS TRANSFERRED IN LARGE LADLES BY 60-TON OVERHEAD CRANES. 


the full length of the furnace and in the center for 100ft. from the burners. 
The hoppers are kept supplied, by the local tramway system, with mate- 
rials as needed. Charging tunnels were provided so that all dumping 
of calcine or other dry material may be accomplished with the least 
hardship to the operators. A fan maintains a suction in the tunnels. 

Pulverized coal is conveyed by a 14-in. (35.5-em.) screw conveyor 
from the coal-dust plant a distance of 525 ft. (160 m.) and is delivered to a 
24-ton bin back ofthe burners. Five coal burners are used. Airis supplied 
by a General Electric compressor driven by a direct-connected 75-hp. 
motor running at 3600 r.p.m. The air is maintained at a pressure of 16 
ounces. 
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The slag is poured into a slag-charging device which consists of a cast- 
iron launder placed on wheels and having a replaceable lip. It is shown 
in Fig. 1. Three openings in the side of the furnace are provided to accom- 
modate this spout, any one of which can be used, the other two being 
bricked up. They are just under the skewback. Their location is shown 
in Fig. 2. Immediately over the slag-charging spout is the hopper con- 


taining the concentrate; the hopper on the opposite side of the furnace | 


also contains concentrate. From this point back to the burners the hop- 
pers carry specially prepared calcine. All hoppers from the slag-charging 
spout forward carry siliceous material for protecting the sides. Twocharge 
hoppers in the center of the furnace are equipped with 10-in. (25-cm.) 
openings so that cold material, such as matte or slag when chilled, can 
be fed directly. 

The skimming block is water-cooled and connects with a short slag 
launder, also water-cooled, and is lined with magnesite brick. The waste 
slag flows continuously and is granulated with water. The top of the 
skimming block is 18 in. (45.7 em.) above the bottom of thefurnace. The 
matte ‘tap hole’’ plates are set in a water-jacket about 5 ft. (1.5 m.) on 
centers; they are made of cast iron 13 in. (3.9 cm.) square with a 2-in. 
(5-em.) hole in the center. Matte can be tapped from either tap hole 
to the matte ladle in the ladle pit. The difference in elevation of the tap 
hole in each plate is 8 in. (20 em.) so that it is possible to vary greatly 
the amount of matte in the furnace. 


OPERATION OF FURNACE 


The capacity of this furnace for treating converter slag depends 
somewhat on the character of the slag. It is necessary to strike a balance 
between a high-silica slag from converters, which would be very desirable 
for the slag furnace, and a slag that would give the greatest length of life 
to the converter lining. A slag carrying from 21 per cent. to 23 per cent. 
SiO2 meets these requirements very well. As much as 783 tons of slag 
have been charged into the furnace in 24 hr. The calcine, concentrate, 
and tailing (siliceous material) added to the furnace that day made a total 
of 1228 tons. This is a larger tonnage than is desirable. 

The converter slag is charged to the furnace as it comes from the 
converters, in ladles which carry about 9 tons of slag. Some care is 
required to regulate the charging of the slag and an attempt is made to 
charge not over four ladles an hour. Some ladles may remain on the 
floor from 20 to 30 min. before the furnace can receive the slag, so as to 
avoid rushing the material through the furnace. As the slag is charged, 
a small stream of fine concentrate is dropped into the furnace just over 


the inflowing slag. This is the only mixing that occurs with slag and 
concentrate. 


ere 


epared calcine is smelted on each side of the furnace 
: the } ag-charging spout to the back of the furnace. The molten 
_ material from this mixes also with the converter slag. This furnishes the 
bulk of the silica for the final slag and sulfur for the matte. Additional 
3 silica, however, is taken up from the tailings, or siliceous material, along 
_ the side of the furnace toward the front. Matte is tapped from the side 
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SECTION D-D 
Fia. 3.—Cross-SECTIONS THROUGH SLAG FURNACE, 


of the furnace, about 25 ft. from the front, to the standard ladle used in 
the converter plant, which holds about 10 tons. This matte is tapped as 
required by the converters. The slag from the furnace flows continu- 
ously and is granulated with water and carried to the dump, see Fig. 4. 


Resuuts OBTAINED 


The results for July, 1918, are given here, as being those of a typical 
month. 
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Tons of Material to Converter Slag Furnace 


Date rine Capper Ceca Wits Total Tons eee Ratio ree 
Slag centrate Tailings Whole Cold 
| Charge 
| 
1 VSsdih e743 352/17") 14.7.1 1,227.7 73 | 16.81 
2 527 58.8 368.7 | 954.5 | 79 | 12.08 
3 617 38.5 POl.0. 219.6) LOsey. | 75 | 13,89 
4 603 87.4 392.1} 19.4 | 1,101.9 |' 75 | 14.69 
5 536 54.0 370:.8. | AbvS 1 906 4 tye io 77 
6 554 | 78.3 | 340.2] 13:3') 985.8 77 | 12.80 
i 490 63.1 843.5 15.6) 912.2 78 | 11.69 
8 571 69.0 326.8 | 16.8 |, 083.6 1M oer 
9 (2-531 7) 61.0 367.6) 1738 ie 076.9 78 | 12.53 
10 517 46.2 354.2] 26.0] 943.4 | 75 | 12.58 
11 499 51.7 396.0} 18.0] 964.7 71 | 13.59 
12 56716867 .5 331.7 | 12.2] 968.4 | 68 | 14.24 | 
13 oe 522s, 63-0 368.7 4 17,00) OTOL7 75 | 12.94 
14 621 59.0 403.4 13.4] 1,096.8 76 | 14.43 | . 
15 454 B78 V— 6825077) + 15-8 852.8 81 10.53 
16 643 56.0 | 377.6] 18.2] 1,094.8 61 17.95 
17 i 5Sp. e614 382.3} 13.6] 1,042.3 83 | 12.56 
18 | 486 46:9.) “2 371:08" 17:44k S28 SS id it-10 
19 | 531 | 56.5 374.7 | 20.6] 982.8 Sin eas 
20 BOS 27:00 ly enor e0 20.5), S60 keene es at cont 
21 | 5581-74-85 418.5 9.8 1,060.6 Ss.) 127¢ 
22 eet73 i 950.5) 6418.54" 19,4 } Oeics 83 | 11.58 
23 | 622| .76.0 | 398.5-| 17.9] 1,014.4 YS 51 1237 
24 An7ay 46.241) 354101 87.5.1 1. S72 87 10.05 
25 549 | 53.9 | 392.6] 20.9] 1,016.4 81 | 12.55 
26 | 509 | 44.5 391.2} 21.4] 966.1 87 | 11.10 
27 | Seta 47.6° | \ 373.7 1 -26.0 | 1028.3" | isz.1 11.99 
28 581 | 38.8 | 410.4] 31.6] 1,061.8 | 86 | 12.34 
29 468 | 39.7 | 482.0] 15.5! 955.2 | 92 | 11.65 
30 | 645 37.7 | 486.5 | 22.0] 1,041.2 | 82 | 19.79 | 
31 | 455 49.0 | 388.4) 21.5 913.9 19 \OL1S6741 
Total, dry. ../16,813 |1,748.3 | 11,681.1 | 595.7 |30,838.1 |2436 _ | 
Daily aver- —|———_——_ |__| |__| _. 
Agee, 542 ; 56.4 | 376.8] 19.2] 994.7 | 78.6 | 12.66 | 5:76 
| | 


| | | | 
ee ES eee 


Pier Cent., By WrEIGHT, or MATERIAL TREATED 


PER CEnT 
Converter slag, 16,813 tond;it,.2.,e0n se ee ee 54.5 
Concentrate, 1,748 tong... 4.988 ee ee 5.7 
Caleine, 11,681.1 tonsa Aaa, ee Bio 
Tailings, 595.7 tons. .),);.c. sok eee ee IEA 


al treated, eo ae 


all converter slag, pounds. s)..00.5. Mea Tae . 
per in all other material, pounds............ 4 ee ee 131, 221 
Silica t oop oat SRR Rh on aaa 17,232,647 
Slag produced, tons............ cay fas Pere an hee 25,268 
Mapeenee Bla POUNKS. 2.66.6 overs ce edes eens 277,948 
Recovery of copper based on silica balance, 91.97 per cent. 
Converter Slag. _ Special Calcine, Per Cent. 
Date 3 5, Soi = 
SiOz Cu Cu SiOe FeO Ss CaO AlzO3 
: | 
1 29.5 |) Bro 81h Wi28. 07 3987 | 102144 on 
2 PR Gy 7 SryneeeO i 84 98-987 he, 12 
3 D2 Tes he Sead oot SA te ls 7.2 280 
4 
5 Dee, fe ea. Sess 68.3590" | 9.7.0 24 
6 ea er 7b weT. 2) | 3858: | 9.9." )) 2.0 
F | 24.0 | 2.9 e OesG. Sh) 8642 1) 7.7 1:8 
8 2G D7 | 7,OP B5-45) 3526) 9,0 -| 258 
9 | 22.4} 2.9 | 8.0 | 35.8 | 35 Ort 1.0 
10 99.9 | 8.1 | 8.00 $786.4 | 35.5.) -9.4 1.5 
11 MOA Ste TBS) eee | ar. 8 oP Ger 
12 122-7 4 3.2 7-9 WSS. Gil. 2453+ | 725 2% 
13 22.5) 4.0 ORB B24 Sap) | SO) lead 
14 W224 Bed | 27. 8h West 87 1 Sv siesl G65 3.9 
15 ene | 8. | 7 API. 6 4) B0e 4 S71) 93.8 
16 Woz |) 3.2 | 6.8) 81.64) 3427 | .8.2 3:9: 
17 ale 3-9 | 7.09 185.0 1 848%) | 728) oot 
18 21.3 | 3.9 | 7.4 | 31.0 | 35.9 | 8.9 | 4.6 
19 Stes Tat e711) PRS) eosin 8:8) 4) 73.8 
20 20.7 de Ske 7-20 MBL 45) BIB) 9.00 |. 3.8 
21 ics Wy BaF 1 eT AP O04) 638 Ou| 98.8 | 3.8 
22 93.7 | B)1- | .6.9)-0031,0' | 3646 | 9.3: | 3:8 
23 Poe lLenees. 2 7 SMES O38 ON e827. 3.0 
24 21.2 | 3.7 | 6.8 | 35.4 | 35.0] 6.8 | 2.8 
25 990 | 395 | 6.9 | 34.2 | 36.2 |. 8:3. | 3.0 
26 Mon Ones OL ImG.7 eao-20| 35:40) ° 9.2 1276 
27 Pe es Oe auth. Sas8 | 87.20) 828 088.0 
28 | 22.8 | 2.9 | 6.7 | 35.0 | 34.8 | 8.0 | 3.0 
29 O3!Oih [Bi2aheMbe lasted) B65 1 8x6s\n318 
30 22.5 | 3.0 | 7.1 | 33.8 | 35.6,).10.7 | 2.5 
31 Dat | 3.2 1) .6.6) | 81.5 1.35.2 e140 2.7 
Monthly assay....) 23 3 3.95 | 7.85) 30.8 | 36.3 8.8 BiG) 5.9 
Converter slag... . 3105. 102369 HRB 2 POs 0.1717 579 
Old-works tailings. 2.10 | 80.0 5.2 | 3.4 0/224) 635 
Concentrate.....-- 7.64| 19.2 | 37.9 | 35.6 0.1 | 4.2 
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Analyses of Converter Slag Furnace Products 


; ; > Slag, Per Cent. ees 
Date = se : x ee) tee 
SiOz FeO CaO Cu Cu 
1 31.0 55.0 1.2 0.61 51.4 
2 20 4 ite ahdet 2 0.66 43.5 
2 30.6 52.5 1 0.59 38.7 
4 
5 33.8 49.6 1.6 0.48 37.9 
6 ye Lie 49,9) hen ied 0.48 36.6 
Z 35.0 49.7" [oD 0.48 40.0 
8 34.0 SKB ha OL0 0.54 37.3 
9 33.0 51.7 dak 0.52 39.7 
10 35.4 49.1 4:2 0.45 40.4 
11 34.4 49.3 1.5 0.51 50.8 
12 33.6 51.5 1.2 0.49 44.9 
13 32.0 51.8 iz 0.51 42.2 
14 31.8 53.2 1.5 0.60 41.9 
15 32.0 52.6 24 0.59 42.4 
16 318 53.0 1.8. ago. 40.8 
17 32.0 58.1 1:7 po eeOey 39.9 
18 32.0 520i 2:5 0.52 41.2 
19 31.4 53.0 2.0 0.60 40.5 
20 32.0 53.5 22 0.54 39.7 
21 33.0 51.5 2.2 0.50 3T.2 
22 33.2 52.8 2.5, “hee od 34.8 
23 33.0 52.2 2.3 0.47 34.2 
24 32.32 52.0 2.0 0.48 37.0 
25 32.8 51.5 3 0.47 39.4 
26 33.4 51.5 1.7. ‘oh S050" Teme 
27 31.6 51.7 2.1 0.54 | 40.9 
28 BL ge"! 4858 OL aan hae 0.56 | . 44.1 
29 33.6 iL. ODM os 0.50° |. 449.9 
30 82.6; || b:6iB1. 7a els O.f1-. |. ¥ea-4 
31 33.10, | 51.7 1.9 0.50 | 36.6 
Monthly assay....| 34.1. | 53.3 inet" 0.55 | 40.6 


The average cost for treating converter slag during the year 1918, 
after segregating the cost of all other material and assuming this other 
material to have pursued its regular course through the smelter, was 
$0.6126 per ton. The cost per ton for the second six months of 1918 was 
$0.4648. There were no repairs made to the furnace during these last six 
months. This accounts partly for the lower cost, but there was a differ- 
ence also in the tonnage of converter slag handled. During the first six 
months, 78,153 tons of converter slag were treated while 93,587 tons were 
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treated in the second period. If we credit the furnace operation with the 
value of the steam from the waste heat, the cost will be reduced to about 
35 c. per ton for the year of 1918. This assumes that 50 per cent. of the 
rated capacity of the boiler is attained, thus making 432.5 boiler horse- 
power. A recent test showed a development of 538 boiler horsepower. 
The value per boiler horsepower is taken at $9 per month. This is 


approximately the cost of producing a boiler horsepower by hand firing 
with coal. f 


Fia. 4—CONTINUOUS FLOW OF WASTE SLAG FROM CONVERTER SLAG FURNACE 
SHOWING HOT SLAG BEING GRANULATED BY WATER. 


Data oN Last CAMPAIGN OF FURNACE 


The furnace was shut down in February, 1919, following a run of 409 
days since the last general repair. The roof and part of the side walls 
were repaired for a distance of 42 ft. (12.8 m.) from the coal burners; the 
roof, for a distance of 15 ft. (4.5 m.) from the front, was also rebuilt. 

During the campaign, the furnace treated 161,981 tons of cold material 
and 194,787 tons of converter slag with some cold matte and slag added; 
a total of 356,768 tons of all material treated. The slag to the furnace 
is estimated at 9 tons per ladle and matte from the furnace at 10 tons per 
ladle. 

The waste slag averaged for the entire period of furnace run 0.57 per 
cent. copper. This is equivalent to an increase of only 0.05 per cent. in 


596 TREATING CONVERTER SLAG AT ANACONDA 


the copper content of all of the reverberatory slag produced and is 
probably fully as good a result as would have been obtained if the con- 
verter slag had been spread uniformly through all of the furnaces, if not 
better. The coal ratio for new or cold material was 1: 6.13; and for 
all material charged to furnace 1 : 11.10. , 

A recent test on fuel and air consumption shows that about 35 per 
cent. of air for combustion of the fuel is supplied by the blower, which 
supplies 5610 cu. ft. (157 cu. m.) of free air per minute. The capacity of 
the blower is somewhat greater than this and part of the air is exhausted 
before reaching the furnace. It is seldom, however, that the entire 
capacity of the blower is required. Calculationsfrom the coal burned and 
from the analysis of the gases leaving the furnace show 15,840 cu. ft. 
(443 cu. m.) of total free air to the furnace per minute. The gas analysis 
showed 18. 2 per cent. carbon dioxide, 0.0 per cent. carbon monoxide and 
only 0.2 per cent. oxygen. 


DISCUSSION 


THe CHAIRMAN (EB. P. Maruewson, New York, N. Y.).—I would 
like to say a few words about this innovation in smelting practice. The 
facts are all given in this paper, but it was with considerable trepida- 
tion that the Anaconda metallurgists decided to put that large furnace 
into operation. There were a number of little matters that had to be 
worked out. There was trouble at the start from sulfur gases per- 
meating the atmosphere in the converter room, and there was some 
trouble in determining the proper point in the reverberatory furnace at 
which to apply the molten slag. These difficulties were gradually 
overcome, and the result has been most encouraging throughout. The 
slags came out almost exactly as calculated from the experimental data 
obtained in the laboratory tests, and the monetary result has been a 
little in excess of what was hoped for. The furnace, of course, was of the 
standard type, but a little larger than usual—in fact, it is the largest, 
reverberatory furnace that I know of, and it has given no trouble from a 
structural standpoint. 


W. C. Smiru,* Chrome, N. J.—I would like to ask if the slags from 
the furnace showed the complete elimination of the FesOu after treat- 
ment? 


CHAIRMAN MatruEewson.—I cannot answer that, because I have not 
read the paper in full. 
W. C. Smiru.—They did not answer it in the paper. 


CHAIRMAN Maruewson.—I think that. query could be passed on to 
the authors. 


* Metallurgist, U. S. Metals Refining be 
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©. G. Marmr, New York, N. Y.—I think, as far as the last question 


is concerned, regarding the magnetite in the final slag, one normally | 
would not expect to have much difference between the magnetite of this 
slag and that which would usually be obtained in reverberatory practice, 


which magnetite would average between 3 and 5 per cent. The fact 


that at Anaconda they get the copper out of the converter slag indicates 
that any original magnetite greater than that percentage has probably 
been reduced. vs Miphs 


. E. E. Tuum, New York, N. Y.—I might call attention to the fact 


that C. G. Maier and G. D. Van Arsdale, over a year ago, published some 


very interesting facts? on the way in which copper was held in slag. 
From a perusal of those results, it seemed to me that their conclusions 
could be summarized as follows: 

Copper is held in furnace slags to a certain small extent as a true solu- 
tion of sulfide, while the balance occurs as globules of white metal 
floated by attached gas bubbles. Continued settling would not appear 
to reduce the quantity of the latter, which could only be done by chang- 
ing the composition of the slag so as to practically eliminate the occur- 
rence of ferric oxide. Converter slags may contain as high as 0.5 per 
cent. of copper in true solution, with the remainder present as particles 
of white metal, yet as the blow continues the soluble copper continually 
decreases. Here is evidence that practically no copper silicates are formed 
in normal furnace practice. The microscopic and analytic work of 
Messrs. Maier and Van Arsdale was keenly worked out and no exception 
could be taken to their conclusions. ; 

I would like to see Mr. Laist, and his staff at Anaconda, present data 
that will correlate the work they have done on a large industrial scale to 
the work the Phelps-Dodge men have done in their laboratory research. 
It would also be interesting to know whether Mr. Maier has been able to 
reduce the copper content of his furnace slags by an application of the 
information he has so generously published. 


C. G. Marer.—Since making the investigation of which Mr. Thum 
speaks, we have done quite a lot of work that has not been published 
(it may possibly be) concerning the reduction of magnetite when it is 
normally added to ordinary reverberatory practice, that is, specifically by 
the addition of converter slag to the usual type of reverberatory as operat- 
ing in the plant. We find that, under those circumstances, a more or 
less general reduction of magnetite is always obtained. This reduction 
varies with circumstances and depends on the firing, the grade of matte 
made, and so forth. But I cannot say that the work which the Phelps- 
Dodge Corpn. did along these lines has been done on any large, practical 


2 Eng. & Min. Jnl. (May 10, 1919) 107, 815. 
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scale, except to the extent that we have made microscopic examinations 
of typical reverberatory slags as they come from a furnace, to which the 
converter slag has been added. Under those circumstances, there is no 
doubt that there is reduction, and you have to get that reduction in order 
to best get the copper. I hope that we will be able soon to publish re- 
sults showing what actually occurs because of such addition. 


I. H. Rosrr, New York, N. Y.—Have they done any work at Ana- 
conda with settling converter slags in blast-furnace settlers? 


Cuarrman Maruewson.—Not at Anaconda, but it was tried at some 
of the other plants in which the Anaconda Company was interested— 
Tooele, for instance. 


E. H. Ropre.—That is the way the converter slag at the International 
Nickel Co. Smelter is settled. Formerly, they poured the molten slag 
into the reverberatory, but the slag loss was so high that this had to be 
discontinued. For some time they then poured it out on the dump, 
broke it by hand, and charged it in solid form into the blast furnaces; 
later it was found much more economical to pour it into the blast-furnace 
settlers. With the very low-grade matte made there, sometimes as low 
as 15 per cent. (ordinarily about 22 or 23 per cent.), they found the 
slag loss increased very little by pouring all the converter slag back into 
the settlers, and with such a low grade of matte, there was a great deal 
of converter slag. The recovery was extremely hard to figure out, but 
it was estimated at about 80 per cent.; that is, it was assumed that about 
80 per cent. of the combined copper-nickel in the converter slag was 
obtained in the blast-furnace matte. 


HK. E. Tum. —It seems to me quite essential, for the advancement of 
copper metallurgy, that some questions such as Mr. Van Arsdale and 
Mr. Maier are working upon should be settled. Anyone traveling 
through the Western copper smelters immediately notices the general 
similarity in most of their machinery and methods, doubtless as a result 
of the strong influence a few men, such as the chairman, Mr. Mathewson, 
have had upon the revolution in practice occurring since most of usstarted 
work, All the more noticeable, therefore, are the various practices in 
use for handling converter slag. Each man has a different idea about the 
proper way of taking care of converter slag, and each one has pretty good 
experience to fall back upon in support of his opinion, at least, he considers 
it good. Since, as Mr. Robie pointed out, there is a tremendous quantity 
of the stuff being made all the time, some rationale should be developed 
which would allow a person to decide intelligently how to dispose of it. 

Probably based on the idea, implied if not admitted, that the copper in 
these slags is held in complex compounds that cannot be broken up in the 
approximately neutral reverberatory furnace, many plants allow the 
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slag to solidify and resmelt it in a blast furnace. The slag-casting 
machine may be a series of stationary or tilting pans, a chain of molds 
traveling in a straight line or about a “merry-go-round,” or the slag 
may be poured out in a thin layer on an orebed, or even into a sump 
or a hole in the ground to be reclaimed later by steam shovel or grab 
bucket. 

If the plant possesses no blast furnaces, or the management is willing 
to brave slag loss to save coke, the slag is charged into reverberatories. 
Here, again, considerable variation is noted; cars may be switched to the 
charging track and the liquid slag poured through the furnace roof with 
the maximum fall possible; pots may be poured by cranes into slag 
launders delivering the slag through the side’or back wall at a moderate 
head, or cold skulls may be used for “‘manger”’ filling. 

Accepting Maier and Van Arsdale’s conclusions that Fe;O, in slag 
oxidizes iron sulfide at the surface of suspended matte particles, forming 
little ballons of SOz gas, one readily sees the truth of the contention ad- 
vanced by Heggie and his El Paso associates. There the statement was 
made to the speaker that in a reverberatory furnace a low-iron slag will be 
low in copper, whether or not converter slag is charged. Unfortunately, 
the ore supply of a smelter is likely to be such that a low-iron slag is 
commercially impossible; evidently, in this case, more attention to the 
state of oxidation of the slag would be important. Green’s practice at 
Hayden, of dropping converter slag from a maximum height sheer into 
a furnace bath, is rational on the basis of washing out the values by 
actual contact with the underlying matte. At any rate, a mere settle- 
ment for liquation, either in a ladle or forehearth, appears to be useless. 


CHAIRMAN MatHewson.—The point taken by Mr. Thum is a good 
one and I think all those interested in actual smelting operations should 
add their quota to the knowledge we are gradually accumulating in the 
Transactions of the Institute, not only in papers, but in discussions on 
these points. These little things mean a great deal, but they are over- 
looked in too many instances. The diversity of practice in this one mat- 
ter is common knowledge to metallurgists, and there should be a good 
reason for the diversity, or a4 more standard practice should be adopted. 


W. C. Smrru.—Soon after the paper by Mr. Van Arsdale and Mr. 
Maier was published, a discussion arose concerning the pouring of con- 
verter slag into the settlers, and the so-called settling or washing. Asa 
result, we examined several slags sent us by the Tennessee Copper Co. 
One of these was the slag from a furnace treating green ore, one was 
from the matte-concentrating furnace, one was from converter slag, and 
one was taken from the settler overflow after the converter slag had been 


poured into the settler. 
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When examined under the microscope, the slag from the raw ore 
showed practically no magnetite; the slag from the matte-concentrating 
furnace showed some slight evidences of magnetite; the converter slag 
was loaded with it; the slag from the settler, into which the converter 
slag had been poured, was quite well loaded with magnetite. It appeared 
that the magnetite in the converter slag had not been reduced, but 
simply diluted with a large amount of blast-furnace slag. 

We did not examine the slags for copper, so that we cannot say any- 
thing about that. Very recently, we ran several successive charges 
of straight converter slag in a blast furnace and then took samples from 
the spout, about the time, or shortly before, the converter slag was due 
at the spout, and at intervals of 15 min. until we knew the converter 
slag had gone through the furnace. We ran rather a high coke on the 
charge, from 12 to 14 per cent., and none of our slag samples showed any 
marked evidence of magnetite. 


C. G. Martmr.—The reason why there is suspension of copper in 
slags is that there are oxidizing conditions which, acting on iron or copper 
sulfide, produce sulfur dioxide, causing the metal containing pellets 
in the slag to be floated. The only way to get rid of the suspension reac- 
tion is to reduce the magnetite. 
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Volatilization in Assaying* 


By Freperic P. Dewry,{ Wasuineton, D. C. 


* 
(New York Meeting, February, 1920) 


Ir 1s common to blame irregular assay results upon volatilization 
and much has been written upon the subject, but there is no real evi- 
dence that, in a properly conducted assay, the loss of either gold or silver 
by volatilization is sufficient to affect appreciably the result, even when 
arsenic or antimony may be present. Bulk assays of flue dust from assay 
muffles have been published, but the data given are totally insufficient 
to even approximate the volatilization from a single assay; and such 
figures as we have indicate the volatilization to be extremely small. Dili- 
gent search in the literature and wide inquiry among assayers and 
instructors have failed to produce a single case where the litharge 
volatilized in making an assay has been collected and assayed for gold 
and silver. Having attempted to do this, with most indifferent success, 
I am not surprised that this has not been done. 

While various textbooks give volatilization as a cause of loss in cupella- 
tion, it may safely be said that in the rare cases where this volatilization is 
sufficient to affect appreciably the result it is due to excessive temperature. 
Percy! says “The loss of silver by volatilization during cupellation is very 
slight (unless the temperature has been much too high), and may be dis- 
regarded.” This statement is repeated by the Beringers? and Smith,* 
who includes gold with silver. Mitchell* says the litharge fume rarely 
contains over one ten-thousandth of silver. Campredon® says that at a 
proper temperature no silver is lost by volatilization. 

Primarily, excessive temperature may be due to too high general 
temperature in the muffle; but it may often be due to temperature local- 
ized within the bead by oxidation of the metals and this may be influenced 
by other causes than the general temperature. I have shown an ex- 


* Published by permission of the Director of the Mint. 

+ Assayer, Bureau of the Mint. 

1 John Percy: “‘ Metallurgy—Silver and Gold.” Pt I, 249. London, 1880. 

2(C. and J. J. Beringer: ‘‘Text-book of Assaying,” 101. London, 1908. 

3 Alfred E. Smith: “Sampling and Assay of Precious Metals,” 170. London, 1913. 
4 John Mitchell: “‘ Manual of Practical Assaying,” 484. N. Y., 1872. 

51, Campredon: “Guide Pratique du Chimiste Métallurgiste et de |’Essayeur,” 


305. Paris, 1909. 
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treme case of local temperature,® resulting in the burning of zine with 
its characteristic flame and variations in bead temperatures with uniform 
pyrometer readings. Volatilization from a bath of mixed metals is not 
the simple question of vapor pressures of the contained metals. Based 
entirely upon vapor pressures, Richards,’ in speaking of the distillation 
of zine from Parkes crust, says ‘‘Successively larger amounts of lead, 
silver, and gold come over the higher the temperature,” but I have shown® 
that more silver goes with the zinc in the early stages of the operation 
than later. 


VOLATILIZATION IN CUPELING 


The possible volatilization of the precious metals in cupeling is a most 
complex proposition. It may be due to the vapor pressure of the indi- 
vidual metals, the vapor pressure of alloys or possible metallic compounds, 
of compounds of metals with metalloids or with non-metals, particularly 
oxygen. Also it is not possible to draw a sharp line between true vola- 
tilization due to vapor pressure and the drag of a volatilizing body exerted 
upon a less volatile associate, against which is the counter-drag, or stabil- 
izing effect, of the non-volatile upon the more volatile, all of which are 
influenced by concentration and association. The temperature condi- 
tions of the cupeling beads vary constantly, which may change any or 
all of these conditions. The oxygen supply influences them. Even 
more important, perhaps, is the extent to which the surface of the metal 
is covered and protected by the litharge formed. At moderate heats 
much of the button surface is covered by the litharge and the oppor- 
tunity for direct volatilization of the metals reduced. Intimately con- 
nected with this is the question of secondary volatilization, oxide of lead 
being volatile, oxide of silver may be dragged along, even if it is not 
covolatile. No one knows how much, if any, of the lead, or any other 
metal, present in cupel fumes volatilized before oxidation. 

Rose® suggests that gold and copper go off as “vaporized alloy”’ 
and Mitchell!® says silver is much more volatile when alloyed with lead. 
Wright™ bessemerized silver bullion high in arsenic and the arsenious 
oxide produced showed about 800 oz. silver per ton. I have roasted rich 
arsenide ores’? at a very low temperature and the arsenious oxide given 


* Trans. (1918) 58, 85, 89. § Eng. & Min. Jnl. (1919) 108, 87. 
7 Jnl. Frank. Inst. (1919) 187, 595. * Jnl. Chem. Soc. (1893) 63, 723. 

10 Op, cit., 484. 

1 Hing. & Min. Jnl. (1918) 107, 263, from Trans. Can. Min. Inst. (1918) 992. 
“Eng. & Min. Jnl. (1919) 108, 87. 
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off showed only a few ounces of silver per ton. Mitchell'* says the 
litharge fume in cupeling is ‘produced by the vapor of lead burning in 
the atmosphere,” but gives no data. 

Again other questions of molecular physics are involved. Keller™ 
has shown that gold travels into copper on prolonged heating of the alloy 
_ below its melting point. So the rate at which the precious metals with- 
~ draw into the cupeling bead must affect the drag. Gillett!® says that on 
heating brass, loss of zine depends, in part, ‘on the rate of diffusion of 
zine from the body of the melt into the surface that is losing zinc.” — 


Loss THrouGH DUSTING 


Many statements regarding volatilization in assaying are based upon 
data obtained under conditions entirely different from cupeling and much 
that has been written fails to distinguish between volatilization and dust- 
ing, which is purely mechanical. In practical operations, losses are often 
ascribed to volatilization that are largely, if not entirely, due to dusting 
and other mechanical causes. 

In modern practical work, there is now probably very little straight 
cupellation of lead. Where works have lead rich enough to cupel, advan- 
tage is generally taken of this to work up other high-grade products, rich 
ores, slimes, etc. Much of the extremely rich silver ore from Cobalt, 
Can., has been treated in this way. These additions, particular] yvery 
fine slimes, favor dusting and high silver in fume or dust collected from 
cupeling furnaces does not prove high volatilization. Iles* gives many 
figures on fumes and dusts from various sources. A mixed cupel fume 
showed 85.90 oz. silver per ton; this might indicate volatilization, but the 
fact that it was only 72.50 per cent. lead showed dusting, oxide of lead 
containing 92.83 per cent. lead. 

Mr. Dieffenbach,!” has furnished a month’s record of the results from 
the Cottrell condensers on the cupel furnaces. The fume collected 
weighed 24,659 Ib. and contained 9863 Ib. lead, or approximately 40 
per cent., indicating much dust. ‘This is accounted for by the fact that 
about 70 tons of slimes were treated on the lead bath. The fume con- 
tained 5830.11 oz. silver or 0.64 per cent. of the silver charged. In view 
of so much mechanical dusting of rich stuff, the actual volatilization must 
have been very small. The slimes charged contained nearly 555,000 oz. 
silver. In a negative way, the figures show that there was practically 


13 “ Manual of Practical Assaying,” 558. 1881. 

14 Trans. (1919) 60, 698. 

15 U. S. Bureau of Mines Bull. 73 (1916) 125. 

16 Sch. Mines Qr. (1899) 20, 397. 

17 Superintendent of the Balbach Smelting and Refining Co., Newark, N. J. 
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no volatilization of gold for, notwithstanding the dusting, only 12.07 oz. 
gold were found in the fume out of 16,855 oz. charged, of which over 13,000 
oz. were in the slimes. 


CONDENSATION OF Assay MuFFLE FuMES 


Various persons have reported the finding of gold and silver in the 
_ fumes condensed in the flues of muffles, but these generally show only 
minute quantities of the precious metals and all lack quantitative sig- 
nificance. Smoot!® says ‘‘we assayed the condensed fumes from the 
muffle ventilation pipe and found only a very small amount of silver and 
practically no gold” and ‘“‘this seems to indicate, in a qualitative way, 
that only a negligible amount of silver is lost in the lead fume.”’ 

The best figures that I know of regarding the condensation of assay 
muffle fumes have been supplied by Donald M. Liddell. One muffle was 
used only in pig copper assays by the combination method. It carried 
very close to 90 oz. per ton and the residue from 1 assay-ton, after burning 
off the paper, was scorified with 1 assay-ton lead down to about 7 gm., 
which was cupeled in the same muffle. The muffle had a small forced- 
draft apparatus at the back and all fume passed through an iron pipe, 
which formed a fairly efficient condenser. ‘This pipe was cleaned out 
every 6 mo., during which time about 5500 assays were made, yielding 
about 175 gm. of litharge. One lot of 175 gm. gave 142.7 mg. silver but 
not enough gold to weigh. This would roughly mean the volatilization 
of about 0.026 mg. silver per assay or approximately 0.03 per cent. It 
would seem fair to divide this between the scorification and cupeling, 
estimating the cupel volatilization as 0.015 per cent. 


VAPOR PRESSURE AND VOLATILITY 


Johnston’? has published a most valuable review on the vapor pres- 
sure and volatility of several high boiling-point metals, giving many 
references, particularly of exact scientific investigations. The ultimate 
object of this paper was to devise a formula for determining the approxi- 
mate volatility of various metals at different temperatures. The data 
regarding gold, however, were too scanty for this. There is absolutely 
no connection between melting point, vapor pressure, and boiling point. 
Various metals show vapor pressure below their melting point. Tin, 
with a melting point of 232°, is said to boil at about 2300° while copper, 
with a melting point of 1083°, is said to boil about 100° above tin. 


18 Personal letter. 9 Jnl. Ind. Eng. Chem. (1917) 9, 873. 
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VOLATILITY OF GOLD 


Varied statements have been made regarding the volatility of gold. 
Gmelin”® says ‘‘It exhibits a scarcely perceptible volatility at the strong- 
est heat of a blast furnace, in the focus of a burning mirror, and in a flame 
fed with oxygen gas.’ Napier?! appears to have been the first to make . 
systematic tests and is often quoted, but his figures are small, about 
0.1 per cent., and the time of heating long, 3 to 8 hr. Makins”? is 
often quoted, but his figures are extremely small even though an extra- 
ordinary heat was.used in the cupellations; there is no connection with 
the amount of gold operated on; he simply found 0.087 gr. of gold in 1000 
er. of flue dust. The volatility of gold before the extreme heat of the 
blowpipe is described in Crookes.** 

Seamon and Parker?‘ heated beads of gold, 1 to 20 mg., varying periods 
of time, to temperatures from 1000° to 1650°. Losses were observed only 
twice and were attributed to unobserved errors of manipulation. Under 
the conditions of a cathode-ray vacuum, on prolonged heating, Krafft 
and Bergfeld2® were able to observe volatilization of gold at 1070°. 
Moissan”* places the boiling point at 2530°. Mostowitch and Pletneff?’ 
state that in oxygen, nitrogen, carbon monoxide, and carbon dioxide at - 
1400°, volatilization is not appreciable but is noticeable at 12502 im 
hydrogen. Kern and Heimrod* made extensive tests on the volatility of 
gold and silver, obtaining some interesting results, but their conditions 
were quite different from cupellation. Many hours heating in contact with 
carbon did not volatilize silver from copper, but did volatilize gold from 
copper, possibly by the formation of a carbide of gold. Incidentally, 
their quotation from Napier is faulty. Wurtz?* gives a review of early 
information. 

T. K. Rose has been a prolific investigator of this subject and his 
books and papers contain many references. In 1893, he stated*® that 
‘volatilization of gold begins just below 1100° and at 1250° the loss per 
minute was four times as great as at 1100°; the loss on a charge of 1200 oz. 
was figured to be 0.02 per cent. per hour; the volatilization in cupellation 


20 Leopold Gmelin: “Handbook of Chemistry,” Tr. by H. Watts, 6, 205. London, 
1852. 


21 Jnl. Chem. Soc. (1858) 10, 229. 27 Jnl. Russ Met. Soc. (1915) 410, Abs. 
22 Jn]. Chem. Soc. (1861) 13, 98-9. Met. & Eng. Chem. (1917) 16, 153. 

23 «Select, Methods,” 448. 1886. 28 Sch. Mines Qr., 33, 34-64. 

24 Bull. Missouri Min. Club (1895) 1, 16. 29 Eng. & Min. Jn. (1885) 40, 126. 

25 Ber. (1905) 38, 254. 30 Jn]. Chem. Soc. (1893) 62, 714. 


26 Compt. Rend. (1905) 141, 977. 
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was insignificant. Later, he says*! that the loss in an ordinary melting 
furnace is seldom over 0.01 percent. on 1200 oz. and is influenced by tem- 
perature, metal surface exposed, and time, and is increased by air passing 
over the metal and by impurities., Still later,?* he says, ‘‘True volatili- 
zation of gold is so small as to be negligible at the temperatures of in- 
dustrial melting furnaces, say 1000° to 1300°. It is difficult to measure 
with accuracy the infinitesimal amounts volatilized at these tempera- 
tures.” “Even inastrong draft the amount volatilized remains exceedingly 
small”’ provided the nature of the gas does not change. Alloys, however, 
may take up and eject gases with spurting, which may give globules less 
than 0.001 mm. in diameter, which may be carried away by even a slight 
draft and are difficult to recover. The first table of results, p. 4, is an 
excellent illustration of a fact I have often met in the literature and in my 
own experience with gold; that is, the effect of unrecognized conditions 
leading to erratic results when expecting regularity. 

In a paper on accuracy in assaying, Rose** attempted to follow the 
course of the gold and gives results from which he concludes that while 
final loss is shown in each case it does not represent the amount vola- 
tilized with certainty, errors of five determinations being accumulated 
here. I would add that he determined the silver and other metals left 
in his cornets ina lump by a reassay, which must have been subject to 
all the errors of the original assay. d 

Hillebrand and Allen*‘ give some figures upon volatilization, but they 
exhibit serious irregularities. On gold alone two cupel recoveries ex- 
ceeded the total loss and the volatilization figure on No. 4 cupel was 
more than twice No. 6, two cupels behind. In series B, Table IX, 15 
mg. gold, 45 mg. silver, No. 3 showed a higher figure for gold volatiliza- 
tion than No. 6, three cupels behind it in the furnace, and on silver No. 4 
showed more than No. 6. While the total losses show considerable 
regularity from front to back of the furnace, the ratios between 
volatilization and absorption are erratic. The possibility of losing gold 
mechanically in decanting and washing was not provided for in the 
volatilization tests. 

Schneider* attempted to determine volatilization by cupeling 450 mg. 
gold, 50 mg. copper, 1200 mg. silver, 4 gm. lead, recupeling the resulting 
bead with 4 gm. lead and repeating eight times. When properly carried 
out, this method might give a goox approximation, but Schneider gener- 
alized as to some of his figures and assumed that no gold went into his 


1 Ann. Rpt. British Mint (1906) 60; Abs. Eng. & Min. Jni. (1907) 84, 297. 
* Inst. Min. Met. 3/20/19, see Eng. & Min. Jnl. (1919) 107, 839. 

33 Jnl. Chem. Soc. (1893) 63, 700. 

*4 Bull. 253, U. 8. Geol. Survey (1905) 20, 21. 

35 Oest. Zeit. Berg. u. Huttenwesen (1906) 64, 98. 
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nitric acid, although he assayed the ten cupels for gold and silver 
absorbed. 

I have done considerable work in trying to arrive at a figure on vola- 
tilization of gold in cupellation by the examination of the products of the 
operation. No determination of volatilization depending in any way on 
the weight alone of a bead or cornet can be convincing. The normal 

_bead is never pure precious metal. Cornets always carry silver and cop- 
per and often lead. Gold goes into the parting acid and into the cupel. 
After actually determining these items and balancing the results we get a 
figure, which might be called volatilization, but it is a difference figure 
and bears the errors, both plus and minus, of much analytical work; 
therefore it must be handled with judgment. Sometimes the figure 
indicates an appreciable loss; sometimes it gives practically a balance, 
indicating no loss; a gain also has been shown. 

All these points are shown in one test. The San Francisco mint pre- 
pared an ingot of standard gold, 900 gold 100 copper, for test purposes. 
It was extremely close to 900 fine in gold. Three sets of nine assays, 
three rows of three, were run at three temperatures, the regular heat for 
this work, very low, and very high. The regular heat showed a slight loss 
of gold. The very low heat showed a gain. The very high heat, which 
should have favored volatilization of the gold, gave practically a balance, 
the figures showing a loss of only 0.005 mg. for the set. The figures are 
as follows: 


REGULAR Very Low Very Hiau 
Hamat, Heat, Hear, 
MILLIGRAMS MiniigRaMs’ MILLIGRAMS 
Solaris COENGtSs © = hace see = 6 rete nels 3.51 33,03) 3.02 
Copper in cornets.....-..---ses-ssee ren reee 0.31 0.23 0.32 
Weadwin COMetsace co: ese te ee trace trace trace 
Motalkin’cormetsean dst a2 ete ete me 3.82 BS 3.34 
Cornet weight. .... 0.20. -e eens erence eens 1.375-- 2.35+ 2.425 — 
(oldelackingee aise ir te 2.445 1.23 5.765 
Gold from solution.......--.+-+++sssessrees 05125 0.20 0.200 
Gold from cupels ......-----ce eer ree neces 2.14 1,49 5.56 
BYARTAUE os duce bo oo nu Smodoms Dp olnne momma oxic 0.18— 0.46+ 0.005 — 


From these figures it is evident that there is no necessity for running 
coin gold, and by fair inference fine gold, at such a heat as to favor the 
volatilizing of gold during cupellation. The high loss of weight of the 
eornets at the very high temperature could not be tolerated as a regular 
practice and ‘such a temperature would not be used regularly. 


VOLATILITY OF SILVER 


Silver is far more volatile than gold. Gmelin®® states that it boils by 
the burning mirror when it rises in white fumes and that it volatilizes in 


36 Op. cit., 138. 
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an open crucible at incipient white heat, but not if covered with charcoal 
dust. In a cathode-ray vacuum, Krafft and Bergfeld *” observed volatili- 
zation at 680°. Johnston*’ gives its melting point as 960° and its boiling 
point as 2090°. He calculates that it has a vapor pressure of 10-3 mm. 
at 920° and 1 mm. at 1320°. In his atomic-weight work, Stas*® distilled 
silver to purify it. 

Richards* proposed to separate silver from blowpipe beads by vola- 
tilization. Over 95 per cent. of the silver was to be removed by heating 
before a sharp-pointed oxidizing flame to 1100°-1200° estimated and the 
balance removed at about 1500° estimated at which temperature the » 
gold begins to volatilize. Ina subsequent paper,*! on measuring buttons, 
he said “‘It is difficult to drive off all the silver as the last 5 or 10 per cent. 
volatilize slowly and probably also take a little gold with them,” furnish- 
ing an excellent illustration of the drag of a volatilizing metal upon a less 
volatile associate as well as the stabilizing effect of a less volatile metal 
upon a volatilizing one. 

In a little-known and short-lived journal,*? Seamon and Parker de- 
scribe extensive tests on cupellation. Asa preliminary, they made many 
tests on beads of silver 999 fine, of various weights up to 80 mg. for various 
times up to 4 hr., at various temperatures 900° to 1600°, by simply heat- 
ing them in cupels. At the conclusion of the heating all the cupels showed 
a brownish spot below the beads. Several cupels were tested qualita- 
tively for silver, which was always found. They proposed to make quanti- 
tative determinations of the silver absorbed, but I have not found such 
results published. The results are somewhat irregular. In one set of 
eight, on beads 5.09 to 22.50 mg. at 900° to 1000° for 14 hr., each one showed 
aloss of 0.02 to 0.07 mg., while another set of six, 20 to 80.06 mg. at the 
same temperature for 1 hr. showed no losses. They conclude that at 
1000° “the loss appears to be mainly due to the oxidation of the silver 
and absorption of the oxide by the cupel,” but at high temperatures 
volatilization may become important. Under their conditions 960° to 
1020° barely gave feathers in cupellation. 

I have done much work in checking up and extending this line of tests. 
Seamon and Parker appear to consider 999 silver as entirely satisfactory, 
but it is far from being pure and the impurity might influence the result. 
I used five grades of silver: proof of the highest purity, parting silver of 


eV Op! cit. 88/0. cit. 

*’ Mem. Acad. Roy. de Belgigue (1865) 35. See Crookes’ “Select Methods,” 
282. 

Jnl. Frank. Inst. (1898) 141, 447. 

‘1 Jnl. Amer. Chem. Soc. (1901) 23, 209. 

** Bull. Missouri Mining Club (1895) 1,16. It should be noted that in this paper 
per cent. losses are figured upon the weight of the resulting bead and not on the weight 
of silver taken. 
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high grade but not up to proof, ordinary silver reduced from the chloride 
by zinc, 50 gm. parting silver melted with 50 mg. lead, 50 gm. parting 
silver melted with 50 mg. copper. Under small beads it was only with 
the copper sample that the stain was plainly visible. With large beads 
four of the silvers stained the cupel and sometimes adhered closely to it; 
parting silver was not tested on large beads. Both large and small beads 
often showed a white coating. The figures showed irregularities and were 
larger than Seamon and Parker found, but I was forced to the conclusion 
that it was futile to expect to. obtain exact or even comparative figures 
and discontinued the tests. oo 

Exposure of molten silver to the air leads to a mixed result. There is 
oxidation of the silver and maybe volatilization. The oxidation products 
may be absorbed by the support in part only and part may remain in or 
on the metal. The loss shown by weighing the silver before and after 
such exposure cannot lead to definite results on any point. 


RELATIONS OF SILVER AND OXYGEN 


Many and most contradictory statements have been made regarding 
the relations of silver and oxygen, both chemical and physical. The 
subject is greatly in need of clarification. It is apparent that they 
unite in various proportions.4* While Ag2O loses oxygen at very low 
temperatures and is said to be entirely decomposed** below 350°, pure 
silver prepared in the ordinary way gave off oxygen at 400° to 500° for 
6 hr. at the rate of 57 ce.fora kilo of silver. ** Silver and oxygen certainly 
combine at much higher temperatures and separate on lowering the heat.*® 
Watts‘? says there is an oxide of silver volatile at high temperatures. 
Possibly this is based upon Plattner,*® whose statements are questioned by 
Percy*? and were further investigated by Christy.°° Wartenberg®! found 
silver appreciably more volatile in oxygen than in nitrogen and attrib- 
utes this to the formation of silver oxide at high temperature, which may 
then possibly exist as a gas owing to its high heat of vaporization. Vari- 
ous writers have stated that sublimed silver often contains oxide of silver. 


43 Watts Dict. 5, 302; Roscoe and Schorlemmer, 2, pt. 1, 367; Brown: Trans. Am. 
Electrochem. Soc. (1916) 30, 327; Weber: Idem. (1917) 32, 391. 
44 Percy: Op. cit., 8 et. seq.; Thorpe’s Dict. 4, 700. 
45 Watts Dict. 8, pt. 2, 1798. 
46 Percy: Op. cit.; Donan and Shaw: Jnl. Soc. Chem. Ind. (1910) 29, 987. Watts 
Dict. 5, 278 and others. 
47 Dict. 5, 278. 
48 “‘Réstprozessen,”’ 121. 1856. 
49 Op. cit. 
60 Trans. (1888) 17, 6, 7. 
51 Zeit. Electrochem. (1913) 19, 482; Zeit. Anorg. Chem. (1912) 79, 76. See Jnl: 


Amer. Chem. Soc. (1914) 26, 234. 
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Troost and Hautfeuille™ say protoxide of silver exists in the very hot gases. 
Gmelin says “Silver at a white heat decomposes aqueous vapor . 
taking up oxygen,” but on the next page says ‘silver does not oxidize 
in dry or moist air at any temperature below its boiling point.”’ He 
also says silver “is less oxidized than platinum by fusion in the air.” 

T. K. Rose®? says “even platinum was much more readily oxidized 
than silver,” but in a previous paper® on refining by blowing air through 
molten bullion and fluxing the oxides produced he brought bullion 354 fine 
in gold and 621 fine in silver up to 885 gold and 103 silver. In comparing 
his process with cupellation, he says “later when the percentage of silver 
is high, it is freely oxidized in both processes, and the oxidation is at its 
maximum when the silver is: practically pure.” He says the ‘whole 
trend”’ of his work ‘‘is to show that it is silver that carries oxygen to base 
metals” and does not consider base metals oxygen carriers to silver. In 
this he appears to be dominated by theoretical considerations regarding 
normal oxides, Ag2O and PbO for instance, and to overlook the possible 
interaction of other oxides. 

The well known spitting of silver in solidifying has been generally as- 
signed to the evolution of oxygen, but it has also been ascribed to the 
compression®® of the solid crust on the molten interior. Having cooled 
large buttons, 7 to 10 gm., with extreme slowness and having obtained 
projections in the general form of a large irregular, inverted, hollow cone, 
in some instances only one cone ona button, I am satisfied that compres- 
sion contributes to the spitting of solidifying silver. I have also produced 
spitting by the sudden cooling of a bead by contact with a mass of cold 
iron. In this connection it is certainly significant that silver melts and 
solidifies at a lower temperature in oxygen than in a reducing atmos- 
phere.*® Aside then from the natural cooling and solidifying of the sur- 
face first, the interior retains a lower melting point and remains liquid 
longer than the exterior, which has lost oxygen with the consequent 
raising of the melting point. The non-spitting of silver containing other 
metals may be due to changed differentials in the melting points. 


VOLATILITY OF LEAD 


Johnston*” gives the boiling point of lead as 1640° and the vapor pres- 
sure as | mm. at 960°. Kraft and Bergfeld®s give 335° as their lowest 


°° Compt. Rend. (1877) 84, 948. °° Ruer: “‘Metallography,” tr. Math- 
°° Trans. Inst. Min. and Met. (1913-4) ewson, 296, 

23, 173-4. DT Opa ctts 
*4 Idem. (1904-5) 14, 377, 420, 440-1. Soi pees 


. *§ Mitchell: ‘Manual of Practical As- 
saying,’ 480. 1872. 
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observation of volatilization of lead ina cathode ray vacuum. Schuller®? 
and Kahlbaum, Roth and Siedler® distilled lead in vacuo and the latter 
obtained a crystalline product. Roberts*! showed that with proper care 
there was no appreciable volatilization of lead in melting assay samples 
of base bullion. From the distillation of alloys, Moissan and Watanabe” 
announced that the order of distillation is lead, silver, copper, tin. The 
litharge cloud that is given off during cupellation is very deceptive. It 
makes an impressive showing in the muffle but the actual weight of oxide 
of lead is slight. 

More than 50 years ago, Mitchell® announced that in the ore-assay 
eupellation “not more than 2 to 3 per cent. of lead is volatilized;”’ I have 
abundantly verified this statement. By weighing the cupels before and 
after use, I have found that it is quite possible to run an ordinary 20 
em. button with the volatilization of about 0.5 gm. of lead. This, how- 
ever, involves some risk of freezing and requires much attention. Atonly. 
a slightly higher temperature, with an increase of the volatilization to 
0.75 gm., there is no risk of freezing and the operator may simultaneously 
look after other things. When the volatilization rises to 1 gm. there is 
but slight feathering unless special condensing arrangements are used. 
In one test, three cupels of the front row showed less than 2.75 per cent. 
volatilized and the fourth froze, while the second row of four showed from 
5.5— to 6— per cent. volatilized and there were few feathers. With 
larger buttons, 50 to 60 gm., seven cupels showed less than 2 per cent. 
volatilized with a minimum of 1.4 per cent. In the cupellation of bul- 
lion,®* where necessarily a higher temperature is used, the volatilized lead 
should not exceed 10 per cent. 

Most contradictory statements have been made regarding the vola- 
tility of oxide of lead. The assayers’ daily experiences disprove the 
statements of various textbooks as to its volatilizing only at a high tem- 
perature. The books appear often to be speaking of boiling® rather than 
simple volatilization. However, the boiling point, 870°, given by Mott®® 
is palpably much too low. Doeltz and Grauman® say volatilization was 
slight at 800°, increased rapidly to 900°, when it became liquid, not so 
rapidly to 950° and was not tested above 1000°. By changing the ratio 


of surface to mass, they varied the loss from 8.8 to 0.04 per cent. at 900°. 


59 Wied. Ann. (1883) 18, 321. 
60 Zeit, Anorg. Chem. (1902) 29, 278; Bu H. Zeit. (1902) 296. 
“61 Trans. (1898) 28, 425. 62 Compt. Rend., 144, 16. 
63 Op. cit., 484. Tests are given by Lodge: “Notes on Assaying,”’ 56, and Liddell, 
Eng. & Min. Jnl. (1910) 89, 1264. 
64 Trans. (1918) 59, 214. 
65 Wagner: “‘ Die Metalle,”’ 111. 1866. 


66 Am. Electrochem. Soc. pamphlet, 1918. 67 Metallurgie (1906) 3, 406. 
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FEATHERING AS AN INDICATION OF TEMPERATURE CONDITIONS 


Feathering is not always a sure indication of the temperature condi- 
tions of the bead. With high bead temperature and an abundant air 
supply the cupel may show good feathers, while the same bead tempera- 
ture with limited air supply would not. Lack of feathers, particularly 
on inside cupels, may be due to lack of cooling conditions above the cupel, 
instead of high bead temperature. In two well-feathered cupels, Hille- 
brand and Allen®® found 0.05 mg. loss of gold on 10.67 mg. cupeled, but 
only 0.03 mg. on 15.56 mg. The cupels immediately behind these showed 
0.06 and 0.17 mg. losses, respectively. Lack of feathers may also be due 
to a leaky muffle. 


EFFrect or OTHER METALS ON VOLATILIZING OF GOLD AND SILVER 


When true volatilization occurs in quantity, the volatilizing metal 
exerts a drag upon its less volatile associates, but the real data upon the 
subject indicate that in the vast majority of cases this drag is but slight. 
Bodemann and Kerl® say silver is often disposed to volatilization by 
arsenic, antimony, zine and lead. ' 

T.. K. Rose” says that the presence of zine, arsenic, antimony, and other 
volatile metals is believed to greatly increase the volatilization of gold, but 
gives no data. Hellot7 says an alloy of one part gold and seven parts 
zine volatilizes completely at a high heat, but Friedrich” investigated the 
subject and reported fifteen tests, from which he concluded that the loss 
was mainly due to mechanical action and it is only with rapid volatiliza- 
tion of zinc that the gold volatilization becomes appreciable. Up to 
1500°, the loss was so slight as to warrant the conclusion that zine has no 
influence in promoting the volatilization of gold below this temperature. 
I have shown” that in distilling the zine out of Parkes crusts, very little 
silver goes over in proper work and that volatilizing lead carries but 
slight amounts of silver. I have also shown’4 that irregular assay results 
may be due to zine carrying the precious metals to the surface of the cupel. 
It may well be that arsenic and antimony cause irregular assays in the 
same way rather than by volatilization. I have shown, too, that7> the 
roasting of rich arsenide ores at a low heat produced arsenious oxide 
practically free from silver. In some recent tests we have obtained much 
more concordant results than those reported on arsenical bullion.7@ The 
assays were run in sets of six, two rows of three cupels with proofs in the 


ON O}a), cil., 21. ™ Zeit. Anorg. Chem. (1893) 16, 269. 
89 “ Assaying,” Tr, Goodyear, 103. 1878. 3 Eng. & Min. Jnl. (1919) 108, 87. 
Jnl. Chem. Soe. (1893) 63, 714. ™ Trans. (1918) 58, 85. 


1 Gmelin-Kraut: “Handbuch Anorg. 1 Op. cit. 
Chem.,” 3, 1039. 76 Trans. (1909) 40, 795. 


~ gi? ee 5 
. —" pars die a 
-. FREDERIC P. DEWEY 613 


center; two sets were run on 5 gm. lead and one on 8 gm. on each bullion. 
The results were: 


No. 1. No. 2. 

Gotp ASSAYS GoLp ASSAYS 
(OS ne oe 1 SIS ine Fs Le vant ora eter 1 
Ran (8 he. A eee eee 2 Siics. fines Sas ee oe 2 
RAY es Se ee 4 811.5 five 42 eats pene 3 
ARS ine ee eee ee 4 STU GuiinGaasaaera woe ees 1 
GROFIT CH ccna es ic asa oe 6 SUC ain e aes Mra ee career 3 
Gooseines. soe. ee ee il SLES nce tt ec acetties 5 

SIVOMINGE ae ee oe eer eee 3 
18 18 


The arsenic in No. 1 was high but unknown, in No. 2 it was about 
10 fine with, approximately, 90 each of silver and copper. 

It is often claimed that tellurium promotes volatilization in cupella- 
tion, but T. K. Rose’? carried on an extensive series of test under many 
conditions and in only one was gold found in the condensed tellurium. 
Holloway and Pearse’® say “loss by direct volatilization is very slight 
under proper conditions of working” and on cupeling beads containing 
tellurium with proofs without tellurium in side by side cupels some 
tellurium beads lost less than the proofs. 

In retorting gold amalgam, Rose” states that about 1 gr. of gold goes 
over per pound of mercury. Although outside the scope of this paper it 
may be mentioned that the recent volumes of Transactions of the Ameri- 
ean Electrochemical Society contain much interesting information 
regarding the action of metals, alone or mixed, at the very high 
temperature of the electric arc; and in 1907, Watts reviewed the work of 
Moissan. 


DETERMINATION OF SILVER BY CUPELLATION 


The method I used in following up the course of the gold in a bullion 
assay is not applicable to silver. The determination of silver by cupel- 
lation® is quite unreliable and with large amounts the absorption of silver 
by the cupel* is most erratic. On the other hand the determination of 
the base metals left in small beads is unsatisfactory unless we have an 
exceedingly large number of identical beads. In another connection, 
I have shown®? that the straight assay of a silver bullion showed 987 
fine, which corrected for the cupel absorption became 998.5 fine, while 


77 Br, Asso. Rpt. (1897) 623-4. 80 Jnl. Ind. & Eng. Chem. (1914) 6, 
78 Inst. Min. and Met., 17, 171. 650, 728. 
79 “Gold,” 141. 81 Trans. (1918) 59, 191. 


82 Jn]. Amer. Chem. Soc. (1894) 16, 514. 
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cupellation with proof showed 999.3 fine. Liddell’? gives some very in- 
teresting tests on, cupellation, but he determined the ‘‘fineness” of his 
beads, and this was subject to the errors of the original assay. Both 
these tests lack conclusiveness. 7 

L. Campredon’s book* says that all the silver lost is absorbed by the 
cupel, but the tests lack the determination of base metals in the beads. 
G. Campredon* made three tests in duplicate at a high temperature, one 
set using five times as much copper as silver, but he made no examination 
of his buttons. His results varied from nothing to 2.10 per cent. on 100 
mg. silver. He made two assays of his cupels; one for beads on the sur- 
face, which varied from 0.40 to 1.50 per cent., and one for absorption. 
Various other indirect tests have been made, but all lack important data. 
Some tests show a gain even when the recoveries of silver were not 

complete. | 

It remains then that the only way to determine the volatilization of 
silver in a cupellation is to collect the litharge volatilized and assay it for 
silver. Manifestly this is also the only real way to ascertain the volatili- 
zation of gold under assaying conditions. I started out to do this with- 
out interfering with the normal conditions of cupellation, but found it 
impossible to do so in an ordinary muffle in constant use for regular work. 
Various arrangements of temporary baffle plates proved inefficient con- 
densers and in many cases the condensed litharge entered into combina- 
tion with the plate material. While it is possible by the use of special 
cooling arrangements to grow a large crop of feathers on the cupel, once 
the fume got out of the cupel it was practically impossible to stop it. 
Of course with a small muffle provided with special condensing flues, such 
as a Cottrell tube, and running a large number of identical assays a good 
approximation may be obtained, but I did not have these conditions. 
Again, with the low rate of volatilization of the lead in a proper cupella- 
tion of an ordinary 20 to 30 gm. button, the best feather-growing arrange- 
ments will yield only insignificant amounts of litharge. Feathers are 
most deceptive; they bulk large but weigh light. 

After various tests I made a very deep cupel with straight sides. In 
the early tests the condensation of litharge was erratic, varying from 
0.2 to 1 gm. and considerable experimenting was required to develop 
a satisfactory procedure. With 100 gm. lead and 1 gm. silver 0.605 gm. 
litharge condensed, yielding 0.055 mg. silver; with 5 gm. silver 0.735 gm. 
litharge gave 0.26 mg. silver; with 133 gm. lead and 6 gm. silver, 0.97 
gm. litharge gave 0.26 gm. silver; with 140 gm. lead, 2.11 gm. copper, 
8.33 gm. silver, 0.465 gm. litharge gave 0.27 mg. silver. By using large 
amounts of lead, placing the cupel close to the front of the muffle and 


8° Hing. & Min. Jnl. (1910) 89, 1264. *° Rev. Univ. des Mines [4] (1904) 8, 210. 
84 Op. cit., 307. 
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filling in around it so as to force all the draft over the cupel, and by pro- 
tecting the cupel from radiation from the muffle top, I was able to 
condense a gram or more of litharge for assaying. This is none too much, 
even when cupeling very rich lead. 

A most serious objection to this method is that in time the surface of 
the bullion sinks out of sight. As one cannot see the end of the cupellation 
careful watching and much judgment is required in turning off the gas. 
In ten tests, six buttons weighed more than the Silver taken, the maximum 
being 3.4 gm. on 1 gm. taken and the minimum 0.13 on 5 gm. taken. 
Of the four losses, the maximum was 0.46 on 5.81 gm. and the minimum 
0.04 on 5.045 gm. 

In general, 140 gm. of lead were taken, the smallest amount of gold 
used alone was 140 mg., which would correspond to 20 oz. per ton in a 20- 
gm. button from an assay-ton fusion. The largest was 1.4 gm., or 200 
oz. per ton. The following results were obtained. In the last test only 
105 gm. of the lead were oxidized. 


Gop TakEN, LiTHARGE RECOVERED, 
GRAMS : GRAMS 
iA aos Ree 1.45 containing 0.09 mg. gold 
eA OP re ee eae ter 1.176 containing 0.02 mg. gold 
O20 Sees toe ars ease 0.876 containing 0.01— mg. gold 
Oe iA OMe. cee ot 1.213 containing trace 
Oats OMe here oa 0.725 containing speck 


A sample of the celebrated Mercur bullion, about 884 fine in gold and 
less than 8 fine in silver, 1.6 gm., yielded 1.185 gm. litharge containing 
0.03— mg. gold. Samples of miscellaneous bullion, most of them present- 
ing unusual difficulties in ordinary assay work, yielded the following 


results: 
Nie ee eee aa 
Fineness Recovered 
Bullion |_ be ee =. a, Heat — a Sten a ee 
ee : | ° Litharge ‘ | : 
Gold Silver | Geaiaa | Gold, Mg. Silver, Mg. 
320 808 34 im Os9Z None Slight trace 
9.5 | 585 95 1.45 Speck 0.02 
2.5 | 585 316.5 1.312 Very slight trace 0.015 
4.0 361 228.5 {32 a 0.01 0.08 
4.2 343.5 443 ise 0.005 0.16 
6.75 211 225 0.95 | 0,005 1.26 


In the last test, a scum appeared early and crystals were slow in 
forming; probably some of the scum adhered to the feathers recovered. 
With 1 per cent., 1.4 gm., gold, and 3 per cent., 4.2 gm., silver, 1.27 
gm. feathers showed a very slight trace of gold and 0.21 mg. silver. In 
one test the lead carried about 1 per cent. arsenic, but the cupel cracked. 
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With 0.5 per cent. arsenic and 1.4 gm. gold, 1 gm. litharge was collected 
and the gold obtained was estimated at 0.002 mg. 

Three grades of base bullion were tested—good, bad, and very bad 
for assaying. Using 159.5 gm. of the first gave a button weighing 1.24 
gm., 0.762 gm. litharge was collected, which gave a bead of 0.08 mg. - 
The second would not cupel direct, but 20.03 gm. were run with 152.45 
gm. proof lead and gave a button weighing 3.475 gm., 0.975 gm. litharge 
was collected giving a bead of 0.08 mg. Inasecond test, the figures were 
bullion 20.62 gm., lead 142.45 gm., button 3.422 gm., litharge 1.322 gm., 
bead 0.28 mg... Probably the high litharge and bead were due to the 
early formation of an unabsorbed scum on the cupel, upon which later 
feathers formed, particles of which adhered to the litharge recovered. 
The third sample yielded the highest recovery of litharge of any test made, 
1.50 gm., due perhaps to the same causes. The figures were, bullion 
20.79 gm., lead 139.06 gm., button 3.25 gm., litharge 1.50 gm., bead 0.30 
mg. Extreme tests were made on three grades of silver—proof, 900 silver 
100 copper, 750 silver 250 copper. Starting with 2 and 3 per cent. actual 
silver on the 140-gm. lead buttons, the results were: 


2 Per Cent. SInver 3 Per Cent. Sitver 
LITHARGE LITHARGE 
WEIGHT, SILver, WEIGHT, Sitver, 
GRAMS MILLIGRAMS GRAMS MILLIGRAMS 
LSANGYOY t,t s.0 Ase aeteoe rae cre OP ee ee 1.04 0.24 1.28 0.26 
DOO eRe tie cen a he 1.16 0.20 0.97 0.26 
CUTLINE, Sa ae ar belle det 1.24 Oot 0.71 0.21 
DISCUSSION 


J. W. Ricuarps,* Bethlehem, Pa.—The volatilization of the metals 
in assaying is a special case of differential volatilization and is depen- 
dent on the different vapor tensions of the different metals. Combined 
with this volatilization, however, there is usually the formation of 
mist, which must also be taken into account and, I think, explains some 
of the inconsistencies pointed out in the paper. 

For instance, Doctor Dewey has shown that more silver goes off 
with zine in the early stages of a distillation, in which zinc-silver alloy 
is distilled. According to the vapor tensions of the zine and the silver, 
more should be going over in the later Stages. That discrepancy is to 
be explained by the fact that in the early stages of the distillation there 
is probably a more rapid formation of zine vapor, and that it carries 
away, as it escapes in the form of bubbles, a larger amount of the alloy 
in the form of mist. Now, the alloy that is being distilled carries alarger 
percentage of silver than the distillate, or the vapor that is going off; for 
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instance, the vapor going off may contain 2 per cent. of silver while the 
alloy itself may contain 20 per cent. Therefore, if some of the alloy is 
carried over by the rapid boiling off of the zinc, that alloy increases the 
richness, and apparently will increase the amount of silver that goes off. 
The amount of the volatile metal that goes off as true vapor can be deter- 
mined exactly from the vapor tensions of the metals. But the amount 
that goes off as mist or fog, representing alloy carried off mechanically, 
may contain far different proportions of the precious metal than the vapor. 

As far as I know, it is impossible to calculate just how much of a ma- 
terial will be carried off as fog or mist. .The amount depends on the ra- 
pidity with which the material is boiled; it is like the water that goes 
over with steam. Perhaps if we analyzed all the conditions and got all 
the variables, we might commence to find the conditions that regulate 
the amount of mist or fog formed, but as yet our metallurgical data and 
physical analyses have not progressed that far. 

On page 604, Doctor Dewey makes a statement that needs a little ex- 
planation: ‘‘There is absolutely no connection between melting point, 
vapor pressure, and boiling point.” J admit that there is no connection 
between the melting point and the normal boiling points of the metals; 
some with a low melting point have a high boiling point and others with 
a high melting point have a low boiling point; but by boiling point, we 
mean boiling temperature of 760 mm. pressure, the normal boiling point. 
The statement that there is no connection between the vapor pressure 
and the boiling point needs a little amplification. That there is no con- 
nection between the melting point of the metal and the normal boiling 
point, I will admit, but the introduction of the term ‘‘vapor pressure” 
may be misleading. 

The next line contains the statement that various metals show vapor 
pressure below their melting point. I wish to amplify that by stating 
that all metals show vapor pressure below their melting points. In fact, 
the question is not whether the metal shows vapor pressure, but simply 
whether it has been determined. I would even say that at ordinary 
temperature all metals have vapor pressures. The process of sherardiz- 
ing by means of zine dust depends on the vapor pressure of zinc below 
its melting point. 

F. P. Dewry.—I take complete exception to Professor Richards’ 
closing statement; I do not admit that there is vapor pressure of all 
metals at all temperatures. 
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Coal-pulverizing Plant at Nevada Consolidated Copper Smelter 


By R. E. H. Pomsroy,* E. M., McGiuu, Nev. 


(New York Meeting, February, 1920) 


EHarzy in 1917, it became evident, owing to existing and pending 
market conditions, that a substitute for crude petroleum must be found 
for firing the smelter furnaces. After a review of the plants then exist- 
ing, it was deemed advisable to depart from their practice and to adopt 
the following described system of distributing pulverized coal to the 
furnaces. : 

The principal advantages of the proposed system, which influenced 
this decision, wefe: (1) Equal safety; no pulverized coal is stored at 
the furnaces; (2) greater ease of operation, furnace fires being controlled 
by regulating valves in burner branches, as in gas firing; (3) better 
organization; all machinery, including pulverized coal feed, is under one 
roof, and the organization is separate from the furnace department; 
(4) greater cleanliness; all machinery is under vacuum; (5) greater 
flexibility of application; the coal and air mixture can be piped where 
needed. j 

The design of the plant is the result of the combined efforts of the 
local engineering staff and of the machinery manufacturers. Many new 
features were embodied in this design to insure greater safety, cleanliness, 
and efficiency of handling. After 14 months of continuous operation, 
the plant has proved entirely satisfactory. 

The building is of structural steel, covered with corrugated steel, 
with many windows and is painted light gray inside and out. The 
building floor is of concrete with ample drains to the sewer, and the 
building is equipped with fire and service water piping. Fig. 1 shows 
the east side of the building and the incline conveyor from the raw-coal 
bins. 

The plant is operated entirely by electric power. All alternating 
current is 550 volts, 3-phase, 60 cycles. The pulverized-coal feeding 
motors and control mechanism are operated by 220-volt direct current 
supplicd by motor-generator sets in the building. Automatic push- 


“Smelter Superintendent, Neyada Consolidated Copper Co, 
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button controlled switches are in use wherever possible. All power 
headers are located in the roof trusses, with branches in the conduit lead- 
ing down to and under the concrete floor to the motors. All motors are 


Fig. 1.—East sIDE MAIN COAL PLANT BULLDING SHOWING INCLINE CONVEYOR WAY 
FROM RAW COAL BINS. 


direct-connected or drive through link-belt silent chains, or James speed- 
reducing transmissions running in oil. 

The accompanying flow sheet, Fig. 2, gives a general outline of the 
installation. 

Raw coal in storage bins A is received in standard cars over railroad 
track scales, and delivered to the bins on a steel trestle spanning the 
bins, the supports of which are independent of the bin structure. This 
trestle is equipped with walkways and grizzlies 1 and either slack or 
mine-run coal can be received for pulverizing. 

Storage bins 2, eight in number, are of reinforced concrete with con- 
crete partitions which subdivide them into fireproof compartments. 
Each bin is provided with two thermocouples which indicate, at a 
central station, the temperature of the coal. There are six pipes placed 
vertically in each bin, through which temperatures are taken with a 
thermometer. Even though the coal is over 22 ft. (6.7 m.) deep, 
when the bins are full, we have been able to prevent spontaneous fire 
by drawing off the coal wherever heating commences. The bottoms 
of the bins slope toward the center at an angle of 35°, which has 
proved a little too flat for self cleaning. At the bottom of the slope, 


at the center, are 64 steel chutes with cast-iron basket gates 3 which 
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deliver the raw coal to the feeders 4 located one on each of two port- 
able cars in a tunnel under the ‘bins. These feeders are operated by 
variable-speed motors, the speeds of which are regulated according 
to the number of pulverizers operating in the main plant. Each feeder 
discharges into the jaw of a single-roll coal crusher 5, also mounted on 
the portable cars, so that when mine-run coal is fed it emerges from this 
machine as slack. ae 

At this point B, it was found that a dangerous accumulation of coal 
dust was formed. Suitable suction piping 6 was attached to the crusher 
cars and connected 7 to the intake side of a fan 8 located outside of the 


& 


Fic. 3.—FEED END oF RuGG@LEs-CoLES DRIERS, SHOWING INCLINE CONVEYOR FROM 
RAW COAL BINS. 


structure. This eliminated the dust nuisance which, while very small in 
quantity, was a considerable hazard if allowed to accumulate at its 
inaccessible source. This fan discharges to the atmosphere. 

The crushed coal C falls on to a conveyor belt 13, which transports it to 
a junction chute 14 near the center of the bin structure, where it falls 
on to one or both of two incline conveyor belts 14, which convey the coal, 
over Merrick weightometers, to the main building. Suction piping 
connected to the fan 8 prevents dusting as coal falls on to the incline 
conveyors. The discharge from the incline conveyors falls into a two- 
way chute 16, with positive splitter, which deflects the stream to either or 
both of two screw conveyors 17 feeding the Ruggles-Coles type A-14 
dryers 20. Fig. 3 shows the feed end of the dryers, with the incline 
conveyor from the raw-coal bins. 


. “=i 4 as : ‘he 
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The coal required for firing the dryers is taken at this point into a small 
. coal bin or tank 48 from which it4s wheeled to the fireboxes, and fired by 
hand. ‘The original arrangement provided a chute which delivered the 
coal from the screw conveyor directly to the firebox, but this did not 
prove entirely satisfactory, since it gave no means of determining the 
amount of coal burned in the drying operation, and was abandoned. 
Pulverized coal could be used for firing the dryer, and this may be done 
later, if a saving can be shown. The dryer consumes approximately 0.75 
per cent. of the coal dried. 

A bypass chute is attached to one end of one of these screw conveyors 
17 through which coal can be moved out through the side of the building 
into a standard railway car, to be used elsewhere, or for the removal of 
coal from the concrete bins in case of fire in the raw coal. 

The gases from the dryer G@ pass through an induced-draft fan 54 and 
are discharged through a gas washer 55 to the atmosphere H, while the 
wash water J is passed to the sewer. The ashes 56 falling through the 
dryer grate are flushed away intermittently, to the sewer, by a stream of 
water from an automatic flush tank, the water used being waste water 
from the power plant. 

Dried coal D, on leaving the dryers, discharges through dust-tight 
housings into screw conveyors 21. At this point provision has been made 
to discharge coal on to the floor through an emergency gate, and to wet the 
coal in the conveyor 21 should the dryer become overheated and the coal 
catch fire. From the dryer discharge conveyors 21 the coal falls into 
two longitudinal screw conveyors 22, which move it to the pulverizer 
feed bins 23. At the point where the coal falls between the conveyors 
21 and 22, is inserted the bulb of a Bristol recording thermometer, the 
record of which is used as a guide in operating the dryer. Moisture 
samples of the coal entering and leaving the dryer are taken every half- 
hour, and as the discharged-coal sample is taken by hand, this also serves 
to prevent overheating of the dryer in case of failure of the thermometer. 
As a further precaution against overheating, the power leads to the 
induced-draft fan are taken off beyond the switch to the dryer motor, so 
that the fan motor can be run only when the dryer is in operation, and 
is shut down with the dryer, although the dryer may revolve without the 
fan being in operation. 

The coal from the conveyors 22 falls into four hoppered bins of small 
capacity, from which it is fed to the pulverizers 25 through feeders 24. 
The feed of slack coal to the pulverizer is regulated by the electrical load 
on the machine, as indicated by an ammeter. The pulverizers are 36-in. 
Bonnot mills, seven in number, with places provided for eight. Fig. 4 
shows the interior of the mill with the driver exposed. As is common 
practice with other types of pulverizers, the coal is drawn out of the mill 
by a current of air, is passed through a separator 26, circulating fan 


ee 
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Fic. 5.—Top oF 50-ron P 


ULVERIZED-COAL BINS SHOWING RETURN LINE WITH BRANCH- 
ES TO RETURN LINE COLLECTORS. 
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27, and into main and auxiliary dust collectors 28 and 30. The air re- 
turns to the mill and the coal £ falls from the collectors to serew conveyors 
31. 

The only difference between this system and current practice is that 
the latter vents the excess air from the auxiliary collectors 30 to the 
atmosphere; while the excess air here is piped from the auxiliary collectors 
to the main suction header 36, described later. The vents 29 are capped 
above the roof and serve only as safety valves in case of explosion. 

The screw conveyors 31, below the collectors 28 and 30, carry the 
coal E to the 50-ton pulverized-coal storage bins 32, four in number. 
These are provided with emergency explosion doors and compressed- 
air kicking devices to prevent hanging up, and are calibrated to measure 
the contents from the floor, at will. Fig. 5 shows the top of the 50-ton 
bins. 


Fia. 6.—PULVERIZED-COAL FEEDING MECHANISM TO SUCTION HEADERS. SUCTION 
SIDE DISTRIBUTING FANS IN BACKGROUND. 


From a cast-iron hopper at the bottom of these bins, the coal is drawn 
off by the pulverized-coal feed screws 33, four per bin, and dropped into 
the air-current in the main suction header 36 leading to the distributing 
fans 37 as shown in Fig. 6. These feed screws are driven through roller 
chains by direct-current, variable-speed motors, the speed of which is 
regulated by a sheet-metal cone floating in the air current in the main 
suction header 36, and known as the indicator 36. This device is con- 
nected, by light cable over sheaves, to the regulator mechanism 3514, which, 
through a rheostat, governs the speed of the feeder motors in proportion 
to the amount of air flowing in the suction header (see Fig. 8). The pro- 
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portion of air to coal may be varied within limits, but it has been found 
best to maintain a ratio of 50 cu. ft. (1.4 cu. m.) of air to 1 lb. of pul- 
verized coal (38 cu. m. air per kg. of coal). An instrument attached to 
the indicator continuously records the rate at which the air is flowing, 
and revolution counters record the operation of the feed screws. 

The suction header 36 is connected to the auxiliary pulverizer col- 
lectors 30, before mentioned, and to the retuyn-line auxiliary collectors 
58, described later, and draws the necessary make-up air from the top 
interior of the building, through a gooseneck extending up through the 
roof and down again to the indicator 35. »Thus all dust-producing points 


Fic. 7.— DISTRIBUTING FANS, MOTORS, DISCHARGE HEADER AND DISTRIBUTING HEADER, 


are exhausted by vacuum, and the building is automatically ventilated. 
This header is amply provided with explosion doors, as the coal mixture 
is lean and explosive. The 50 to 1 mixture is too rich to explode, and 
hence this precaution is not needed on the distributing header 39. 

The distributing fans 37, receiving the proportioned air and coal 
through the suction header 36, discharge the mixture J through the dis- 
charge header 38 to the distributing header 39. Fig. 7 shows the ar- 
rangement of fans, motors, discharge, and distributing headers. 

The distributing header leaves the coal plant and passes along the 
firing end of the reverberatory furnaces at a convenient distance from 
andabovethem. Opposite eachfurnace, a7-in. (18-cm.) drop-pipe leaves 
the bottom of the main through a slide gate 41, regulating valve 43, 
burner pipe 45, and burner 47, to the firing-wall opening in thefurnace 49. 
The main distributing header 39 is reduced in diameter after each fur- 
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nace take-off, in order to maintain the velocity requisite to prevent 
settlement of the suspended coal dust. After serving the reverberatory 
furnaces, the header makes a 180° turn upward and backward, returning 
to the coal plant the remaining mixture K through the return header 50. 

The return header enters the coal plant and divides into branches 
which lead to the return-line dust collectors 61 and to the return-line 
auxiliary dust collectors 53 (Fig. 5). These collectors are situated above 
the 50-ton pulverized-coal bins 32, and the coal removed from the mixture 


Vira. 8.—AIR INDICATOR AND COAL FEED REGULATING DEVICE. 


K is thus returned, to be fed again to the suction side of the distributing 
fans 37. The quantity returning varies from 10 to 100 per cent. of the 
total coal E fed to the suction header 36 depending on the amount of the 
mixture J being taken off by the furnaces. Thus, even though no coal is 
being taken off for burning, the coal in the 50-ton bins is being constantly 
turned over, preventing spontaneous heating, so long as the distributing 
fans are in operation. The return air, relieved of most of its burden of 
coal dust, passes from the auxiliary return-line dust collector 63 through a 
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header pipe to the main suction header 36, joining the latter above and 
before passing through the indicator 35. See upper left-hand corner of 
Fig. 8. 

This completes the cycle through which the main bulk of the coal 
passes. Further application of coal-dust firing to other departments is 
made in the following manner. 

Taking off from the main distributing header 39, on the bottom of th 
pipe, are four 5-in. pipes, located at intervals, where required, between 
the coal plant and the point where the main distributing header 39 turns 
back as the return header 50. Each take-off ‘is provided with a slide 
gate 40, a control valve 42, burner pipes 44, and burners 46, and the fuel 
is used intermittently for firing portable matte-transfer cars 48. 

Taking off at the end of the main distributing header 39 is a 12-in. 
pipe, leading through a 12-in. gate valve 100 and thence 283 ft. to a 
booster fan 102 which is 41-in. (104 cm.) in diameter and runs at 1750 
r.p.m. The discharge from this fan, at increased velocity and pressure, 
passes through 435 ft. of 12-in. pipe 103 to the roaster plant. Here it 
passes along one side of the building for 320 ft. as a header 104 and is 
tapped for each furnace through 3-in. (7.6-cm.) take-off pipes, valves 
105, etc. The main is tapered as it advances, to maintain a carrying 
velocity, and there is no return line. , 

This extension is quite recent, but has not given much trouble if 
enough burners are kept in operation to prevent the line from choking 
up with coal dust. A return-line system would work more smoothly, 
but would require a larger main line, for the same capacity, as well as a 
return line with a booster fan. 

During the period of high-pressure operations, while the war was on, 
“t became necessary to utilize every boiler in the plant. Take-off pipes 
(12-in.) were installed at suitable places along the main header, and branch 
pipes were run throu oh shut-off valves 80 to the waste-heat boilers located 
in the flues of the reverberatory furnaces, a distance of about 150 ft. 
Pulverized coal was burned, for months, under all boilers in the flues of 
such furnaces as were idle or down for repair. No efficiency tests were 
made, and pipe sizes and velocities were not correctly proportioned, but 
the flexibility of the system was clearly demonstrated. 

To the end of July, 1919, the plant had pulverized 173,230 tons of 
raw coal. The power consumption for the entire operation has been 
about 30 kw.-hr. per ton of raw coal pulverized. It must be borne in 
mind that any comparison of this figure with the power required for 
other systems must take into consideration the power devoted to the 
production of blast, usually furnished from an outside source, by which 
the dust is blown into the furnace. 

The wear has not been excessive, considering the nature of the ser- 
vice, and has been confined almost entirely to the fan wheels and housings. 
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Ample provision. has been made for repairs, and no operating time has 
been lost while making repairs due to wear. 

The capacity of the pulverizers is from 414 to 5 tons per hour, and 
the plant was operated for six weeks at an average daily rate of 550 tons 
of raw coal. Owing to the large storage capacity for pulverized coal in 
the 50-ton bins, it is necessary to man the pulverizing plant only one or 
two shifts out of three, when not burning over 300 tons daily. 


DISCUSSION 


B. F. Tituson, Franklin, N. J——-I would like a little more engineering 
information than is given in this paper. The size of the mains is given 
but not the length. It would be of interest to be able to figure the friction 
losses in the pneumatic transport of pulverized coal, in order that those 
figures may be used in the layout of other plants. I trust that the author 
has such data, or will be able to add such information in the discussion of 
this paper, giving any tests he may have made in regard to pressure drops 
that have occurred in some unit length of pipe, and the minimum air ve- 
locities that have been necessary in order to convey the coal in suspension. 

On page 625, he says that a ratio of 50 cu. ft. of air per pound of pul- 
verized coal has proved the best. Recently, I was informed that 90 
cu. ft. of air per pound of coal was the proper ratio; it makes a good deal 
of difference in the design of the pipes in such a system which of these 
figures are being used. 

Another question that has arisen is why the burning of pulverized 
coal has been evidently free from the danger of flare-backs in the burner 
nozzle. Some figures that I have seen, from the experiments of the United 
States Bureau of Mines in regard to coal-dust explosions, indicate that 
the minimum velocity of propagation of an explosion of coal dust is 
about 200 ft. per sec., and that in four seconds it increases to over 2000 
ft. per see. The pressures that I have seen in some plants have been a 
2-in. water head at the fan, which is injecting the coal through the burner 
into the fire; and if all of that static pressure were changed into velocity 
pressure and velocity, it would give a maximum of 5664 ft. per min.; 
and if the velocity of propagation of explosions reaches from 200 to 
2000 ft. per sec., and the coal dust is mixed in the pipe with sufficient 
air to support combustion, why does not the explosion come back in the 
main line? 


R. E. H. Pomeroy (author’s reply to discussion).—The diameter 
of the main distributing pipe leaving the coal-pulverizing plant is 40 in.; 
returning to the coal pulverizing plant it is 20 in. The reductions are 
made at the burner take-offs to each furnace. The total length of main 
and return lines is, approximately, 850 feet. 
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It is difficult to measure the pressure of a current of air in which coal 
dust is suspended. In this particular installation, the closest approxi- 
mation of the pressure at the fan delivery was between 614 and 7 oz. 
At the extreme end of the line (where the main line bends to return) 
the pressure was approximately 214 oz. The pressure at the return-line 
dust collectors was practically atmospheric, and at the discharge of the 
dust collectors a slight vacuum obtained. 

The line was designed to be operated at a mixture of 50 cu. ft. of 
air per pound of coal and was so operated for many months. Under 
certain conditions, the line was operated at a mixture of 30 cu. ft. of air 
per pound of coal for considerable periods. The regulating machinery, 
however, was designed for the first mentioned figure, which is ample to 
distribute the coal and is well within the safety limits. 

A velocity of 3000 ft. per min. is necessary to insure transportation 
of the suspended solid particles of coal dust (this figure to be the absolute 
minimum); 4000 to 5000 ft. per min. is preferable for working conditions. 
The velocity through the burner nozzles into the furnace has never been 
measured, but I would estimate it to be between 4000 and 6000 ft. per 
min., which is more rapid than the propagation of flame. 

Another explanation why the flame does not flare back into the burner 
pipe is that the mixture of 50 cu. ft. of air per pound of coal is too rich 
in coal dust to deflagrate. 

In my two years experience with this system, in which time con- 
siderably over 200,000 tons of coal were pulverized and distributed, I 
have not known of a case where the mixture of pulverized coal and air 
was deflagrated back to the distributing main. It is not even possible, 
in normal operation, to bring the burning action or deflagration of the 
-coal dust and air mixture within the furnace back to the tip of the burner. 
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Laboratory Testing of Sands, Cores, and 
Core Binders 


F. L. Wotr* anp A. A. Groups,f MANSFIELD, Onto 


(Columbus Meeting, October, 1920) 


THERE is a tendency on the part of practical foundrymen to accept 
with reluctance the results of tests on sands, binders, and such materials 
made in the chemical laboratory alone. They feel that such tests 
frequently emphasize and measure properties that are of minor impor- 
tance and fail to take account of characteristics that are important 
in determining the value of the material in actual practice. 

Experience seems to indicate that the most thorough and conclusive 
test for any new foundry material is an actual run in the foundry alongside 
of a standard material of known value. Such a test, however, involves 
certain difficulties and necessitates certain precautions. It is not always 
easy to obtain a fair trial for a new material. We all have certain preju- 
dices, which unconsciously affect our judgment to a marked degree. A 
practical test frequently involves so many workmen, each of whom reacts 
in a different manner to the test, that the personal equation becomes very 
complex and the true results of the test are obscured. There are times, 
too, when a thorough experimental trial of a material would interfere too 
much with the rush of work in a department or would hazard the quality 
of the product to such an extent as to make it inadvisable. Under such 
conditions a laboratory test is advisable before the material is sent into 
the foundry. These tests should be made as practical as possible and so 
closely related to foundry practice as to give a true index to the value of a 
product for the purpose desired. 

Core sands and molding sands are as numerous “‘as the sands of the 
sea’? and vary as much in quality. Old sources of supply are continually 
failing and new ones must be opened, so that we must continually search 
for new and better grades of sand. During the past year, the Ohio 
Brass Co. has developed tests for sands, cores, and binders which bear 
a close relation to the particular use to which these materials are put in 
the foundry and which are fairly indicative of their value. While the 
tests thus far have been confined to cores and core sands, it is expected 
that tests for molding sand will be developed in the future. 


* Technical Superintendent, The Ohio Brass Co. 
} Director of Laboratory, The Ohio Brass Co. 
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For the purposes of this company, the chemical analysis of a sand 
appears to be of no great value. A drop of muriatie acid on a 
small sample and examination under a low-power microscope or pocket 
magnifying glass give sufficient information regarding the composition of 
asand. Other characteristics of sands and cores have a greater effect on 
the quality of the castings and the percentage losses. 


a 
An InpEAL Core 


An ideal core must be strong enough to stand’a fair amount of rough 
handling, without excessive breakage, not only when baked but before it 
is baked, in order to obtain speed in making and handling. This strength, 
however, must fail at the proper time. A temperature of from 1000° to 
1200° F. should burn out the binder to such an extent that the core 
becomes very fragile and can be easily shaken out of the casting. 

An ideal core should be open or permeable. Molten metal readily 
absorbs the gases given off as the metal solidifies. As the core is heated 
to the temperature of the casting, the binder too is burned out and partly 
converted into gas. This gas is frequently from ten to twenty times the 
volume of the core, which must be sufficiently open to allow all such gases 
to escape without causing blows. The ideal core will give off a minimum 
quantity of gas when burned. A smooth close-grained core is also desir- 
able in the brass foundry, as there is a tendency on the part of 
some brasses to bite into the core. 

The binder must not harm the hands of the core makers; it should 
possess no markedly disagreeable odors, and should not cause the green 
sand to stick to the core boxes, producing rough cores. 

The ideal core for brass casting may be briefly described as follows: 
Fairly strong while green; very strong when baked; easily destructible 
when burned; smooth surfaced;. very permeable; of low gas content; and 
should work easily and agreeably in the hands of the coremakers. 

All of these qualities, however, cannot be obtained to a maximum 
degree in a given sample. Great strength and a smooth surface can be 
obtained only at the sacrifice of a certain amount of permeability, but 
some work that demands permeability does not require a smooth surface, 
so that sometimes one quality may be sacrificed for another. 


CoMPosITION TEST 


A new sample of sand is first examined under a low-power microscope 
—preferably one of about ten diameters though a linen tester or pocket 
magnifying glass will serve as well. First the shape of the grains, whether 
angular or round, is noted. The former is called a sharp sand and the 


. a * i = 
- i = 
‘ 


632 LABORATORY TESTING OF SANDS, CORES, AND CORE BINDERS 


latter a smooth one. Then the amount of silica or quartz, a constituent « 
which is always desirable, is estimated. These particles usually appear 
as colorless or semitransparent bodies; sometimes, however, they are 
tinted with impurities. An abundance of red particles usually indicates 
feldspar, which is undesirable on account of its low melting point. Tiny 
semitransparent plates are mica chips, which burst apart when heated, 
producing a rough surface. Limestone usually appears as milky white 
particles; its presence can be detected by putting a pinch of the sand in 
muriatic acid, when tiny bubbles of gas will appear. Clay and organic 
matter are easily recognizable and their quantity can be roughly estimated 
under a microscope. 


FINENESS TEST 


The fineness test has two points in view—the average or degree of 
fineness and the grading of the sand. The degree of fineness, in a way, 
determines the smoothness of surface and the porosity of the core. It is 
well known, however, that two sands of equal fineness may have markedly 
different permeability. It is well, therefore, to know just how the sand 
is graded, whether it is nearly all of one or two meshes or if the grains are 
of nearly all sizes. Our method of making the determination is the 
standard one except that we start with the 200-mesh screen instead of 
the 100-mesh; it is the finer material, 150-mesh and 200-mesh, that gives 
the sand bond and decreases its permeability. A 100-gm. sample is 
shaken successively on the 200-, 150-, 100-, 80-, 60-, 40- and 20-mesh 
screens and the weight passing through each screen is recorded in per 
cent. of total. Each weight is then multiplied by the mesh of the screen 
through which it passed, that remaining on the 20-mesh screen being 
multiplied by one; the products are added and divided by 100. The result 
is taken as a measure of the fineness of the sand. 


PERMEABILITY TEST 


While porosity and permeability are somewhat related they are by 
no means the same thing. By porosity, is usually meant the openness 
of a sand or the percentage of void space that a given volume contains. 
Permeability is a measure of the freedom with which a gas passes through 
the sand and is the property in which we are primarily interested. As- 
suming the sands to be composed of spherical grains of uniform size, it 
is well known that gas passes more easily through a coarse sand than 
through a fine one, yet it is a mathematical fact that the void space is 
the same in all cases. 

Calculations show that a volume filled with spheres of uniform size 
and packed as closely as possible contains approximately 36 per cent. 
void space regardless of the size of the spheres. This void space, how- 
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ever, is cut down by mixing spheres of different sizes, the smaller ones 
filling in between the larger. Likewise with core sand, maximum open- 
ness can be obtained when the grains are of uniform size, or as nearly so 
as possible. To measure the permeability of a core or molding sand the 
following apparatus and method have been employed: 

A water-column aspirator A, of 400 ¢.c. capacity is connected with a 
6-in. U tube B, Fig. 1, by a flexible hose connection C; F and D are glass 
stop-cocks. The elbow E prevents bubbles ofrair from entering the water 


Se Fig. 2 


column. The sand under examination is placed in the U tube B, which is 
then shaken or tapped until the sand ceases to settle and stands even 
with the marks G. Before connecting at J, the aspirator column is 
filled with water, by means of a rubber tube connected to the faucet, 
and held with the fingers against the opening at H, the stop-cock F being 
open. When the water reaches I or thereabouts, the stop-cock F is 
closed and the connection made at J. The other stop-cock D (open) is 
now set in the other side of the U tube and then closed. The first stop- 
cock F is slowly opened allowing the air in the U tube and connections 
to expand and the surface of the water column to fall until it comes to 
an equilibrium. It is then adjusted to the mark H by carefully allowing 
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air to pass through the stop-cock D. When all is ready, this stop-cock 
D is opened wide and a stop watch started. The time, in seconds, re- 
quired for the water level to fall to K is taken as the measure of the per- 
meability of the sand. This figure is really inversely proportional to the 
permeability inasmuch asa highly permeable sand requires much less 
time than does one of lower permeability. For very close sands time 
may be saved by stopping the watch at the half-way mark L and then 
doubling the time. ae 

No attempt is made to figure the results in absolute units; the method 
gives only comparative values for various sands. Results ranging from 
30 sec., for very open core sands, up to 14,000 sec. for a very close mix- 
ture containing a considerable amount of dust, have been obtained. 
Results on the same sample can be duplicated within a few per cent. 

The permeability test has given information that is not only inter- 
esting but valuable. Originally the fineness tests were made on screens 
ranging from 20 to 100 mesh; but two samples of sand were received that 
gave similar fineness tests yet differed widely in permeability: 


SAMPLE 100 80 60 40 20 1 FINENESS PERMEA- 
Per Cent.Per Cent. Per Cent. Per Cent. Per Cent. Per Cent. a 
ena earn 35.4 14.6 14.7 aoe 12.1 a ee | 67.2 6660 
PA on eA ae 35.5 14.5 Way al 22.2 11.5 122 67.4 4000 


This was difficult to explain until the 100-mesh material was examined on 
the 150- and 200-mesh screens. Of sample No. 1, 8.1 per cent. went 
through the 200-mesh, 12.3 per cent. through the 150-mesh and 15 per 
cent. through the 100-mesh; while of sample No. 2, practically all remained 
on the 150-mesh screen. This led to the use of the 150-mesh and 200- 
mesh screens whenever accurate information was desired. It must be 
remembered that the use of these finer screens materially changes the 
degree of fineness figures so that they are not comparable with the figures 
made using the screens from 100-mesh down. 

Two tests were run to compare the permeability numbers of sharp 
and smooth sands of the same mesh. Samples of 20 and 40-mesh sands, 


sharp and smooth, were carefully prepared and examined for permeability 
and voids. 


SHARP Smoot 
PERMEABILITY Vorps PERMEABILITY Voips 
PAUDIIACS Nh oa anid ree 18 39.6 25 33.8 
AO MES Dasa div svt aed 52 40.0 60 34.8 


These figures indicate that a sharp sand does not pack as readily as 


a smooth one, resulting in more void space and greater permeability. 
It is very likely that this results in a weaker core. 


Some interesting information was obtained by mixing sands of various 
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meshes. When 20 volumes of 40-mesh sand having a permeability of 
71 were mixed with 80 volumes of 150-mesh sand having a permeability 
of 600, 96 volumes of sand with a permeability number of 730 were ob- 
tained. In another test 40 volumes of 20-mesh sand having a permea- 
bility of 31 were mixed with 60 volumes of 150-mesh sand having a 
permeability 660; the mixture had a permeability of 974. Both tests 
indicate that maximum permeability is obtained in sands composed 
largely of grains of one mesh and that the adWition of coarse sand may 
actually make the sand less permeable. 

The water-column aspirator was also used for determining the per- 
meability of baked cores; Fig. 2 shows the arrangement for holding the 
test core. M isa brass tube, the inside diameter of which decreases from 
each end toward the middle, N is an air cock, O the test core, and Pa 
- rubber stopper for connecting to the top of the aspirator column. The 
test core is a cylinder about 5¢ in. (1.5 cm.) in diameter and 3 in. (7.6 cm.) 
long. About one half its length is dipped into molten paraffin and quickly 
removed; this covers the surface with a tight fitting coat without permit- 
ting the hot paraffin to penetrate the core. The end is then cleaned with . 
a sharp knife and fitted snugly into the brass cylinder which is then in- 
verted and quickly dipped into the molten paraffin so as to cover the 
rest of the core and seal the joint at R. With the cock N open the cylin- 
der is now fitted on the water column, the cock N is closed, and cock F 
is opened. Jf the water drops slightly and then comes to a standstill, 
the joints are tight and the core is sealed. The cock F is now closed and 
the upper end of the core carefully opened with a knife. After adjusting 
to the mark H the time required for the water level to fall from H to iS 
Fig. 1, is measured as in the sand tests. 

The method described gives a comparative measurement of the perme- 
ability of cores made with various binders and various sands. With it, 
we have found that the following relation exists roughly between the 
permeability of a sand and the resulting core when linseed oil is used as 
the binder, ratio 40:1. 


PERMEABILITY PERMEABILITY 
PERMEABILITY oF CorRE PERMEABILITY or CoRE 
oF SAND ABOUT or SAND ABOUT 
1000 35 5000 160 
2000 70 6000 190 
3000 100 7000 220 
4000 130 


Gas CONTENT 


By the term gas content is meant the quantity of gas that a core of 
given size will give off on being heated to the temperature of the casting. 
It does not include the gas given off in the process of baking but only that 
which comes off in the casting and which must be allowed to escape 
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through vents. Our method of measurement has been a purely gravi- 
metric one and consists merely in determining the per cent. loss of weight 
when a core is heated to about 1400° C. in an electric furnace. This tem- 
perature was determined by pouring a casting around a core in which a 
pyrometer point was embedded, the size of core and casting being about 
an average for the work we are doing in our foundry. After it has cooled, 
the burned core from the test is examined with regard to fragility —it 
should crumble easily between the fingers, otherwise the binder is not 
properly burned out and such cores are apt to be troublesome on the 
knockout bench. 

We have compared a number of commercial core oils with straight 
linseed as regards gas content and find that most of them run considerably 


higher. Straight linseed oil mixed 1 to 40 with a sand of about 1000 per- 


meability should produce a core of less than 1 per cent. gas content; a 
number of oils, in similar mixtures, showed a gas content of over 2 per 
cent. One of these oils was carried through the foundry on a test run, the 
cores were used in a valve body very prone to blow and compared with 
an equal number made from straight linseed oil. Of the linseed cores, 
no blows were obtained while 2.4 per cent. of the test cores resulted in 
- blows. 


STRENGTH 


It is sometimes desirable to express the strength of green cores in figures 
for the sake of comparing bonds of various sands or for checking on the 
uniformity of mixing conditions. For such purpose a sample core 1 in. 
(2.54 cm.) square in cross-section.and 10 or 12 in. in length is made in a 
core box especially for the purpose, ramming it as uniformly as possible; 
this core is then carefully pushed lengthwise over the edge of the table 
until it breaks. ‘The length broken off by its own weight is taken asthe 
measure of its strength; an average of three or four tests is usually taken. 
This figure depends not only on the bond of the sand but also on the 
binder and water used. To work well and handle without excessive 
breakage, sand should show a ‘“‘green strength”’ figure of 1.5 in. or better. 

A Wadsworth core-testing machine is used in Ohio Brass laboratory 
for determining the tensile strength of baked cores. The test cores have 
a cross section of 1 sq. in. Five determinations are usually averaged. 


OTHER Trsts MaprE 


In order to determine the resistance that a core or core binder offers 
to moisture a sample is soaked in water for 24 hr. and then examined for 
softness. Of course, water-soluble binders, such as molasses, glutein, 
dextrin, etc., dissolve entirely under such treatment: this test is used only 
in the comparison of commercial oil binders. 
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Another laboratory test that is of considerable value in comparing oil 
binders and in checking on the uniformity of a product is the determina- 
tion of the iodine absorption number. This measures the sticking power 
of an oil and hence is a fair index to its value in core making. Straight 
linseed oil shows an iodine number of about 170. An oil of low iodine 
value, say in the neighborhood of 100, usually produces a weak core. 

In any of the foregoing tests, it is well to start with thoroughly dry 
sand, otherwise there is more or less guesswork about the volume and the 
moisture content. For a given amount of tamping or shaking, sand 
increases in volume almost 20 per cent. as the moisture content increases 
up to the saturation point. 


CONCLUSION 


The foregoing. tests cover the field fairly well and give a fair index to 
the value of a sand, core, or binder. They have been most useful to us 
in compounding core-sand mixtures for particular purposes and in selecting 
sands and binders from those on the market. As stated, the results of 
these tests are not accepted as conclusive and large orders placed, based on 
them alone. When a sand or binder shows up well in the laboratory, it 
is given a trial run in the foundry and the results carefully observed. Nor 
are all these tests run on each sample submitted. A few of the more in- 
dicative tests, such as visual examination, fineness and permeability for 
sands, and strength and gas content for binders, usually show whether it 
is worth while to carry the investigation further. 

In all tests, the aim is to compare the sample with a standard with 
which we are familiar. A number of commercial binders and two or three 
mixtures compounded in our own plant have been tried out with only 
partial success; the best results have been obtained with straight linseed 
oil, which is now used as the standard with which other binders are 
compared. 

This paper is not offered as the final word on the subject of cores and 
methods of testing. We believe, however, that the methods outlined and 
the results obtained are worthy of consideration in that they are a step 
toward a more systematic investigation of the subject than has been 
attempted heretofore. 


DISCUSSLON 


A. A. Grups.— In testing samples we used only dry sand. We mixed 
the sand with linseed oil for one set of test pieces and the sand with the 
sample under test for the other and made the cores as nearly alike as 
possible; in other words, we tried to make every condition as uniform as 
possible and baked the cores side by side in the oven. We have found 
that more uniform results are obtained by starting with the dry sand. 
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F. A. Scnurz, Decatur, Ill.—There is nothing better than linseed oil. 
‘Dry sand should_be used because the oil will mix a great deal better in 
it than in a sand slightly damp. We dry all our sand. 


, Aurrep C. Lann,* Cambridge, Mass. (written discussion).—This 
paper confirms, in a general way, the results obtained by Ries and Rosen.! 
It would be interesting if the authors would compute the quality factor 
(average fineness X ratio of air flow rate) to determine if it is a reliable 
indication of the relative desirability of sand within a given group. 


H. B. Sterru, Wilmerding, Pa~—Why do some Lake Erie sands re- 
quire 60 per cent. more oil than some Lake Michigan sands? Is it due 
to a difference in the grains? 


A. A. Grups.—We have had little experience along that line until 
within the last fey ~veeks, when we have found the same condition. Un- 
der the microscope che grain of the sand that requires the more oil, or 
binder, seems to be coated with a dark film, which, I think, absorbs the 
binder; on the fineness test, the difference does not show up. 


F. A. Scnutz.—The difference in sands can be told when mixing them. 
A sharp clean sand that requires comparatively little oil will leave the 
hands clean. 


H. B. Suerru.—I do not agree with that, because crushed sandstone 
has no clay but it requires much more oil to give it the same strength as 
the Lake Michigan sand. Lake Erie sand requires the same amount of 
oil as crushed sandstone. 


A. A. Gruss.—lIs it not true also that quite often sandstone contains 
more partly decayed stone than does a good silica sand like Lake Michigan 
sand? In that case the decayed rock would certainly absorb more oil 
that a hard silica. 


H. B. Suerru.—I think the difference in absorption is due to the shape 
of the grain; I think that the round grains absorb less oil than the angular 
grain. 


G. H. Cuamer,t} Philadelphia, Pa.—May not the trouble be due to ° 
the porosity of the grain rather than to the form? Some grains are more 
porous and therefore will absorb more oil than others, and therefore re- 
quire more bonding oil. 


* Professor of Geology, Tufts College. 
* Michigan Survey (1907) 60. 
t Vice-president, Ajax Metal Co. 
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_A. A. Gruss.—To test a baked core, we make two test pieces, one, © 
similar to the briquette used for cement testing, is broken in a Wads- 
worth core-testing machine and used as a measure of the relative strengths 
of binders (when the same sands are used) and for the relative strengths 
of the sands (when the same binder is used). The other test piece is a 
cylinder, 5g in. in diameter and 3 in. long, which is used in the perme- 
ability test. In order to draw the air through the length of the core, this 
cylinder is immersed in molten paraffine slightly above the melting 
point, so that practically none is absorbed by the core; the ends of the 
core are then cleaned and one end is fitted into a small brass cylinder, 
that fits on the top of the aspirator column. The time required for the 
water level to fall from one mark to the other, in seconds, is taken as 
the measure of the permeability of the core; the larger that number, 
the closer is the core. 
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Coke and Byproducts as Fuels for Metals Melting 


By F. W. Sprerr, Jr.,* Prrrspurau, Pa. 


(Columbus Meeting, October, 1920) 


Tue byproduct coke oven is the most important artificial source of 
fuels for metals melting. Its products are solid, liquid, and gaseous in 
form, The amount of coke and primary byproducts obtained per ton 
of coal varies with the nature of the coal. The following represents the 
results obtained in many plants: ; 


Metalturgical coke (over'3% ti:) {)4 ogo ee, 69 per cent. of coal 
Domestic coke.(24 0.94. in.) oct. is ee eee a 


2 per cent. of coal 
Breeze (under 14 in.) 


Rare cn T RE ooh cs ota ts 4 per cent. of coal 


Surplus gas, cubic feet per net ton..:........................ 6600 
Gas for heating ovens, cubic feet per net ton................. . 4400 
flisecpatlone pernet tone) ete es tet ene ee. as cles. 9 
Ammonium sulfate, pounds per net ton..... 25 
Benzols; gallons permet ton..2:.5..0.. 0.2.50. vae- se cee ieee + 


All of these products, except ammonium sulfate, have important fuel 
value. Part or all of the metallurgical coke may be crushed or screencd 
to furnish additional domestic coke. If producer gas is used, there will be 
a surplus of 11,000 cu. ft. of coke-oven gas per net ton of coal. 

The use of coke in the metallurgical industries has been retarded by 
the mental attitude of writers who disregard the dependence of coke quality 
on the conditions of its manufacture. Terms like “byproduct coke,”’ 
“beehive coke,” “48-hour coke,” and “72-hour coke” are only generally 
descriptive and tell nothing of the coke quality. For example, one writer! 
stated that in brass-foundry practice, Connellsville coke is considered 
much superior to byproduct coke on account of the high sulfur content 
of the latter. Another? says, “At equal prices for hard Connellsville 
coke and for byproduct coke at the foundry door, the hard coke is un- 
questionably cheaper. It will melt more metal per ton than the byprod- 
uct coke and requires less labor, as the byproduct coke is less dense and 
burns faster, thus requiring more frequent firing.” A little study of the 
conditions under which coke is manufactured will show the error in mak- 
ing general statements like these. The percentage of sulfur in coke de- 
pends largely on that in the original coal, and byproduct coke from a 


* Chief Chemist, The Koppers Company Laboratories, Mellon Institute. 
1'W. R. Dean, Metal Ind., vol. 8, p. 461. 


2 U.S. Bureau of Mines Bull. 73. 
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given coal will have a little less sulfur than beehive coke made from the 
same coal. The density and rate of burning of byproduct coke depend 
on the coal mixture and its preparation and on the design and operating 
conditions of the oven. Any properly equipped plant can easily produce 
coke harder and denser than Connellsville beehive coke if it is desired. 
The modern byproduct coke oven has remarkable flexibility of ad- 
justment combined with constancy of operation. Temperature condi- : 
tions are controlled with such fine precision that the ovens are pushed 
and charged with clockwork regularity. Modern plants have run for 
years without losing more than a few minutes of ‘their original schedule. 
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SECONDS 


EN prTcH (ABOVE 350° C., 63.1 PHR CENT.), BY 


The control of coke quality by the use of different kinds of coal, by the 
method of preparing the coal, and by the regulation of conditions under 
which it is coked are becoming better understood. It is also possible 
to design ovens that will make coke of excellent quality from coals that 
were formerly considered unsuitable.” As a result, the range of coals that 
can be successfully coked in the byproduct oven is now far greater than 
that of coals suitable for beehive coking. 

One of the greatest achievements of modern byproduct coking has 
been to bring the most important elements of coke quality largely under 
the control of the operator, so that it is possible to produce coke conform- 
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ing closely to certain specifications. The basis for the specifications de- 
pends largely on the needs of the customer, who should have a correct 
understanding of his own requirements. When a given coke is compared 
with some other coke or other fuel, complete information regarding its 
manufacture is necessary. Furthermore, making a single series of tests 
and comparing the results thus obtained do not by any means exhaust 
the possibilities. 

The principal factors affecting the manufacture of coke are as follows: 
(1) kind of coal used; (2) preparation of coal (a) washing, (b) compres - 
sion, (c) pulverization, (d) mixing; (3) design of oven; (4) oven tempera- 
ture; (5) duration of coking; (6) quenching. Each of these factors is, 
to a large extent, controllable either in the design of the plant or in its 
operation. The design of the oven depends partly on the kind of coal 
available. 

With the proper selection of coals, coke may be easily made to con- 
form to the chemical specifications usually desired; the physical character 
is more difficult to control; it depends on each of the factors named. 
The addition of from 15 to 35 per cent. of Pocahontas or Somerset coals 
to high volatile coals increases the size and “blockiness”’ and diminishes 
the friability of the coke produced. 

Even with a restricted source of supply, the possible control over coke 
quality is great. Washing reduces the percentage of sulfur, ash, and 
sometimes, incidentally, phosphorus. Compression is largely: used in 
European practice for improving structure, but it has not been found 
necessary by any plant in this country. Pulverization has considerable 
effect on size, cell structure, and friability. The size, hardness, fria- 
bility, and, to some extent, the cell structure are considerably affected 
by the temperature and duration of coking. The quenching operation 
affects principally the moisture content. With a practical understanding 
of the effects of the different variable factors in various combinations, much 
can be done toward keeping coke at the desired standard. 

The results obtained with byproduct coke in the blast furnace are 
due not only to improvements in coke quality, but to a better understand- 
ing of the requirements of the blast furnace and improvements in blast- 
furnace equipment and operation. It is now generally admitted by 
blast-furnace men that the ideas prevalent 10 to 15 years ago regarding 
coke, especially with reference to its physical characteristics, were gen- 
erally wrong. One of these ideas was that the material must be left in 
the oven until practically all of the volatile matter was expelled. Experi- 
ence has shown that, for best results, care must be taken to prevent over- 
coking; the best practice is to push the ovens a little “green.” . 

It does not follow, however, that the coke which will work best in a 
certain type of blast furnace with a certain ore mixture is the one best: 
suited for metal melting. In certain operations, of which the blast fur- 
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nace is typical, it is desirable that the coke burn as rapidly as possible 
to carbon monoxide. In other operations, of which the iron foundry is 
typical, the essential thing is combustion to carbon dioxide. The coke 
must not burn too rapidly, as it will then tend to burn to carbon monoxide 
which is wasted above the metal. Strength is important in this case. 
In each case, the elements of size, hardness, and cell structure are inter- 
related in determining suitability. The ideal eoke for the iron foundry 
should have hardness, strength, heavy cell walls, and uniformity in size. 
Size and hardness are compensating qualities; the harder the coke, the 
smaller it may be. , . | 

In the melting of non-ferrous metals, oxidation and loss by volatiliza- 
tion are of prime importance; coke consumption is, to some extent, sec- 
ondary. Coke that would give the best results in a brass melting furnace 
would probably differ from that considered to be the best for either the 
iron foundry or the blast furnace. It will have to be decided, in each 
case, whether the advantage gained from using a special grade of coke 
or melting non-ferrous metals is not balanced by the increased expense 
involved in its manufacturing. Some data on various byproduct cokes 
are given in Table 1. 


TAR AND TAR PRopUCTS 


The use of coke-oven tar as a metallurgical fuel has grown steadily 
during the past few years. With the coals commonly used in a number 
of important plants, the yield is about 9 gal. per ton. It is estimated 
that 251,000,000 gal. of byproduct coke-oven tar were produced in the 
United States in 1919; the amount produced this year will, undoubtedly, 
be much larger. 

The characteristics of coke-oven tar vary somewhat with the kind of 
coal and operating conditions, but the data given in Table 2 are fairly 
representative. The heating values show that tar is a highly concentrated 
liquid fuel, its high specific gravity giving it about 10 per cent. more 
British thermal units per gallon than ordinary fuel oil. Fig. 1 shows 
the range of viscosity of a representative coke-oven tar from ordinary 
temperatures up to 100° C. 

The most important use of tar as fuel has been in the manufacture 
of open-hearth steel, where it has largely replaced or supplemented pro- 
ducer gas or fuel oil. The tar is generally atomized with steam; but some 
plants preheat it a little and use cold air for atomization. About 10 per 
cent. less tar than fuel oil per ton of steel produced is used under similar 
conditions. When working with hot metal, with about 25 to 30 per cent. 
of cold scrap, from 38 to 40 gal. of tar is consumed per ton of steel pro- 
duced. Tar makes a hotter flame than producer gas and greatly in- 
creases the capacity of the furnace. It is to a considerable extent com- 
bined with coke-oven gas or producer gas; the proportions depend on the 
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supply, at some plants the quantity runs as low as 5 gal. per ton. The 
resulting flame has better melting efficiency than straight gas, apparently 
due to its higher temperature and better radiating properties. Although 
tar has been used in Europe in brass-melting furnaces, in the same manner 
as fuel oil except for preheating, to the writer’s knowledge it has not been 
applied to the melting of non-ferrous metals in America. 

Raw tar for use in comparatively small quantities is difficult to ob- 
tain at present. It is estimated that an additiona! °° 8,000,000 gal. 
per year could be obtained, if all the beehive ovens now operating were 
replaced with byproduct ovens. The tar oils produced in the primary 
distillation of this material have been largely used in Europe, and there is 
considerable information regarding their successful application for the 
melting of non-ferrous metals. In America, on account of the demand 
for these oils by the dye and creosoting industries, they may not be avail- 
able as fuel for some time. Coal-tar pitch, however, might be used as a 
metallurgical fuel, if a successful method for applying it could be worked 
out. Pitch melts readily to a liquid similar to raw coal tar, and there 
seems to be no reason why, with preheating, it could not be burned in a 
similar manner. Fig. 2 shows the viscosity curve for a typical medium- 
grade pitch; other characteristics are given in Table 3. 


COKE-OVEN Gas 

The modern byproduct coke oven is not only adapted to the manu- 
facture of metallurgical coke, but is capable of furnishing coal gas equal 
to that manufactured in the ordinary gas retort. The annual consump- 
tion of coke-oven gas for domestic and industrial purposes, outside the 
iron and steel industry, is practically 40,000,000,000 cu. ft. per year, and the 
rate of consumption is being rapidly increased. A conservative estimate 
places the average yield at 10,500 cu. ft. per ton of coal coked; modern 
practice approaches 11,000 cu. ft. per ton of coal as an average. If all 
the coke produced in the United States were manufactured in byproduct 
ovens, the total gas production would exceed 900,000,000,;000 cu. ft. per 
year, which is more than the annual production of natural gas. It is 
estimated that the actual production of coke-oven gas during the next 
five years will be at an average rate of 480,000,000,000 cu. ft. per year. 
Of this, little more than one half will be available for uses other than 
heating the ovens. The more modern ovens require for the coking opera- 
tion only 40 per cent. of the heating value contained in the total gas 
evolved. With the increasing demand for high-grade gas, the tendency 
is to erect combination ovens, which may be heated with producer gas 
or blast-furnace gas, thus releasing high-grade coke-oven gas for sale. 

With properly selected coals, the modern byproduct coke plant 
will produce straight gas having a heating value of 560 B.t.u. per 
cubic foot after the removal of benzols. The present tendency in 
building coke plants for gas manufacture is to eliminate gas separation. 
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Table 4 shows typical analyses of coke-oven gas after the removal 
of hydrogen sulfide. Before purification, it contains from 300 to 700 gr. 
total sulfur per 100 cu. ft.; from 8 to 15 gr. of this is in combination with 
carbon, principally as carbon disulfides while the rest is in the form of 
hydrogen sulfide. The amount of sulfur is considerably less, in propor- 
tion to the heating value of the gas, than in the producer gas made 
from the same coal; and as producer gas is generally made from high- 
sulfur coals, the difference is even more pronounced. Producer gas 
also contains a higher proportion of carbon disulfide, which is much 
more difficult and expensive to remove than hydrogen sulfide. It is 
questionable whether the removal of hydrogen sulfide from coke-oven 
gas is ordinarily necessary where the gas is to be used in open-hearth 
steel furnaces. For general use in metals melting, though, the gas should 
be purified; this is readily accomplished by the usual iron-oxide process 
which is well established in the illuminating-gas industry. The cost of 
purifying is relatively much lower than that of purifying producer gas. 
The general advantages of high-grade gaseous fuels for metals melting 
have been frequently discussed. No preheating, recuperation, or re- 
generation of the gas is necessary ; it would be disadvantageous in the case 
of coke-oven gas, which readily undergoes decomposition when heated. 
The use of coal gas results in greater ease of regulation, reduced loss of 
metal, increased speed of heating, and longer life for the furnace. The 
advantages appear to be greatest in comparison with solid fuels; but there 
is also some advantage in each respect over oil. 

For five years, ending in 1909, the London Mint required 1100 lb. 
of coke on the average to melt one ton of metal; from 1911 to 1916, it 
required 12,220 cu. ft. of coal gas. The crucibles lasted approximately 
one-third longer with gaseous than with coke firing and the labor was 
about one-fifth less. Following are comparative figures for various 
metals: 

AppROXIMATE TEM- 


AppROXIMATE SPECIFIC Cusic Furr or GAs 


METALS GRAVITY anes toes c, Usep ppr Ton MELTED 
Gold eee er 17.3 1150 7,000 
Silverueseces 2 tae 10.35 1090 12,000 
Bronze....'..---- 8.9 1165 14,500 


All things considered, coke-oven gas is cheaper than any other high- 
grade artificial gas, and as it is coal gas of low specific gravity, it has a 
lower cost of distribution per British thermal unit than all other artificial 


gases whether of low or high grade. 
Lower GRADE GASES PRODUCED FROM COKE 


Not only is coke the principal fuel used in the manufacture of water 
gas, but it is an important material for the manufacture of producer gas, 


es é; Saga 
646 COKE AND BYPRODUCTS AS FUELS FOR METALS MELTING 


and the application of both of these gases in metals melting is rapidly 
growing in favor. 

Carburetted water gas may be omitted from consideration, because 
the increasing prices and poorer grade of gas oil have greatly discouraged 
its manufacture. The gas oils that, until recently, were used with ex- 
cellent results as carburetting material are no longer supplied by the 
oil refiners and must be replaced by the so-called fuel oils, which cannot 
be used as efficiently, if they can be used at all. 

Blue water gas, on the other hand, needs only coke as the source of 
its fuel value and is excellently adapted for many metallurgical purposes. 
It has a heating value of 300 B.t.u. per cubic foot: , and stands midway 
between the high-grade gases, of which coal gas is typical, and the low- 
grade gases, such as producer gas, for use in ordinary melting furnaces. 
Its flame temperature is sufficiently high so that it does not require 
preheating. It is well suited for manufacture in comparatively small 
quantities. The cost of manufacturing varies principally according to . 
the price of coke. With this at $5 per ton, the cost of production, in- 
cluding fixed charges, may be taken as approximately 22 cents per 1000 
cu. ft. Blue water gas may contain 70 gr. or more of hydrogen sulfide 
per 100 cu. ft. and may require purification for some melting operations. 

One of the principal advantages of coke over other fuels as a source 
of producer gas is that the operation of cleaning the gas is comparatively 
simple and inexpensive. As an economic proposition, the manufacture 
of coke producer gas is much less wasteful than the use of bituminous 
coals in producers without byproduct recovery, although with byproduct 
recovery the use of coal may be advantageous. With coke at $5 per 
ton, the cost of clean producer gas of 130 B.t.u. per cubic foot may be 
estimated as approximately 6 to 7 cents per 1000 cubic feet. 

Of considerable potential importance is the manufacture of mixed 
gases by the byproduct coke plant. Ina number of projects, it is planned 
to convert part or all of the coke produced into blue water gas or producer 
gas and to mix the surplus of this gas, which is not used in the plant, with 
the coke-oven gas. In a balanced plant operation using producer gas 
made from coke to heat the ovens and converting the surplus coke into 
blue water gas, there would be produced per ton of coal 33,100 cu. ft. 
of mixed gas of 380 to 385 B.t.u. per cubic foot. If all of the surplus 
coke is converted into producer gas, there is produced per ton of coal 
86,100 cu. ft. of mixed gas of 180 to 185 B.t.u. Such mixed gases are 
destined to be important industrial fuels, especially as supplementing 
natural gas. 

The cost figures in this article are approximate and should not be con- 
sidered as indicating the relative value of the fuels. This can only be 
determined by a special study of each proposition. 
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TaBLE 2.—Characteristics of Typical Byproduct Coke-oven Tar 
MOIStUTe, DOF CONTA. mg See Et ohare te Ee 2,2 kee 1.50 
Specitic gravity (15°) Os) iy eee ee ae 1.165 
Pounds per gallon vist gtwmeeion) cof se ae ee oan, | cha. hoa 9.70 
Ccestisient of expansion Peral= O's ex 4 sy Waa eee «soon xs cake 0.000588* 
British thermal units per pound (gross)...... ad hated ES a ED 16,200 
British thermal units per gallon (gross).....................\........ 157,140 
FAAS POU, eRTCES Creer owe ee Bee OU ne ere ne ee ae Ach...  SORDSIe 
Mreercarbons per centan, Aa aaae ales en alae. Ate a RA wate ke oo 4.00 
DUNUT ADEE CON bry. carne othe) Bele ay ies, Ree Ten ee oe ae aed Ds 0.60 
PISLURDIEP CCN Oia AW TE Bie niuciy ada Sw crapie aed dips eine: a 0.05 
Distillation : 
Laigigoils (to.1/0°: C,): per cent. .2 <: <0! gees tnd ee ee 0.50 
Mindie oils (170=270° C.) percent... .. 5.5. eee ee 19.50 
Heavy oils(270-350° C.) percents. ake ee es ee ee 20.00 
LENO, [eee CHM, ooo aoonouue . 60.00 


*This figure is not to be confused with the specific gravity correction which is 
0.000685 per degree C. to be added to or subtracted from the observed specific 
gravity to obtain the true specific gravity at 15.5° C. 


TaBLe 3.—Characteristics of Byproduct Coke-oven Pitch 


Melting, pointa.desréees C. a-- Ser ance wate we ot, a es 85 
ppeciic gravity (LOG) 4. rs. ae eer meee e Ree ASG Re ole mie 1 a 1.25 
British thermal units per pound....+.................... . 15,500 to 16,000 
ashy point, degrees (Cs smsttge. a hopes eee ae ee. ALE 160 to 232 
PCE CATDON DEF CEN hte swe. sen ee eee che ee 20 to 25 
Pexcu-carhon, per Gents, xtc, 5 as axa na-cieay beatles Ce 30 to 35 
UttimaTe ANALysIS 
RAC UON TDOMCG Bete Wh 2.7. Fane hem sron vba ee ee 92 to 93 
PIVGTORSI Ep DEEICEME Yui esc Wath cs sian baat hic onal 3 to 5 
PUAPORGU DE CONE att Som vate aco de Aen he ee oe 0.6 to 1 
Drv eM DCD CONDE. 2hy.teratsaltis sas or alas? wis cmnnpd ai enh ates ie eee 0.0 to 2 
SE DEAE COU lgedve Rc desi Santo” PS dw ae oer ee ORO eee ee 0.5 to 1 
PEM DOI COM en citer b. Pale wl ots oy eae PT, ead She 0.05 to 0.4 


TaBLE 4.—Typical Analyses of Gas from Koppers Byproduct Coke Ovens 
Et oe ee sree 


| Ium- | ee 
0+ inants s a0 Hs | CH«| Ns | Btu. | Sporifo 
| r* 7 
Straight gas, before re- | 
moving benzols......... | 2.2) 3.5 |0.3| 6.8] 47.3 | 33.9 |6.0|° 591 | 0.44 
Straight gas, after re- | 
moving benzols........./2.2/ 2.6°/0.3/6.9/ 47.8 |34.2/6.0| 562 | 0.49 
Rich gas, before removing | 
benz0ls......... 5), cep P2e0y 4e8e1 0.2 | Gee 46°3 |35.0/5.3| 680 | 0.45 
Rich gas, after removing | | 
benzols:ts--.++->.--+--| 2,6] 8.29021 64146.8 135.4154) 605s Ode 
Lean gas, before removing | | | 
benzols................|2.1] 2.0 0.3) 6.0) 57.0 /27.0|5.6| 528 | 0.38 
Lean gas, after removing | | 
| | 
Penzelsiasvare+-+s.-34/ 2.1) 1.0 10.3 )6r1 Sy opier aa 5 ego zelnnee 


Note.—These analyses are taken from differen 


different coals and somewhat different operating 


t plants and consequently represent 


conditions, 


? 


Blue Water Gas x Cc 


REET Se sic, cs 2 5 re age eres 6.2 5.0% 7 
Ns ss eae eT 0.8 0.0 
Re Resa). A pe 23.0 
lh. < oct ete ao ETO aera 9.0 14.0 
OS. ec a ee ele 5.0 58.0 
‘British thermal units (gross)....... He See 305.0 128.0. 
_ British thermal units (net) .............-. det em ssp) 120.0 
DPECIEC PTAVILY ceo cern ee: © te eee = 0.55 0.87 
Flame Temperature: | ; 
@oldiairtss2c-4 84 3. ers Ab: See Se 92078. 1495° C. 
reheated airs(b002.C: = epee ieee eee 21104. 1650° C. 
Air Requirement: © > ‘ 
Cubic feet air required for complete combus- ral 
fiom Of lteter SASeeo eer ee, Sian: 2.17 \ 0.89 
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Reclamation of Metal from Brass-foundry Refuse 


F, L. Woitr* anp G. E. ALpErson,t MANSFIELD, OHIO 


(Columbus Meeting, October, 1920) 


TuE reclaiming of metallics from slag and sweepings is of vital in- 
terest to every brass-foundry man, but the first cost and interest on the 
~ investment often make it prohibitive for the small foundry to enjoy the 
benefits of a complete concentrating unit. However, the cost of such 
an installation and the cost of operation are often exaggerated to such 
an extent that foundries dispose of their copper-bearing refuse at a great 
loss. This paper gives the actual costs and the returns obtained in the 
reclaiming plant used at the Ohio Brass Co. This plant is divided into 
two sections—the preliminary treatment and concentrating departments. 
In the former occur the screening, crushing, and hand-picking operations 
‘whereby most of the non-valuable and heavy metallic constituents are 
removed. The concentrating equipment consists of an elevator, bins, 
jigs, ball-mill, and table. 


PRELIMINARY TREATMENT 


The preliminary treatment varies, depending on whether the material 
is slag, foundry-floor sweepings, or brass casting-floor sweepings. Material 
of the first class is produced from the operation of six Steele-Harvey and 
six Schwartz furnaces; the second class represents sweepings from an 
average of thirty-five molding floors per day; and the last is collected 
around the sprue cutters and knockout bench. 


Treatment of Slag 


The slag, analyzing 30 to 40 per cent. copper, is passed over a 3-mesh 
yard screen (Tyler standard mesh) stretched on an inclined rectangular 
frame supported by adjustable legs and equipped with a hopper which 
directs the undersize into a barrow. The fine product, running about 
20 per cent. copper and representing 20 to 25 per cent. of the total slag, 
goes direct to a storage bin for concentrator feed. The oversize is 
charged into a No. 2 Hill cinder crusher, which takes 175 to 200 Ib. toa 
charge and crushes two charges per hour through a No. 4 riddle. It 


* Technical Superintendent, The Ohio Brass Co. 
t Metallurgical Engineer, The Ohio Brass Co. 
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requires 6 hp. and operates at 36 r.p.m. The undersize from the riddle 
goes to the storage bin and the oversize, after treatment with a hand 
magnet, to the metal room. At this point, 30 per cent. of the material 
charged to the crusher is removed as heavy metallic and the fines for 
concentration treatment carry 20 per cent. copper. These percentages 
are, of course, subject to change due to the character of the metal charged 
to the furnace and to the care in skimming. . The flow sheet is shown . 
in Fig. 1. 


Fig. 1.—FLoW SHEETS FOR PRELIMINARY’ TREATMENT. 
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Treatment for Foundry-floor Sweepings 


Foundry-floor sweepings consist of heavy metallic, spillings, cores, and 
sand. The material for hand picking is removed by the 3-mesh, screen 
and represents 20 to 25 per cent. of the total weight. This is hand 
picked on a 3-mesh riddle for metallic, nails, and waste. The metal re- 
covered is about 5 per cent. of the original sweepings.. A small amount of 
undersize obtained from this riddle is added to the material passing the 

‘yard screen. The undersize from the yard screen goes to a Combs 
gyratory riddle using a 40-mesh screen. Material remaining on the 
riddle, say 12 per cent. of the total sweepings, averages 30 per cent. copper 
and is ready for concentration. Material passing this riddle, about 65 
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per cent. of the total sweepings at 0.30 per cent. copper, goes to the tailings 
dump. The flow.sheet is shown in Fig. 1. 


Treatment for Brass Castings-floor Sweepings 


Brass castings-floor sweepings contain heavy metallic, light metallic, 
nails, wires, broken cores, and core sand. This is kept separate from 
sweepings taken around the grinders, of which the quantity is so small 
that the treatment will not be discussed. The procedure is quite similar 
to that in use for sweepings from the foundry. The 3-mesh yard screen 
removes 20 to 25 per cent. for hand picking and the recovery of metal 
is the same as from foundry sweepings. A small percentage of nails is 
also reclaimed. Undersize from this yard screen goes to screen of 
similar construction, but with a heavy 10-mesh screen, set at an angle of 
45°. The coarse material from this, 10 to 15 per cent. of the total 
sweepings and approximating 5 per cent. copper, is taken to the concen- 
trator bin. The fines, about 65 per cent. of the total sweepings, analyze 
less than 1 per cent. copper and go to waste. The flow sheet is shown in 
Fig. 1. 

CONCENTRATING DEPARTMENT 


In the concentrating department, the feed is charged, by elevator, 
into a 70 cu. ft. (2 cu. m.) steel feed hopper, the bottom of which is 
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Fig. 2—FLow sHEET FOR CONCENTRATING MILL. 


equipped with an automatic feeder that will pass such stray foreign sub- 
stances as wires, nails, or large pieces of slag. This feeds to a two- 
compartment Woodbury jig classifier, which operates at 200 r.p.m. and 
is driven by a 5-hp. motor. The first compartment, 12 by 21 in. (30.5 


al eal = Goan | -~S © 
ee “ia a 
oe 
: 
4 ft 


F. L. WOLF AND G. E. ALDERSON 653 


by 53.3 cm.) has a 10-mesh screen and a 13¢-in. (3.5-cm.) stroke. The 
second compartment, 18 by 24 in., has a 6-mesh screen and a 34-in. (1.9- 
em.) stroke. The classifier requires from 40 to 50 gal. (151 to 189 1.) of 
water per minute; 17 gal. go over the tail board to the table and the 
balance is discharged with the concentrate. Both jigs discharge a fine, 
or hutch, concentrate, which passes through the screens and downward 
against the water pulsations. The hutches, after being discharged from 
the machines, are combined and carried by launder to a 40-mesh riddle 
set over a settling tank. The coarse concentrate, discharged from 
above the screen on the second compartment, is caught on a 10-mesh 
riddle set over the same tank. A man stationed at this point changes 
and cleans the riddles at frequent intervals. By this method, all fines 
are washed out and a clean high-grade metallic is secured. A small 
amount of slime rich in metal is recovered from the settling tanks and 
hand-fed to the Deister table. The water overflowing from this tank is 
carried to the main sump. ‘The water passing over the tail board goes to 
the table and then to the sump. ‘The latter serves the double purpose 

’ of settling tank and reservoir, a small centrifugal sand pump being used 
to return the water to the machines. 

The metallic recovered in the form of coarse jig concentrates, after 
drying and passing over a Dings M-2 separator, is taken direct to the 
metal room for re-use. It is almost pure and represents 60 to 70 per 
cent. of the total metallic in the feed. The hutch concentrate shows 65 to 
70 per cent. copper and carries about 20 per cent. of the metallic in the 
feed. It is dried and sold. 

The tails from the second jig are conducted into a scoop feeder on 
a 3 ft. by 9 in. Hardinge ball-mill. This feeder carries a heavy 14-mesh . 
screen and all feed passing is by-passed around the mill and joins the 
discharge. The mill is loaded with 500 Ib. of chrome-steel balls, maxi- 
mum size 214 in. It operates at 36 r.p.m. and requires about 6 hp. All 
discharged material is crushed to 60 mesh or finer. 

The fine pulp is conveyed by launder to a No. 3 Deister slime table. 
The copper content is from 4 to 5 per cent. or say 13 per cent. of the total 
metallic inthe feed. Three products are made: 7.e., concentrate, mid - 
dlings, and tailings. When a regular run is completed, the table is re- 
adjusted and the middlings refed at the head end. The middlings then 
produced are classed and thrown out with the tailings. The table, it- 
self, has been re-riffled. The arrangement was retained but the present 
riffles are double the thickness of the original ones. It is operated at 260 
r.p.m. with a }4-in. stroke and requires 14 hp. The consistency of the 
feed is 20 to 25 per cent. solids. The water for the table comes from the 
jigs and through the Hardinge mill. The amount can be controlled by 
opening or closing the apertures for hutch and coarse concentrate dis- 
charge. The small amount of makeup water required by the system — 
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2 to 3 gal. per minute—is supplied as wash water for concentrate and mid- 
dlings. These, as well as the tailings, are caught in large tanks, the water 
overflowing from the concentrate to the middings to the tailings tanks, 
thence to the main sump for re-use. When the table is used alone, 
water is supplied through a by-pass. Concentrate as rich as 65 per cent. 
copper can be produced, but it has been found advisable to hold it to 
between 40 and 50 per cent. copper. With a 45 per cent. concentrate, 
the tailings will carry 0.7 to 0.9 per cent. copper, which is equivalent to 
a loss of approximately 1 to 2 per cent. of the total metallic fed to the mill. 
Screen tests have shown that 60 per cent. of this loss is in the form of 
metallic finer than 150 mesh. The concentrates are dried and sold on 
the copper content basis. 

All drying is done in a sheet-iron oven 30 by 30 by 72 in. (76.2 by 
76.2 by 182.8 cm.). This holds twelve trays, each 24 by 30 by 2 in., so 
set that the heat travels under and over each one. Gas is used for fuel 
and the burners are two extra heavy 2-in. (5-cm.) perforated pipes. The 
capacity of this oven is 1500 lb. (680 kg.) of heavy concentrates per charge 
and 6 to 8 hr. are required to dry this amount. 

TABLE 1 .—Quantities and Analyses 


Per Cenr. CopprmrR 
BY ContTENT, 
WEIGHT PrER Cent. 
Recovery; Metallics aque aes eee ee aoe 6.0 
Jig feed, 3 to 40 mesh............:-.0.. 12:0 20:0-to 30.0 
Foundry- Jig feed from hand picking............ 5.5 20.0 
floor Reject; Cores. cies cae ee ae eee ee 
Sweepings Fines through 40 mesh................ 65.0 0.2-0.7 
Production: 100 Ib. per day per molding 
floor. 
Recovery: Metallic. . NG het, 5.0 
Jig feed, 3 to 10 mea ae 45°. ye teb Dell 0 5 to 10 
Brass Jig feed from hand picking............ 9.0 10 to 15.0 
Castings- Nails. . SP eatin Maks eee kc Ne. 1.0 
floor Reject: Gores IS), Er areneee, oe Le epee orate OO 5.0 
Sweepings Wires 30%, it SO, Se ere 3.0 
Fines through 10 mesh at 45°........... 66.0 0.5-1.0 
Production: 1500 to 1700 Ib. per day. 
Undersize from 3 mesh......... 5 es 20.0 
Undersize from 4 mesh nee crushing anaes 54 15.0 to 20.0 
Foundry Slag Metallic recovered after crushing...... 23 75.0 to 85.0 


Production: Steele-Harvey, 50 lb. slag’ per 
ton metal melted. 
Schwartz, 142 lb. slag per ton metal melted. 


Heads’ \.:.... AU), 2a, ep ee ee SORE: 20.0 to 25.0 
aalinges.& 9.00.2 e eee eae eee Pit A) 68 O57, to, 089 
Goaeentea hip Jig hutch. ...i.0: Jee ee ee 8 60.0 to 70.0 
Jig concentrate.......... ao eae ete ee 18 70.0 to 80.0 
Mable feedic....), "ss anya eee 400 to 5.0 
able concentrate. -../)) =) a ae 6 40.0 to 50.0 
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The Dings magnetic separator is used principally for borings and chips 
rom the machine shop; the washings from the jigs constitute a very 
small percentage of its burden. 


EstTIMATED Cost OF A COMPLETE RECLAIMING PLANT AND OTHER Data 


The following costs must be accepted only as approximations on 
account of the rapidly changing market. Furthermore, erection costs 
as well as housing, overhead, and upkeep are not mentioned because they 
would vary greatly in individual plants and locations. 


For PRELIMINARY TREATMENT » For ConcENTRATION 
CGrureatory TIGdILE «ctx 6 cus sles $150.00 Elevator and bin..... esd itites $2000.00 
Yard screens (2)........-..-- 50.00 | Woodbury jigs.............. 800.00 
Hill cinder crusher Re RE 450.00 Harding's mill eer ren era: 1200.00 
Barrows, riddles, ete.......... 100.00 Deister slime table.......... 500.00 
otal. S266. 00. den ae $750.00 PUMP gF9 se ole eens ote ies 300.00 
ARMA: 8. oCGR toe a Oe TRO Meee 200.00 
Drying stover....4-.-m---95 | 200,00 
Ota eee heute os er Os UU LOU 

TPotaloplant ame rs $5950.00 


Data ON OpERATING LABOR AND POWER 
PRELIMINARY TREATMENT 


Screening slag over a 3-mesh yard screen...........-.-.-. 1 ton per man-hour 
Screening sweepings over yard screens.......-----+++++55 1 ton per 134 man-hour, 
Riddling sweepings on a 40-mesh gyratory...........+++: 1 ton per 244 man-hour. 
Pia FRCL Sect ie hae gbTo EP ra cia sol < ord aT 1 ton per 15 man-hour. 
(Gia sesranl LNA crore We ee ee eg reo aia co bla eoitprape 1 ton per 6 man-hour. 
PEM CR BV POW CR erat cs Boo uate itt an 8 sn Sa Fa at Sie 2 Fe 1 ton per 27 kw.-hr. 
: CoNCENTRATING 
iLalboee IWIN Ako SS Seen cnn Gee cece o bloeat es io ote 1 ton per man-hour. 
IM MECAIBITIARIS, «oc dee doo oodeere nooo a fe cauebR Escorts 1 ton per 9 man-hour. 


Power: Elevator, 3 hp.; jigs, 5 hp.; ball-mill, 6 hp; table, 1¢ hp.; pump, 2 hp.; 
magnetic separator, | hp.; gyratory riddle, 4@ hp. 


PROPOSED CHANGES 


Several important changes are contemplated in the foregoing equip- 
ment. These will be directed toward increasing capacity, decreasing 
labor and power, and gaining a more uniformly sized feed for jigs and 
tables. It is proposed to place a 3g-in. (9.5-mm.) mesh screen on the 
driving end of the Hill cinder crusher. Inasmuch as the finer material is 
displaced by the heavier and works to the top, the mill can be charged 
continuously for 3 or 4 hr., or until the accumulation of heavy metallic 
interferes with the operation. The fines will be discharged continuously 
through the screen and into the elevator boot. Experimental tests have 
indicated that the capacity of the mill will be doubled and possibly tripled. 
This is in great contrast to the present method of operation, where the 
charge must be completely emptied every half hour, hand-riddled, and 


then hand-fed to the elevator. 
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Another proposed change is to have the elevator discharge on to a 
Dings magnetic pulley, thence on to an impact screen. The sized prod- 
ucts from this screen will go to separate bins, one for coarse, or jig, 
feed, the other for fine, or table, feed. The advantage of this arrange- 
ment would be the extraction of all nails, wires, and tramp iron before 
the feed gets to the concentrating machines and the elimination of fines 
from the jigs. This should result in an improved grade of fine and coarse 
concentrate and a decrease in labor and power. A device is also under 
consideration for dewatering and discharging the jig concentrates into 
a barrow. 

The removal of tailings from the settling tank is extremely laborious 
work, inasmuch as they are sticky and pack tightly. A scoop conveyor or 
a dewatering cone with a sand pump have been suggested for this purpose. 


A REPRESENTATIVE RUN 


The complete records of a representative run are given herewith. All 
slag, foundry-floor sweepings, and brass castings-floor sweepings produced 
in a week were segregated and full data recorded on their treatment. “In 
this period, 750 lb. (840 kg.) of slag were produced from the melting of 
30,000 Ib. of metal in six Steele-Harvey furnaces, and 7916 Ib. from the 
melting of 112,000 lb. of metal were melted in six Schwartz furnaces. 
These slags, when combined, carried 38 per cent. copper. The subsequent 
method of treatment has been outlined in the foregoing. There were 
21,600 Ib. of foundry sweepings, the clean-up from an average of thirty- 
five molding floors per day. The brass-castings sweepings, 10,000 Ib., 
were representative of the clean-up after handling small valve and railway 
castings poured from 71 tons of metal. 


PRELIMINARY TREATMENT ON SLAG 


; Pounpbs 
From melting 56 tons in Schwartz furnaces, slag and skimmings................ 7916 
From melting 15 tons in Steele-Harveys, slag and skimmings................ 750 
Lokal elec from. 7 istons melted s . ficou dicea> aoc aides ties be 8666 
Undersize through 3-mesh yard. screen,.c..<...cn v/s). 0 8 Gee. eee 1993 
Oversize to cinder mill vs.) UA Bei OU ae eee ba. 6673 
Metallic recovered jafter-crushirie€))..,s4a%s 8 Printalet cede Ree | ae 1967 
Balance through No. 4Tiddle, .1.< chsh asa aes ck ee avon ee ee 4706 
Wndersize from yard sereen..ti),.. ss pletion eae ee 1993 
Feed for, concentrator. +... ok}. «ius. Hama sacreeh cease Geek ea 6699 
Costs: Screening in yard, 4.5 man-hours, at 55¢................-... $ 2.48 
Cinder mill,"20.5.man-houre, be. = ui eee eee eee TU ay 
Labor, 25.0 man-hours. '\).7.4.4) ee ee Sie 
Power;'89 kw i-hr..::. 27/300. ) RRR SU ee 1.78 
Blab COBb OS sei ve tla sek «20 ea Pattie Sti A eet & 15.53 


Credit on metallic returned to the metal room, 1967 lb. at 17¢. . .$334.39 


: : : Pounps 
PRADO OAS rrr 1,296 
(Garnantimennr’ TOS bee eel 3,770 
IRGIGGE. COTS: yee coche enone 2a a 2,484 
RICHEUN ARPES CEES cc oc ce ou ee ORE sce c saute ve tuenne 14,050 
Worwell Waite h. - Geaohtae eae Ce cee ek oe ee RE sce SS See 21,600 
Costs: Screening over 3-mesh, 16.5 man-hours at 5Gou" gocmek $1: 07 ds 
Riddling over gyratory, 22.0 man-hours at 55c...... 12.10 
Hand picking, 36.0 man-hours at 55 ¢........... e740 19:80 
Mabort 74.5 man-hours... ..0es eee ee ae ae eitnd0 80705 
Power: Spkw-hr gsi): ok tas cae ee ee Se 0.06 


ls tzeost.o 22: cy en. os a eee Ea om onnee 41.03 
Credit on metallic returned to metal room, 1296 5 Ib. at 17c... $220.32 


PRELIMINARY TREATMENT ON Brass CASTINGS-FLOOR SWEEPINGS 


‘= PounDs 
Tecate INIGIGING: ce Syau ogo 8 She Sala ebm oor ete ores pee see oe 440 
Gancemiratomrceds. cite eet se eh neg e Pet. A ee 2,000 
INATIS ape eee fier tents dictetees © BoP cast hs ape te ier, 130 
Ree eee tee ee ete Fa te ai asin ater eee 410 
Wikign oe dg hr he Bot) So ee IBA oe ele ne ir ie eae 400 
TIDE aul cha h ia ele ieee ce einai ee eee wei 6,620 
PE OEAL weigher hi S1ee- la Sern od ew ine gs ale ee oh oa as 10,000 
Costs: Screening over 3 mesh, 7.5 man-hours, at 55c.... $ 4.12 
Screening over 10 mesh, 6.0 man-hours, at 55c..... 3.30 
Hand picking, 19.5 man-hours, at 55c............. 10.78 
Labor, 33.0 man-hours..........-----2--05+e sere 18.15 
PO Werte telat See ich ie hd ers ccd td reece ole dastre bts None 
TEL TUEC OST een mer tee teres ech genege ae baee a Tai 18.15 
Credit on metallic returned to metal room, 440 lb. at 17c. $74.80 
CoNCENTRATING TREATMENT 
Pounps 
fp-sedie SUNY ATRING LE Tele perce A pele Ree a Cae Ee ae 6,699 
From foundry sweepings..........-2-.--e sete rece teste ete 3,470 
From brass castings SWeepS.......6-e eer cere cette eee tenes 2,000 
Mere elit cet tee Peers te hse an kd >. = sn OER nD Senco anne 14 eee + phonies 12,469 


At 23.6 per cent. copper this equals 2943 lb. copper. 


Recovery: Jig hutch (fine), 912 lb at 65.75 per cent. copper......------ 600 
Jig concentrate, 2300 Ib. at 85. 00 per cent. copper......-------++++- 1,955 
Table concentrate, 743 lb. at 42.00 per cent. copper....-----------> 312 

Loss: Tailings from table, 8514 lb. at 0.90 per CeltiEcOp Deltas en erie 76 


Accounted for, 12,469 Ib. at 23.6 per cent. copper....-----+++-+++5: 2,943 


VoL. LXIv.—42. 
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Hours 
Runnin getim 6i> WlevAtOteens 2. «70 acts.cicrs a eeeEeEeoe ors. «. = ae eee eee 5 
digs, ball-miull and table,, ..: 02. -asiea.. .<.. 4 steer 8 
Ballemill"andstaplesalonew steerer... 8 yee ee 3 
Drying’ StOVOmag- TaN oo. elon LR tek eid ae 24 
Magnetic separator....... Be soda reals PEM te? si dao,.c cag eee ee 3 
@osts: Elevator, oO man-hours) RtrpoC sae es ee) eo 
Heed elo MMAn-lours aly OOCeR eee een eee ne mete 6.60 
Pailings il laman-hours at) oocsas see ane tee OL O5 
Concentrates, 22 man-hours at 55c................. 12.10 
Miscellaneous, 10 man-hours at 55c................. 5.50 
Labor; 60 man-hours....02. 4084 eee eee 33.00 
Power levator’ ss cr, nes oe ee ee 0.24 
JIBS Seach Shiai ar Viece Rete oe 0.60 
Baller oc 32) eee ee 1.00 
Tablets io. ocvid. 2 SE es ee ee 0.16 
Uma pais: 5: sane ed Ot ee ee ee 0.32 
Magnetic separator. ten. hae i eh ee 0.04 
Plat COSts 2 cae Seite Coed fete Rene Sie eee $35. 36 


Credit on coarse jig concentrate returned to metal room, 2300 lb. at 17c., $391.00. 

Credit on fine jig concentrate to market, 912 lb. (600 Ib. copper at 18.5 ¢. less 
4c. smelting charge, $87.00. ; 

Credit on table concentrate to market, 743 lb. (312 lb. copper at 14.5 c., $45.24. 

Total return on concentrates, $523.24. 


CONCLUSION 


The foregoing shows that the returns on a plant of this type are far in 
excess of the costs, even after such items as overhead, depreciation, in- 
terest, rent, upkeep, etc. have been properly charged. This end is 
attained primarily through the removal of the large burden of low-grade 
material by cheap screening methods and the consequent decrease in 
quantity of material to undergo concentration. Furthermore, the 
operation of such a plant, .once installed and properly organized, is ex- 
tremely simple. Any intelligent man can be taught, in a few days, to 
supervise the operations and care for the general mechanical adjustments; 
but a man familiar with concentrating machinery should frequently 
inspect the machines, supervise the special adjustments, and watch the 
routine as well as character of the feed and products. 

The same equipment could, no doubt, be used to advantage in a 
foundry of much smaller capacity. But the small foundry that cannot 
afford a complete installation should give the copper-bearing material the 
preliminary treatment, to remove the excess of low-grade material and 
reclaim all heavy copper. The high-grade fines, about 20 per cent. cop- 
per, may then be sold to a concentrating or smelting plant. Another 


plan would be to crush. to a fine pulp in the cinder mill all values recovered 
by preliminary treatment. 


Two charges of foundry slag, each of approximately 300 lb., were 
crushed in the cinder mill for 90 min. and the product screened over 4, 8, 
and 20-mesh riddles. 


On 4 mesh, 77 lb. contained 77 lb. metallic. 

On 8 mesh, 42 lb. contained 42 lb. metallic. 

On 20 mesh, 48 lb. contained 41 lb. metallic. 

Through 20 mesh, 395 Ib. contained 89 Ib. metallic. 
Total, 562 lb. contained 256 lb. metallic. : 

Metallic in slag, 45.5 per cent. 
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Practically all slag in a 300-lb. charge ¢an be crushed to pass a 0 .050- 
in. opening at a cost of 50 to 75 ce. The metallic above this size may be 
recovered by screening and the product passing the screen may be 
treated in a series of hydraulic trough classifiers. This method should 
yield a recovery of 90 to 95 per cent. of the total metallic, as against 98 
to 99 per cent. whén using a jig and table. 


DISCUSSION 


J. L. Jones,* East Pittsburgh, Pa. (written discussion).—The fact 
that. such a large proportion of foundry and castings-floor sweepings 
can be reduced to under 1 per cent. copper content by merely screening 
is of special interest. It means that these sweepings can be concentrated 
over 50 per cent. without any other equipment than a 40-mesh screen. 

The amount of slag given as produced by each Schwartz furnace, 
142 lb. per ton of metal melted, seems excessive; our Schwartz furnaces 
produce 84 lb. of slag per ton. Possibly the high figure is caused by fine 
grindings or turnings being included in the charge. Where the tonnage 
of such material is sufficient, the establishment of a smelting department 
would mean cleaner castings and less loss in machining. 

The copper content of 1 per cent. or less for the tailings can be main- 
tained only by careful supervision of the entire process. The tailings 
in the average plant will run over rather than under this amount. While 
1 per cent. of copper, or 20 Ib. to the ton, may not repay the labor spent 
to reclaim it in isolated brass foundries, if central reclaiming plants, 
which are possible in large cities, were installed, tailings running 1 per, 
cent. copper could be easily treated with profit. In this connection, 
the various leaching processes should be of interest, especially the am- 
monia leaching process, because this gives a very pure copper oxide. 
Lawrence Eddy gives the cost of leaching 450 tons of mill tailings per 
94 hr. as 84.9 c. per ton. The ore ran 0.85 per cent. of copper and the 
waste from it 0.17 per cent. copper.’ 


* Metallurgist, Westinghouse Elec. & Mfg. Co. 
1 Practical Considerations in Ammonia Leaching of Copper-bearing Ores. Chem. 


& Met. Eng. (Apr. 1, 1919) 828-334. 
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A reclaiming plant equipped for ammonia leaching, or some other 
leaching process, might be commercially possible if it were conveniently 
located in a large brass-foundry. center. The refuse sand might also 
be used for building purposes. 


G. E. ALpprson.—Metallic returned to the foundry is valued at the 
market quotations on metal contained. Material for shipment is valued 


on the copper content at from four to five cents per pound under New 
York quotations. 


G. H. Cuamer,* Philadelphia, Pa~—We have had quite an elabo- 
rate concentrating equipment during the past 10 or 15 years but prior 
to the war we realized that we were not getting the recoveries we should 
as our tailing losses were quite high. Investigation showed that a 
fairly large percentage of the metal content of the tailings was in the 
form of oxide. It is practically impossible to recover the oxides by any 
concentrating method. We investigated the ammonia leaching process, 
because with the ammonia leaching it is possible to recover not only 
the copper oxide but also the zinc oxide. I am not certain that an 
installation of that kind would be a commercial success. Its cost is 
fairly great, because air-tight tanks are required. We are now remodel- 
ing our plant. Prior to the war, it was estimated that this remodeling 
would cost about $40,000; now we find it will cost $100,000. The 
efficiency of any concentrating plant will depend almost entirely on the 
amount of money spent, and when considering the expenditure for the 
installation it is necessary to consider the tonnage that can be put through 
it. The cost of the equipment must be balanced against tonnage put 
through and the recovery that will be made. 

The paper of Messrs. Wolf and Alderson is the most practical one on 
the subject that I have heard. It gives actual figures that I know are 
very nearly correct. The authors make no extravagant claims regarding 
metal recovery, but the recovery is good. 


EK. E. Tuum,t New York, N. Y.—Foundrymen may not realize that 
the bulk of copper comes from very low-grade ores. Metallurgical 
engineers have found that sulfides are fairly easy to concentrate by 
gravity methods or by flotation. But oxides do not concentrate very 
well though they may be leached by several solutions. For a central 
plant handling 1 per cent. oxidized tailings such as Mr. Jones suggests, 
to be a commercial success, a large amount of uniform material must be 
handled. Leaching plants in the west daily handle thousands of tons of 
ore each. I would not want to infer, however, that a smaller installation 


* Vice-president, Ajax Metal Co. 
+ Associate Editor, Chem. & Met. Eng. 
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could not be a success, but to be a success it would have to receive the 
Sweepings of a great many foundries. 


O. J. Mousserrr, New York, N. Y. (written discussion).—The plan 
described is elaborate and costly. Clean metal may be obtained at a 
reclaiming cost of one cent a pound, with an equipment that costs only 
one-fourth as much to install. The preliminary treatment of the slag, 
etc. may be eliminated entirely by feeding the:foundry refuse material 
directly into a monarch cinder mill. As soon as it is separated from the 
slag, the coarse metal passes on to the screen with the fines; thence to a 
conveyor belt to be hand picked. The material that passes through the 
3¢- and 14-in. screen is conveyed to the Deister concentrating table. 

An installation of medium size will average three tons per hour and 
will require 214 hp., which is distributed as follows: No. 2 cinder mill, 
114 hp.; Deister junior table, 14 hp.; conveyer belt,144 hp. The estimated 
cost of installation is $1275, divided as follows: No. 2 cinder mill, 
$750; junior Deister concentrating table $325; and conveyer belt for 
hand picking, $200. 


G. E. ALprERson (author’s reply to discussion).—An ammonia leach- 
ing installation for tailings would be effective but tonnage plays an 
important part and, furthermore, it would require more floor space and 
supervision than the average industrial plant can afford. In an ore 
concentration mill, it is common practice to regrind the middlings and 
oftentimes the tailings from the first or roughing table and pass them 
over another table or suitable concentrating device. The regrinding 
liberates entrained particles of value. This practice could also be 
utilized in foundry reclamation, the grinding operation being replaced 
by a trommel or impact screen because we are dealing for the most 
part (7.e., when under 60 mesh) with free metallic. On any table separa- 
tion, the divide between concentrates and middlings shows fine metallic 
coming out with coarse sand. The method suggested would be to pass 
the pulp over a sand table, the tailings and middlings from this through 
a trommel with a mesh slightly larger than the fine metallic concentrat- 
ing out, and the undersize from the screen to a slime table. The coarse 
discharge might be either recrushed or discarded depending upon metallic 
content. Such an addition would require about 1 hp. but no additional 
labor. 
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Investigation of Brass Foundry Fluxes 


. Byace W. Hirt,* Pu. D., T. P. THomas,t W. B. Vierz,t Pirrsnurcn, Pa. 


(Columbus Meeting, October, 1920) 


FLvUxes, in general, may be classified according to their use as sol- 
dering, foundry or casting, and metallurgical and the chemistry of their 
action follows quite closely this division. The term foundry or casting 
fluxes, as used here, refers to the substances added to molten metals, pre- 
paratory to casting into molds or ingots, with the object of removing 
small amounts of impurities that have been introduced in handling or 
melting the metal, which was placed in a fair state of purity by the pre- 
vious refining or metallurgical processes. The sources of these impurities 
are the oxide coating on the surface of the ingots, material extracted or 
mechanically removed from the crucible or furnace wall, and those formed 
by the reaction of the molten metal with the heating gases or furnace 
atmosphere. 

As commonly used, the term fluxes is applied to such materials as 
ammonium chloride, zine chloride, salt, borax, and boric oxide. A 
second class of materials, usually called deoxidizers, includes 
substances such as metallic phosphides, sub-oxides, carbides, and bo- 
rides, that reduce the metallic oxides present in the metal. A third 
class includes various compounds that are molten and non-volatile at 
the temperature of the molten metal and are used primarily to protect 
the surface of the metal from the action of the furnace or exterior atmos- 
phere; to this class belong such mixtures as lime and fluorspar, lime and 
soda ash, various minerals, etc. In some cases these protective layers 
may act in a manner similar to the metallurgical fluxes and dissolve or 
unite with the oxide impurities of the metal, but as generally employed 
this latter action is negligible since there is little opportunity for the 
coverings to come into contact with more than the surface of the metal, 
and hence they are without action on the body of the molten mass. 

The use of fluxes is the result of factory experience and tradition, 
but an extensive study has not been made of the chemical and physical 
actions that occur or the effects of these actions on the properties of the 
metal. It would seem necessary in any successful study of metal fluxes 
to determine not only what impurities are present in metals melted under 


* Research Engineer, Westinghouse Elec. & Mfg. Go. 
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commercial conditions, but the amount of these impurities. On account 
of the variety of metals used and their varying degrees of chemical ac- 
tivity, it will be necessary to consider the specific characteristics of each 
metal and its impurities as well as the properties that it has in common 
with the others. Thus, some metals are not only oxidized on melting, 
but have the property of dissolving their oxides. On solidifying, silver 
rejects the oxygen it has dissolved while molten, but copper does not. 
The extent to which aluminum will dissolve its oxide was unknown until 
the work of Rhodin.! The experiments made by the authors tend to 
confirm these results. : 

It is necessary to bear in mind the operating conditions, as in many 
cases impurities are not introduced in amounts at all approaching those 
possible by complete saturation, while in other instances the maximum 
is usually attained. The nature of the containing vessel and the time 
during which the hot metal is in contact with the container must also 
be considered. In general the impurities may be classified, as to source 
and kind, in the following manner: 


SouRcE Nature oF IMPURITIES 
From crucible Combined or dissolved elements: 
Silicon, iron, carbon 
Suspended matter: 
Oxides from crucible as SiO» 
From atmosphere Oxides-nitrides: 
Dissolved 
Suspended 
On surface of metal 
Dissolved gases: 
Hydrogen, carbon monoxide 
Nitrogen, carbon dioxide, sulfur dioxide 
Water vapor 


The properties of molten metal that may be influenced by these 
impurities are the melting point, surface tension, viscosity, amount of 
dissolved gases, and strength of the surface film. The properties of the 
cast piece that may be influenced are the mechanical strength, hardness, 
electrical conductivity, specific gravity, and coefficient of thermal expan- 
sion. The properties of the cast piece will be influenced by the properties 
of the molten metal when these properties concern the mechanics of 
molding. 

The chemistry of soldering and metallurgical fluxing is well known, as 
is that relating to the action of deoxidizers in foundry fluxes. The 
chemical reactions of the ordinary fluxes, such as the volatile chlorides of 
ammonium and zine, are not understood, and there is some question as 


1 Trans. Faraday Soc. (1919) 14, 134. 
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to the extent of the chemical reaction, since it has been possible, appa- 
rently, to duplicate the action of these fluxes by mechanical means alone. 


PHYSICAL CHANGES CAUSED BY FLUXES 


The physical changes caused by the small amount of such fluxes as 
zinc chloride on a mass of molten metal, for example aluminum, are 
much greater than would ordinarily be expected from the chemical re- 
action of the small amount of flux. Assuming that we can write the 
equation for all the chemical reactions taking place when the flux is added, 
the real fluxing action must still be explained. The mere knowledge of 
existing chemical changes does not account for the physical changes 
observed. 

In fluxing molten metal two phenomena are usually observed; v7z., 
the metal appears to be less viscous and a varying amount of dirt or 
powder rises to the surface of the metal, which is skimmed off before 
the metal is poured. The common explanation for the first effect is that 
impurities have been removed from the metal, as evidenced by the accu- 
mulation of powder on its surface. 

The true viscosity of molten metals is very low, being about the same as 
the viscosity of water, which makes the determination of absolute viscos- 
ity difficult and renders the determination of small variations in viscosity, 
due to the effect of dissolved oxides, well nigh impossible unless one goes 
to the most exacting extremes in apparatus design. The presence of 
impurities, sometimes suspended in the metal and sometimes dissolved, 
makes it impossible to use the capillary tube for testing the viscosity of 
flow, since these impurities soon change the cross-section of the tube and 
introduce errors of great magnitude. The value is so low that to measure 
the viscosity by the rotation of a cylinder within a cylinder necessitated 
the most delicate and frictionless bearings. The influence of the surface 
film on the rotating cylinder supports is sufficiently great to interfere 
with all tests. The experiments of the writers to determine viscosity and 
viscosity changes due to fluxing show that this property is but little 
changed by the process of fluxing, and that it is the change in the surface 
film which accounts for the apparent change in viscosity. A further 
confirmation of this lies in the fact that, in the case of aluminum, 
the writers have been unable to note any difference in chemical composi- 
tion or amount of dissolved oxide before and after fluxing. 

The dust or powder found on the surface is derived partly from the 
interaction of the flux with the molten metal, and not the oxide, and 
partly from the surface film. By surface film is meant not only the sur- 
face in contact with the atmosphere but the film that surrounds the molten 
metal as a whole, most of whichis in contact with the walls of the retaining 
vessel. A large portion of the powder evidently arises from the 
walls of the crucible, a change in the strength of the surface film allowing 
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it to become free and float to the surface. In the case of aluminum, no 
chemical reaction is possible between the fluxing chloride and the oxide 


of the metal; the effect of the flux is to change the strength of the surface. 
film, probably by breaking it up mechanically by the volatilization of 


the flux. > 
NATURE AND AMOUNT OF IMPURITIES 


The complete experiments on the nature and amounts of impurities 
made by the authors are limited to the solid impurities introduced into 
commercially pure aluminum by melting in an oxidizing atmosphere in 
different kinds of crucibles, and to the solubility of hydrogen in molten 
copper and its alloys. The latter experiments form the subject of a 
separate paper, but are outlined here. 

Aluminum was heated, without stirring, for 8 hr. at about vist Ter 
in different kinds of small crucibles placed in a Hoskins resistance furnace, 
the door of which was left slightly open. The results obtained are given 
in Table 1. The soaking action in these experiments was carried far 


TaBLE 1.—Results of Heating Aluminum in Crucibles of Different Kinds 


| es 4 Silicon, Per Cent. 
Crucible | Per (ent! | Per Cent. Per Cnt. 
| ; Total Graphitie 

ROMP INOUE 2s ney Se tunatie | 0.35 Osis OL 0.3 
pressedesteclkaeeeten ie eee eee) | UE 0.5 ae, | O28 
Acheson graphite block........-..| 0.4 | 0.29 0.1 0.23 
Dixon graphite-clay....... 0.9 | 0.34 0.1 On25 
Vis OTICALA MER nate ic sae eer ics ilps: 0.36 0.13 0.3 
(CLO 9, ee er ae 27 mae DAG) 1001 0.94 
Porcelain (glazed)..... oh FB) WO, 45 Oj 3.0 2.8 
SP TIK0 ie oe et, Bk 4 a reckon On ec ca Caco 11.4 0.3 On 6.4 5.8 
isedisilteamereeyacs «cs er tee es) 14.7 0.3 etl il 83 ial Oe 


e Crucible turned black in contact with metal. 


beyond the point reached by even the poorest commercial practice. How- 
ever, the tendencies of certain kinds of crucibles to introduce impurities 
is shown, as is the fact that even with prolonged heating in exposure to 
air aluminum does not take up much oxide from surface contact with 
the atmosphere. On prolonged heating in refractories containing even 
combined silica, reduction takes place with the introduction of alumina 
and it is conceivable that in commercial practice appreciable amounts of 
these impurities may be introduced. However, in common practice 
crucibles or refractories containing silica are not used in the melting of 


aluminum. 
The extent to which it is possible to load aluminum with its oxide, 


under certain conditions, is surprising. In the case of the extreme » 


‘ “oh =a ~ oe 
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amounts, a microscopic examination showed that much of the oxide was 
suspended and not dissolved and that it was not uniformly distributed. A 
sample of so-called secondary, or recovered, aluminum, which had prob- 
ably been made by a rather simple process of remelting aluminum 
turnings, was found to contain 2.27 per cent. AlsOz, 1.21 per cent. Fe, and 
only 0.25 per cent. Si, indicating that the melting had taken place in iron 
vessels, unless the refiner had carelessly failed to remove the free ironfrom 
the turnings before melting. With the ordinary remelting of finely 
divided aluminum, such as turnings, it is well nigh impossible to avoid 
the introduction of alumina. Commercial aluminum containing 0.1 
per cent. copper was melted in a crucible with the careful addition of the 
same weight of fine turnings, care being taken to avoid oxidation as much 
as possible. After allowing the metal to stand for a short time, it was 
skimmed and poured. The oxide content was found to be 1.3 per cent. 
On repeating the experiment, adding the turnings and stirring in a manner 
calculated to be most detrimental to the metal, the oxide content was 
10.5 per cent. 

The determinations of alumina were made, according to the method of 
Rhodin,? by dissolving in 10 per cent. NaOH solution and were checked by 
dulplicate analyses, using 5 per cent. hydroxide solution. The agreement 
was satisfactory, being within 0.2 per cent. on samples containing 3.2 per 
cent. oxide. The method was substantiated in the case of several com- 
plete analyses in which the aluminum was determined directly; for 
instance, 


SamptE No. 1 SaMpLEe No. 2 Sampite No. 3 

Per Centr. Perr Cent. PER CENT. 
AL Os trashy daa bidet 0.43 C32 10.5 
HSER Shy ces ORO) EAE AT 0.29 1.2 1.4 
CUS rr SEM tact soothed. 0.20 9.5 9.5 
SIT. dro Gace: Sac Bey 3 B 0.23 0.5 0.3 
AL Pee. BN he ey: 98.5 81.3 78.7 
99.65 99.7 100.4 


(Average of duplicate analyses on each sample.) 


Duplicate analyses on samples containing high amounts of oxide were 
sometimes not good, indicating that the oxide was not uniformly 
distributed through the metal. 


GaAsES IN Monten Copper AND Brass 


The amount of hydrogen that can be liberated from molten copper 
and its alloys upon solidifying and cooling to room temperatures has been 
determined. 

Molten copper will absorb considerable hydrogen if exposed to hydro- 
gen or if its surface or the containing graphite crucible is bathed with a 


2 Loc. cit. 
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molten metal. A large portion of this dissolved gas will be given off in 
the process of solidifying and cooling. ‘The amounts evolved at different 
temperatures of saturation are, approximately, as given in Table 2. 


TaBLE 2.—Hydrogen Evolved from Copper at Different Temperatures 


Temperature of Saturation, Hrongee? EYES 
grees C. | ¥ 
| Milligrams per 100 gm. Metal Volumes aah ae Volume of 
1100 0.600. } 3.33 
1150 0.725 3.42 
1200 0.85 4.00 


@ Volume is at 760 mm. and temperature of solidification is 1083° C. 


Similar conclusions apply to copper alloys containing zinc or tin, © 


or both, the amounts being as follows: 


a oa, LEE a0 WM Wicdokh Evovcd, 
Hydrogen Evolved 
Copper in Brass, Temperature of Satura-| 
oC ition, Degrees C. | Milligrams per 100 gm.| Volume per one Vol- 
| Metal ume Metal 
95 | 1140 0.62 3.0 
90 1100 0.52 2.2 
85 1100 0.47 ioe) 
80 1100 0.41 1.6 
io 1040 0.34 1.2 
70 1000 | 0.17 0.75 
65 985 | 0.25 1.0 
60 975 0.33 1.2 
55 950 0.16 | 0.5 
50 930 | 0.08 | 0.2 
45 920 | 0.05 | 0.1 
40 920 | 0.02 0.05 
35 910 0.01 0.03 
95 Tin 5 per cent. 1150 | 0.70 
90 Tin 10 per cent. 1150 | 0.60 | 
Red brass sess se eee 1150 0.53 | 
Admiralty bronze.... 1150 | 0.56 
Yellow brass......--- 1150 | 0.36 


Hydrogen will penetrate into the metal through many of the usual 
coverings but it is retarded by boric oxide and by a mixture of lime and 
soda ash. It is not retarded by a mixture of lime and fluorspar as is 
frequently stated. Dissolved hydrogen is removed as water vapor, toa 
large extent, by the addition of excess amounts of zinc oxide, or 
cuprous oxide dissolved in copper. Ordinary fluxes apparently do not 
have much, if any, effect upon it, nor do the metal scavengers called 


deoxidizers. 


gas flame; the amount absorbed is dependent on the temperature of the — 


ae 
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CuEMIcAL ACTION OF FLUXES - 
Whatever chemical reactions we may anticipate in the use of fluxes 
may be considered in connection with the different classes of fluxes: chlo- 
‘rides, oxide slags, and deoxidizers. 


Chlorides 


The common chloride fluxes used are zine chloride, ammonium chlo- 
ride, and sodium chloride. With these chlorides two possible chemical 
reactions may be expected—that between the chloride and the oxide of 
the metal and that between the chloride and the metal itself. These 
would be illustrated, in general, by the equations: 

With oxides MO + ZnCl, = MCl, + ZnO 

MO + 2NH.Cl = MCl, + 2NH; + HO 
MO + 2NaCl = MCI, + Na.O 

With metals M + ZnCl, = MCl, + Zn 
Zn may then alloy with excess of the metal. 

M + 2NH.Cl = MCI, + 2NH; + H-. 
M + 2NaCl = MCl, + 2Na 
Sodium volatilizing or alloying with the metal. 

An explanation of the action of these chlorides in fluxing is commonly 
given in the literature in accord with the first group of equations. The 
chloride fluxes, by reaction with the oxide impurities in the metal, convert 
these to chlorides which are either volatilized out of the metal or float 
to the surface. Anyone who has experienced the somewhat slow alloying 
of metals of nearly the same gravity would find it difficult to believe that 
in the incredibly short time of action of these fluxes, small quantities of 
these volatile materials can be added to the surface of a molten metal 
and by stirring be made to diffuse through the mass of the metal so that 
the disseminated oxide molecules are sought out and brought into chem- 
ical reaction. Such chemical reactions between the oxides and chloride 
fluxes are in many cases quite possible and may occur to some extent in 
fluxing. It must be quite apparent that this is not the main action in- 
volved since, in the case of aluminum, there is no action between aluminum 
and these chlorides at the temperatures involved in fluxing, yet ammo- 
nium chloride and zine chloride are commonly used in aluminum casting 
and produce marked and almost instantaneous effects on the molten 
metal. 

This rapidity of action and the resulting physical effect, which is 
apparently all out of proportion to the amount of flux added, are shown 
best when zine chloride is added to a sluggish bath of aluminum which 
is somewhat impure or to a hot mass of finely divided aluminum chips or 
grindings that have been heated above the melting point of the metal 
but which refuse to coalesce. The addition of a relatively small amount 
of zine chloride gives the effect of suddenly acquired fluidity to the bath, 
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while the small particles in the second case unite rapidly to form a 
quantity of molten metal. The second case probably shows the way 
to the real explanation of fluxing, since in this instance we are dealing 
with a surface phenomenon and the flux does not have an effect on the 
interior of these small particles. The time element points away from a 
purely chemical explanation of fluxing. 

The second group of equations, while possible in many cases, would 
not suffice as an explanation involving the removal of impurities in the 
metal. For the sake of completeness, however, it may be well to test 
these reactions to know which can take place at the temperatures com- 
monly used. This may be done in a qualitative way quite readily and 
if an action takes place the temperature at which it becomes apparent 
may be recorded. 

A summary of a group of experiments made by heating the reacting 
substances in suitable tubes and sweeping away volatile products by an 
inert gas (nitrogen) is given in Tables 3 and 4. ; 


TaBLE 3.—Oxides with Fluxes 


VAN DS 2 ae ee ee. Sere | 400 400 No action 
PbO eie cans c co Meee hw Cae | 350 350 No action 
STO Sh rere eatoriat uckeace acer | 350 300 | No action 
PROS 8a) od cutee eaten okt _ No action | No action No action 
Bin Opera. Hee ess ier creas | 550 350 780-800 (chlorine evolution’) 
(HOS, Ao Se er oor: | 550 350 900 (chlorine evolution’) 
Heer e acme. eee! | No action 500 No action 
GROPeT er0 Fait es UN Fe | No action 500 | No action 
Maximum temperature of | | 
experiment........----- A 1000 1000 | 1000 
Taste 4.—Metals with Fluxes 
M | ZnCl, NH,Cl, NaCl, 
etal Degrees C. | Degrees C. | Degrees C. 
| | 

UfriaTOn sets eo aut Cree DE a Os Che ai Sack | No action | 400 No action 
ibn dat ono p eee T ce on. Gar ore 350 | 350 No action 
Mite See B aero pcre ma eer ce | 300 | 300 No action 
PNTNUTIMEMU Mast creer aie © yen ope eter = 400 400 No action (?) 
Copiers it eee ne | 300 350 850 
Tey ile 0 66 pe. tego AE ous IO 500 | 400 | 1000 
Grea ninnbede eedotg. sive aaa 1000 450 | 1000 
Maximum temperature of experiment 1000 | 1000 1000 


¢ Cuprous oxide reacts with sodium chloride at 750° to 800° with formation of 
cuprous chloride and evolution of chlorine. Chlorine is also evolved when cupric 
oxide is heated to 900° with sodium chloride due to the decomposition of the cupric 


chloride formed by the original reaction. 
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Fluid Covers 

The object of coverings is supposedly to protect the metal from 
gases, although some coverings have been added with the intent to du- 
plicate the metallurgical fluxes or slags by uniting with the metallic oxides 
present. Thus in melting fine particles of aluminum, cryolite mixtures 
are used with the intent of dissolving the oxide layer on the particles. 
Such uses are, however, not a regular foundry practice and belong in the 
field of metallurgical fluxes. 

It sometimes happens that a covering for molten metal will dissolve 
the metallic oxides present to some extent. Coverings containing borax 
or boric oxide are especially active in this manner. The action is limited 
by the amount of stirring or circulation of the metal, since the reaction 
takes place only at the surface. It is conceivable that the metal near the 
surface would have its oxide content lowered by solution in the covering, 
which would cause a diffusion of the oxide from the interior portions 
richer in oxide, until in time we might have quite an appreciable amount 
of oxide dissolved in the covering. 

A sample of impure commercial No. 8 aluminum alloy was melted 
under boric oxide for 30 min. with frequent stirring with the apparent 
change indicated by the following analyses: 


Au203 FE Sr Cu 
Onigimmalemeta lunar seer ere cis 2.27 1.21 0.25 Charl 
ATGOUMMeLELD Gamma leis eles hate 1.4 0.28 CEG, 


The oxide was determined after the method of Rhodin? by solution in 
10 per cent. sodium hydroxide solution. 

The object of protecting the metal by molten coverings is frequently 
not attained since many of the common coverings are penetrable readily 
by hydrogen, and in crucible furnaces hydrogen will pass rapidly through 
the walls of the hot crucible. 

Deoxidizers 

The chemistry of the deoxidizers is well known. As a class they are 
either metals or compounds capable of uniting with oxygen with evolu- 
tion of a great amount of heat and thus able to take oxygen away from 
the metals which have a lower heat of oxide formation. Their oxides are 
either volatile, as phosphorus oxide, or rise to the surface of the molten 
metal from which they may be skimmed. The amounts required depend 
on the amount of oxide impurities in the metal to be treated. Studies 
on the amounts of deoxidizers required or of the relative efficiencies of 
the different deoxidizers must be undertaken with proper control of the 
melting conditions, and it should be borne in mind that conclusions 
reached under one set of conditions do not necessarily apply under other 
conditions. In the following experiments, the effort was made to main- 
tain conditions constant. 


3 Loc. cit. 
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Various commercial deoxidizers were added to the highest grade 
lake copper. The copper was raised to the pouring temperature 1150° C., 
the deoxidizers added, the metal rapidly stirred, and the metal held with- 
out stirring at the pouring temperature for 20 min. before pouring into 
sand molds. The melting was done in an electric furnace of the carbon- 
resistor type, so designed as to reduce the absorption of gases to a 
minimum. The metal was poured into sand molds to give bars for 
conductivity tests (4g by 18 in.). Samples 6f the bars were taken for 
microscopic examination. 

The percentages of deoxidizer shown in Table 5 are those of active 
material added on the basis of chemical analysis of commercial deoxidi- 
zers, which were approximately 15 per cent. phosphor-copper, 10 per 
cent. copper-silicon, 24 per cent. manganese copper, 99 per cent. alumi- 
num, 100 per cent. zinc, 100 per cent. magnesium. No analysis of boron 
carbide being available, the additions were made on the basis of 100 per 
cent. active material. 


TasLE 5.—Deozidizers with Copper 


Soundness of Excess of Deoxi-| Electrical 


Deoxidizers, | Cu20 i | Copper Castings | dizer, Per Cent. |Conductivity 
0.005 Per Cent. : 
Ot oe oe | 0.2 Poor 0.0 
2, Se ae uagetbe Fair 0.0 
iN CR ed So Gree ae On eee 0.8 Good 0.0 
every se Pa) |s' 2.0 Fair 0.0 
Fras 2.0 Poor 0.0 
Mit Aine to Hag 30 1.7 Fair 0.0 
BeC Mee atone CC ar aCe 0.1 Poor 0.0 
0.05 Per Cent 
Sie Rs Baie A4 ohn ea 0.0 Poor | 0.0 
Pettey: ake on tasks ose | 0.0 Good 0.0 83.4 
IY Bt ooars bao Paso 8 se fe Aueatce 250) Fair Small amounts 
IN Wane 5 oe tie cts Ocoee 0.0 | Fair Some 
VAs 0.5 Fair | 0.0 
IM pete cake ne 20 Fair 0.0 
Sesto es Rae | 0.0 | Good | 0.0 95.7 
COe ee re as eee 3.0 Poor | 0.0 
| } 
Dissolved 
0.5 Per Cent. | Deoxidizer 
| (Coring) 
(Shc x des iecucic Octal aa 0.0 Good 0.0 | Shght 
1D nl aieeas bese See te 0.0 Fair Some | Much 
Mn 0.0 Fair Some 
ANS | 0.0 Good | 0.0 | Some 
VAL Dee OBE bo OO DEIaor | Considerable Poor 0.0 | Slight 
Maras. SAS quae 0.0 | Fair 9.0 Very. slight 
ROB cn omc aacemens4 0.0 Fair 0.0 | 
I 


| | 
Oxide formed by action of the deoxidizer and remaining in the metal was found with 


aluminum, zinc, and magnesium. 


ss ue = OE IO 
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The results obtained are not satisfactory since few of the castings 
made could be machined into a fine rod for conductivity measurements, 
weakness, and internal blowholes developing upon machining. Since 
every effort was made to prevent absorption of gases, it is probable 
that the difficulty came from the molding sand or the method of casting. 
The authors, therefore, would not attempt to make any comparisons as 
to the efficiency of the various deoxidizers from a commercial stand- 
point without a very careful repetition of these experiments. Under the 
conditions of use, which apparently were not the best, copper, phosphorus, 
and boron carbide appeared to be superior to the other deoxidizers. 

The results may be of interest as indicating the conditions of equi- 
librium. Thus, 0.005 per cent. of active deoxidizer was insufficient in all 
cases for the complete removal of the copper oxide. Copper oxide was 
completely removed by the silicon, phosphorus, aluminum, and boron 
carbide added in amounts of 0.05 per cent. of the weight of the co per 
and there was no excess of deoxidizer apparent in the case of the silicon, 
phosphorus, and boron carbide. Manganese did not remove the oxide, 
although added in excess, while this percentage of zinc or cerium was 
not sufficient to remove the oxide; 0.5 per cent. of deoxidizer appeared 
to be more than was required for the removal of copper oxide, with the 
exception of zinc. 


DEOXIDATION witH AMMONIA 


Some experiments were run by bubbling dry ammonia gas through 
molten copper. It was found that the ammonia removed the copper 
oxide in 15 min. or less but in so doing saturated the metal with hydro- 
gen. With the particular molds and sand used, it was nearly impossible 
to control the rate of cooling and to provide for the removal of the dis- 
solved gas. As a result the test pieces were very porous. One piece 
was obtained which machined nicely and was quite sound. The electri- 
cal conductivity (volume) was 93.98 per cent. 


D&OXIDATION BY ALLOYING METALS 


The addition of many of the common alloying metals to copper ac- 
complishes the removal of copper oxide. The alloys thus formed are 
usually characterized by a selective oxidation in the molten state, the: 
oxide of the alloying element forming instead of copper oxide. The study 
of the equilibria between various pairs of common elements and oxides 
at temperatures corresponding to the pouring ranges of the commercial 
alloys affords an interesting field for research; the authors have prepared 
samples that are awaiting analysis. 

Zinc was found to reduce Cu,O at 450° C.; tin, between 600° and 800° 
C.; while lead was without reaction at temperatures below 360°. These 
reductions should be borne in mind in considering the nature of oxide 
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impurities which form by oxidation of the molten metal, thus as long a 
brass contained free zinc we should expect to find copper oxide as an 
impurity. : 
PuysicaL AcTION OF FLUXES 


As stated before, the physical action of fluxes is very rapid and appears 
to be greatly out of proportion to the amount of flux added. In discussing 
the effects of fluxes, it is necessary to consider each class separately. We 
have no evidence that the chloride fluxes produce any change in the com- 
position of the metal, the chloride coverings may remove metallic oxides 
to some extent, while the deoxidizers accomplish this result much more 
effectively. The physical effects of the chloride fluxes will then be 
largely those produced by surface changes, but these changes may be 
great and of considerable practical importance. The changes produced 
in the metal in the second class are incidental and need not be considered 
here. In the case of deoxidizers there is more or less complete removal of 
oxide impurities. If these oxides are merely suspended or physically 
mixed with the metal, the physical changes in the metal will not be great 
except where a surface change is produced at the same time. If, however, | 
the deoxidizer removes an oxide from solution in the metal such physical 
properties of the metal as melting point, viscosity, and surface tension 
may be changed. These changes on the molten metal are likely to be 
small in comparison with surface changes. Their effects on the physical 
properties of the cast metal, on the other hand, may be great, as in the 
case of copper in which they change nearly all of the mechanical properties 
and the electrical conductivity. 

The surface of many molten metals becomes covered with a surface 
film of mixed oxide and metal. While the thickness of the film appears 
to be greatest where it is in direct exposure to the air, it seems to surround 
the molten metal more or less completely. The effect on the mobility of 
the molten metal is to give an effect of increased viscosity. It is similar 
to surrounding a mass of water by a thin rubber wall. The mobility of 
the mass would be changed greatly while the rubber wall would be with- 
out effect on the viscosity of the water. The tenacity of the surface film 
is very great! n the case of aluminum. With copper, the film does not 
form to a similar extent on account of the solubility of the copper oxide in 
molten copper. There must, of course, be some affinity between the 
oxide and the metal, at least sufficient to cause wetting, or the film would 
not be tenacious. In handling the metal, the increased viscosity due to 
the film has undesirable effects, such as interfering with proper stirring and 
preventing the metal from flowing freely into and filling in sharp corners 
of a mold. 

The effect of the film is noticed in attempting to melt finely divided 
metal, such as aluminum. The metal may be heated considerably above 
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its melting point without the particles coalescing. They may become 
almost spherical and consist of molten metal surrounded in a bag of sur- 
face film. The globules may touch each other but the films prevent the 
metal from collecting in larger particles. If the films are broken mechan- 
ically, the particles will unite. The effect of fluxes upon these films has 
already been discussed under the head of chemical action. In the case of 
aluminum, the chloride fluxes cannot react chemically with the film itself; 
they may react with the metal underneath if they are able to penetrate 
through the surface film. 

We are, therefore, forced to the conclusion that the real action of such 
fluxes is physical in nature. It may be largely mechanical. That is, the 
rapid evaporation of the flux at the points of contact with the surface 
film may mechanically break the film, allowing the molten particles to 
unite. The flux may penetrate through the film and react with the 
metal below, giving a volatile substance which disrupts the film. Since 
the fluxes themselves and the volatile products, possibly by’ a chemical 
reaction, are of about the same volatility, this explanation does not appear 
to hold. In certain experiments, the writers have conducted vapors of 
these fluxes over oxide films on finely divided particles of aluminum 
without causing the union of the particles. On the other hand, it has 
been possible by suitably protecting the finely divided metal particles 
from oxidation to cause a complete coalescence by mechanical means 
without addition of a flux. This mechanical explanation was long ago 
advanced by Gillett, after considerable experience in the melting of alu- 
minum filings and turnings. The authors have been able to cause good 
fluxing of finely divided aluminum particles by adding aluminum chloride, 
which is the reaction product of any possible chemical reaction with the 
original chlorides and which is itself without chemical action on the metal 
or the oxide. The action would seem to be mechanical without a doubt. 

Another possible explanation would be the partial solution of the 
surface film in the thin layer of molten flux that exists before the flux is 
volatilized, which causes a weakness in the film and allows it to break. 
We have no experimental evidence of this. ° 


DISCUSSION 


T. P. Taomas.—When a metal chloride flux is added to a charge 
of molten metal, two possible chemical reactions may result—that 
between the chloride and the metal and that between the chloride and 
the oxide of the metal. In the former reaction the metal resulting from 
the reduction of the flux may either volatilize or alloy with the metal 
to be fluxed, while in the latter reaction the metal unites with the oxide 
impurities in the charge and floats to the surface. 


- DISCUSSION : 675 


H. J. Roast,* Montreal, Que.—When brass is poured through a 
molten borax flux, the borax does not go into the casting. In England, 
in making alloys of gold and silver, borax was used as a cover; also when 
casting brass when we did not wish to have anything wrong with the cross- 
section of the bar, which is often polished. There is no difficulty at all 
in getting the metal free from occluded borax flux. Fluxes are used to 
keep away the air and the flux that will melt at a temperature nearest 
to the temperature of the molten alloy is the best for the purpose. 


F. A. Scuurz, Decatur, Il—Borax injures the crucibles to such 
an extent that they will give only one-half as many heats as they would 
otherwise. My experience is that charcoal and glass make the best 
flux. It is dirty but it does not affect the crucible and the metal comes 
out in the best condition. Any kind of glass may be used. At one 
time the use of colored glass was advocated but nothing is gained by its 
use. Ina Schwartz furnace I use borax. Much of the trouble is due to 
a desire to get out the greatest possible number of heats in a day. As 
a result the temperature is raised so rapidly that the outside of the metal 
is burned before the inside is melted. 


W. V. Berry, New Brighton, Pa.—The glass forms a slag that 
protects the metal from the occluding gases while the charcoal has a 
tendency to take the oxygen or hydrogen from the metal. 


* Metallurgical Chemist, James Robertson Co., Ltd. 
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Roasting and Chloridizing of Bolivian Silver-tin Ores 


By M. G. F. Séunzetn, E. M., Sanriaqo, Cute, 8. A. 


(New York Meeting, February, 1921) 


In THE metallurgical treatment of sulfide silver-tin ores mined at 
Oruro, Potosf, and Chocaya, the most important and difficult step is 
chloridizing-roasting. The ores are chiefly mined from veins in rhyolite, 
a detailed description of which can be found in most textbooks on ore de- 
posits. The chief gangue minerals are pyrite and quartz, and the silver 
content is derived from tetrahedrite, jamesonite, stibnite, and cylindrite. 
Most of the tin is present in the form of a rather impure cassiterite, which 
forms microcrystalline aggregates of varying richness with quartz and 
pyrite; occasionally, some tin is found as stannite, cylindrite, and other 
complex sulfantimonates. The silver content of the minerals that com- 
pose the ore is approximately as follows: Pyrite, 3 to 5 oz. per ton; jame- 
sonite, 30 to 50 oz. per ton; galena, 40 to 50 oz. per ton; stibnite, 30 to 
150 02. per ton; cylindrite, 200 to 300 oz. per ton; tetrahedrite, 500 to 
3000 oz. per ton. Occasionally, some ruby silver ore is found, but it is 
very rare. In the mines of Oruro, which are the deepest in the sulfide 
zone, tetrahedrite has nearly disappeared, stibnite, jamesonite, and, in 
the deepest levels, cylindrite taking its place. 

At present, there are six mills treating this ore, two at Potosf, 
two at Chocaya, one at Poopo, and one at Machacamarca. The ore is 
crushed dry, given a chloridizing roast, leached with water and hyposul- 
fite solution (or with brine) to extract gold, silver and copper, and con- 
centrated for tin with or without regrinding. 


EARLY ORE-TREATMENT Mprnops 


In the earlier days, these ores were treated by chloridizing-roasting 
followed by amalgamation, with satisfactory results, according to the 
information now available. Material from old tailing dumps from ore 
treated by this process, which are found at several places in the vicinity of 
Oruro, seldom contains more than 5 to 6 oz. of silver per ton. As ore 
with less than 100 oz. per ton was not treated, the extraction of silver 
must have been good. Reports of the operating companies published 
about 1890 asserted that over 90 per cent. of the silver was recovered, but 
in these calculations, as a rule, no allowance was made for silver lost dur- 
ing roasting and the figure referred only to the extraction of silver by 
amalgamation from the roasted ore. 


M. G. F. SOHNLEIN 677 


- Between 1890 and 1900, amalgamation was replaced by leaching with 
either hyposulfite solution or brine. It is remarkable that tailings from 
high-grade ore treated by amalgamation and those derived from ores of 
much lower grade that have been leached contain about the same amount 
of silver, namely, from 5 to 7 oz. per ton. The percentage of chloridizing 
that can be obtained is not directly proportional to the silver content of 
the ore, but it seems as if the quantity of silver that cannot be converted 
into chloride is more or less constant. For instance, after roasting an ore 
containing 25 oz. per ton, the amount of silver that cannot be chloridized 
will be 5 to 6 oz. per ton; whereas, with ore of 100 oz. per ton, after roast- 
ing, there will be from 8 to 9 oz. of insoluble silver. The silver that has 
not been chloridized and is left in the tailing after amalgamation or leach- 
ing cannot be dissolved by cyanide or any other commercial solvent 
known to the writer. Only a small proportion of it is contained in sul- 
fides that have remained undecomposed owing to imperfect roasting; if 
these tailings, after fine grinding, are treated by flotation, a small amount 
of concentrate having about the same silver content as the original ore 
can be obtained but the amount extracted is insufficient to pay for this 
treatment. 

On account of the difficulty, expense, and silver loss connected with 
chloridizing-roasting, more direct treatments have been tried for these 
ores. Agitating the raw ore with cyanide or bromine cyanide after fine 
grinding is absolutely ineffective; neither can commercial results be 
obtained by attempting to decompose the sulfantimonates with metallic 
aluminum, followed by cyanide treatment. This experimenting was 
carried out chiefly by one of the best known ore-testing laboratories in 
the United States. Cyanide consumption on either raw or roasted ore 
was excessive, and the extraction obtained by agitating the finely ground 
roasted and chloridized ore with cyanide was not better than by leaching the 
same material at 16-mesh with hyposulfite. Therefore, thus far the old 
method has proved to be the only way of treating these ores; and to 
increase the mill capacity and decrease the cost, it was necessary to find 
a mechanical furnace that would perform roasting and chloridizing as 
well, or better, than the old hand-rabbled reverberatory furnaces. 

All these ores contain from 25 to 35 per cent. sulfur. In some plants, 
it is customary to give the ore, before crushing, a preliminary roast in 
kilns, which reduces the sulfur content to 8 to 10 per cent.; this has the 
advantage of making the ore more easy to crush. The partly oxidized 
ore, after having been ground to about 1 mm. is fed to hand-rabbled rever- 
beratory furnaces where the remainder of the sulfur is driven off and salt 
is added to complete the process. This second roast has to be carried 
out with the addition of fuel, because most of the sulfur has been lost by 
kiln treatment; and since fuel is expensive in Bolivia, it is cheaper to 
omit kiln roasting, crushing the raw ore at once to the fineness required 
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(which varies between 2 mm. and 0.6 mm.) and roasting and chloridizing 
without fuel or with a much smaller amount. In former days, when good 
crushing machinery was unknown here and the cost of power was nearly 
prohibitive, kiln roasting was justified, but under present conditions it is 
not. Besides, it requires more handling than direct crushing and roasting. 
I have not been able to ascertain whether silver is lost during kiln roast- 
ing. A few tests were made with a kiln holding about 750 kg. of ore, 
which varied in size from 214 to 4 in. (6.4 to 1.3 em.), and one quarter 
of the charge was taken as a sample. One test showed an appreciable 
loss in silver, but in two others there was a gain in silver, which is impos- 
sible, so that the material was too coarse to give a reliable sample. 


EARLY CHLORIDIZING METHODS 


Chloridizing is simple and quick if salt is added at the correct stage 
of the roast. If salt is mixed with the ore before nearly all the sulfur 
has been converted into sulfates, it will retard roasting and increase vola- 
tilization losses; besides, salt is consumed unnecessarily. If the salt is 
added too late, it will fail to react properly and too low a percentage of 
silver will be converted into chloride. In hand-rabbled furnaces, the 
correct amount of salt is 3.5 per cent. for an ore of 25 oz. per ton and 5 per 
cent. for 50-oz. ore. An excess of salt has no particularly harmful effect 
on the process, but the excess is left undecomposed in the roasted 
ore, and during the water-wash that precedes hyposulfite leaching, 
it forms brine which dissolves silver chloride. 

Usually the hand-rabbled reverberatory furnace has one continuous 
hearth, 10 ft. (3 m.) wide, divided into three sections 10 ft. long. There 
is a drop of 4 in. from one section to the other, the highest being next to 
the flue, where the raw ore is charged through a drop hole in the arch. 
A charge of 700 kg. is brought into the furnace and rabbled until it ignites. 
During normal operation there is a charge in each section of the hearth 
and care is taken that no ore is rabbled into the section lower down 
than it belongs. If the charge on the third section is so far roasted that 
it shows but a few sparks when rabbling, the salt is shoveled into the 
furnace. The decrepitation of the salt causes violent dusting; therefore, 
the draft of the furnace is shut off until decrepitation ceases. After 
the damper is again opened, the charge is rabbled until chloridizing is 
completed, when the ore will not flow but packs together somewhat like 
snow and stands up with nearly vertical sides. The chloridizing takes a 
little less than 1 hr. in these furnaces; once the ore begins to pack, it is 
useless to continue rabbling, because the percentage of chloridizing is 
not increased. If worked by two men, one furnace has a capacity of 4 
to 4.5 metric tons per 24 hr. A little taquia fuel (llama dung) is used 
during chloridizing, because it is not possible to rabble the charge during 
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chloridizing as continuously as during oxidizing, on account of the 
corrosive fumes that escape through the working doors, for, to keep 
down the volatilization losses the furnace is worked with a reduced 
draft. 

A charge remains about 4 hr. in each section and is in the furnace 
altogether 12 hr., of which less than 1 hr. is used for chloridizing. It 
would therefore be a mistake to try to chloridize continuously, adding salt 
to the last hearth or section of some kind of mechanical furnace, because 
the atmosphere in the furnace would be charged with chlorine which 
retards roasting and attacks the metal parts. Moreover, continuous 
work has the disadvantage that, if ore with insufficient or too much 
sulfur enters the chloridizing section poor work will be done until condi- 
tions are improved, which will take considerable time with a roasting 
furnace of some size. 

Satisfactory metallurgical results are obtained from hand-rabbled 
furnaces worked by competent men; formerly, these could be found as 
chloridizing roasting has been practiced in Bolivia for generations. The 
average silver loss caused by dusting and volatilization during a period of 
several years was calculated to be 6 to 7 per cent. at Machacamarca; if 
the furnace is worked carefully, the loss can be reduced to a lower figure 
as was proved by an experiment described later. The cost of roasting 
was not high, being around $2 (U. 8. currency) per metric ton, including 
everything, but as the plants grew in size and tin mining drew a large 
percentage of the men away from the silver mines, it became imperative 
to use mechanical furnaces. 


Roasting HuaNncHAca ORE 


The Compafifa Huanchaca de Bolivia led the way in installing a 
mechanical roasting plant. The Huanchaca ore is a heavy sulfide 
with a large proportion of blende; it carries no tin but contains similar 
’ silver minerals and is treated by the same process as the ores referred to 
in this paper; therefore, a short description of the plant is of interest. 
The ore was given an oxidizing roast in Kaufmann furnaces, which are 
small circular, superimposed hearth furnaces of the McDougall type, and 
the product from several of these was fed to a furnace of the same type 
where it was mixed with salt and chloridized. This installation was not 
satisfactory, the loss of silver through dusting and volatilization was 
much higher than in the hand-rabbled reverberatories and chloridizing 
was not as good. The latter was due to changes in conditions in the oxi- 
dizing furnaces; the slightest change in fineness or sulfur content of the 
ore, or of the temperature of the furnaces would result in a product with 
either too much or not sufficient sulfur being delivered to the chloridizer. 
Further, because of continuous contact of the furnace shaft and rabbles 
with chlorine fumes, these parts corroded quickly and had to be replaced 
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every four or five months. The furnaces were only air cooled ; if water 
cooling had been used the material might have given longer service. For 
these reasons, the “chloridizing furnace was abandoned and the product 
from the oxidizing roasters was fed to ordinary hand-rabbled reverbera- 
tories and chloridized in the old way. Although this arrangement dis- 
penses with considerable labor, it requires strong and skilled workmen. 
It also has the same disadvantage as the mechanical system; that, if con- 
ditions in the first stage of roasting are not kept strictly uniform, and it 
has been proved that this is not possible, chloridizing will be unsatis- 
factory. I am indebted for this information to Mr. L. Wurhaft, formerly 
metallurgist to the Huanchaca Co. 


First MEcHANICAL FURNACE AT MAaAcHACAMARCA 


The first mechanical furnace installed at the Machacamarca plant of 
the Compafifa Minera de Oruro was a six-hearth McDougall with an 
inside diameter of 1414 ft. (4.4 m.). It was first used in connection with 
two hand-rabbled chloridizing furnaces, where the calcines were mixed 
with salt. The furnace was fed with ordinary run-of-mine ore which 
contained about 35 oz. of silver per ton and 30 per cent. sulfur; the pro- 
duct from the McDougall contained from 4 to 4.5 per cent. sulfur. It 
was soon evident that the silver losses in the McDougall furnace were 
much higher than in the reverberatory furnaces. The loss of weight during 
roasting is from 18 to 20 per cent. on an ore with about 30 per cent. sulfur; 
therefore, if the raw ore assays 35 oz. per ton, the roasted ore should con- 
tain approximately 42 oz. per ton if no silver were lost during roasting. 
Instead of this, the product from the McDougall furnace assayed, usu- 
ally, a little less silver than the raw ore, which proved that at least 20 
per cent. of the silver passed through the stack. Later tests proved this 
loss to be much higher. The capacity of the furnace was 20 metric tons 
per 24 hr. when roasting from 30 per cent. sulfur to about 4 per cent. 
Water cooling was used, because on a 30 per cent. sulfur charge, the 
furnace would run so hot that if no particular care was taken, the ore 
would sinter on the third hearth, causing frequent breakage of rabble 
teeth. The higher the temperature, the heavier were the silver losses 
through volatilization. The economy in labor was not as great as had 
been expected, because one attendant was needed for the McDougall 
and four furnacemen were required at the reverberatories for chloridizing. 
These men could have roasted and chloridized 9 tons per day, using the 
reverberatories without the McDougall, so that the cost of labor was 
only reduced to about 45 per cent. 

It was therefore evident that the furnace should be used in some other 
way. For some time, the attempt was made to assist chloridizing by 
feeding salt continuously into the furnace on the fifth hearth. The rab- 
bles are so set that on this hearth the ore is moved from the periphery to 
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the center, so that, if salt was fed through one of the working doors on 

the fifth hearth chloridizing was carried on on the entire surface of the 

fifth and sixth hearths. But at this point the ore was not sufficiently 

roasted to react well with the salt, and the final product from the furnace 

contained too much sulfur and unchloridized silver to allow dispensing 
with finishing in the reverberatories. Later, in order to reduce the heavy 
losses of silver, the furnace was used only for roasting ore containing 
from 12 to 15 oz. of silver per ton with about 25 per cent. sulfur, but 
even on this material the silver losses were entirely too high. 

The charge for the McDougall furnace is now prepared by mixing low- 
grade fines of run-of-mine ore with high sulfur content with silver-tin ore 
which carries only 15 to 20 per cent. sulfur. When working on this ore the 
furnace has a maximum capacity of 22 metric tons per 24 hr. and delivers 
its product to one reverberatory furnace for finishing and chloridizing, 
instead of to two furnaces as was the former practice. On ore with more 
than 30 per cent. sulfur, the capacity is only 17 tons. No fuel is used in 
the McDougall, but a small amount must be supplied to the reverbera- 
tory furnace so as to keep its temperature high enough for continuous 
chloridizing. The difficulty common to all continuous chloridizing is 
experienced here—slight variations in the McDougall furnace caused 
by different composition of the ore, etc., is at once reflected in the results. 
An attempt to remedy this was made by placing a small bin between the 
McDougall and the reverberatory, where the partly roasted ore could be 
stored, if it came down with too much sulfur. With this arrangement, 
two men working at the reverberatory furnace could finish roasting to the 
desired point without having to add the salt, and if the ore came down 
‘with too much sulfur, the charge to the furnace could be at once reduced. 
But it takes several hours to bring the McDougall furnace back to proper 
conditions, and if too much half-roasted ore was held in the bin, it became 

’ to0 cold for chloridizing, so that this arrangement was not satisfactory. 
Often some of the ore had to be chloridized before it was properly roasted 
to prevent its becoming so cold that it would spoil the work of the rever- 
beratory roaster altogether. If, on the other hand, the ore came down 
too far oxidized, chloridizing would be bad because the salt could not react 
properly with the ore; there was no remedy for this, except mixing with 
elemental sulfur before chloridizing, which procedure is far too compli- 
cated and too expensive for practical work. 


Losses THRouUGH DUSTING AND VOLATILIZATION a 


Losses of silver through dusting and volatilizing can be prevented by 
passing the roaster gases through a Cottrell precipitator. Experiments 
made by a representative of the International Precipitation Co. showed 
that 9500 cu. ft. of gas containing 0.32 gm. of solids passed each minute 
out of the stack of the McDougall furnace. Therefore, 4300 kg. of dust 
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were carried away per 24 hr. At that time the feed to the furnace was 
22,400 kg. per 24-hr. of ore carrying 670 gm. silver per ton. The sample 
collected in the filter assayed 1070 gm. per ton; therefore, a little over 30 
per cent. of all the silver that goes to the furnace is lost through the stack. 
The flue dust is a mixture of totally oxidized, half oxidized, and raw ore, 
and contains considerable antimony trioxide. The erection of a Cottrell 
treater alone would not have solved the problem, for the chief difficulty 
was the disposal of the dust. (1) It might be returned tothe furnace feed ; 
(2) it might be fed, together with raw ore, to one or more of the hand- 
rabbled reverberatory furnaces; (3) it might be treated separately, without 
further roasting, by some hydrometallurgical process. 

The first method has the advantage of simplicity, but as the gases 
leave the McDougall furnace at about 180° C., all antimony trioxide driven 
off would be collected by the Cottrell treater and, since it cannot remain 
in the furnace on account of the high temperature it would accumulate 
between the outlet of the McDougall and the Cottrell apparatus, making 
it necessary to clean the conduits quite frequently, thus causing great 
irregularity in operating the furnace. It was suggested that the gases 
be kept so hot that antimony trioxide would not be condensed during 
their passage through the treater, but this would have been very delicate, 
and the furnace construction did not allow the construction of the Cottrell 
treater directly on top of it. 

The second way, feeding the dust to other furnaces, has the disad- 
vantage that a certain proportion of the dust would again be lost; and 
although this scheme on the whole would be feasible, and has been fre- 
quently practised here with dust caught in the dust chamber of the Mc- 
Dougall, it is not practical because it reduces the capacity in the other 


furnaces. 
As the dust is a mixture of raw and roasted ore, it seemed practically . 


impossible to obtain a satisfactory extraction by agitation with brine, 
cyanide, or hyposulfite solutions. Cyanide and hyposulfite failed to 
extract appreciable amounts of silver, but nearly 60 per cent. could be 
dissolved by a prolonged agitation of the dust with hot brine, to which a 
small amount of copper sulfate had been added. The residue of this 
agitation-leaching was treated by oil flotation, yielding a product of 41 
oz. per ton; this brought the total extraction up to 85 per cent. After- 
wards an attempt was made to combine the two processes in one operation 
by agitating with brine and copper sulfate in the flotation machine and 
adding oil at the same time, but no mineral froth could be formed. 
The proposed hydrometallurgical treatment would therefore have con- 
sisted of the following processes: Agitation with brine and copper sulfate, 
precipitating the solution on copper and iron; decantation of the solvent 
and washing once or twice with water; oil flotation of the residue, filtering 
and drying the concentrate and feeding it to the reverberatory furnaces 
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together with raw ore. The same objection, that a certain amount of 
this flotation concentrate might be carried away again by the draft in 
the reverberatory furnaces, could be made here, but the sulfide in the 
dust is much coarser than the oxidized material, since it comes from the 
upper hearths of the McDougall furnace, where the draft is strongest, and 
only the finest of the oxidized grains, which come from lower hearths, will 
finally reach the stack, the coarser ones being again deposited on hearths 
higher up in the furnace. 

The operation of a plant like that described on a basis of about 4 tons 
per day would be expensive and inconvenient; besides, this treatment is 
so complicated that perhaps feeding all the dust back to the reverberatory 
furnaces would have been preferable. Very likely a Cottrell treater 
would have been installed and the precipitate from it have been treated 
in the hand-rabbled furnaces, if there had not been developed, just at that 
time, a system of roasting which made the Cottrell precipitator 
superfluous. 

There is little information available concerning the treatment of dust 
collected from roaster gases by the Cottrell process. Where ore or con- 
centrate are roasted prior to smelting, the dust is usually bypassed the 
roasting furnace and sent to the smelter together with the roasted ore. 
However, I do not know of an instance where roasting is conducted as a 
preparation for some hydrometallurgical process, and where the dust col- 
lected by the Cottrell treater is either treated by a special process or 
refed to the roaster. Generally, descriptions of plants of this type state 
that the dust is collected for future treatment. This is unsatisfactory 
and it is far better to use a type of roasting furnace that does not blow 
a large percentage of its charge into the air, as do all circular superim- 
posed hearth furnaces, thus requiring the installation of costly and deli- 
cate precipitation apparatus which finally recovers the ore that is carried 
away in the fumes in such a form that the valuable metals from it cannot 


be recovered. 
SpRAIGHT-LINE REVERBERATORY FURNACE 


The only type of furnace from which any result could be expected was 
the straight-line reverberatory Edwards or Merton. Furnaces of the 
revolving drum type, which were formerly extensively used for chloridiz- 
ing roasting, make as much dust as the superimposed-hearth furnaces of 
the McDougall type, if not more. Blast roasting could not be used on 
account of the high sulfur content, and even after having reduced the 
sulfur by kiln-roasting, there was enough of it left to prevent sintering 
in the blast-roasting furnace. Moreover, chloridizing was not satisfac- 
tory with this treatment. 

The next step in experimenting with mechanical roasters at Machaca- 
marca was the erection of a straight-line, one-hearth Merton furnace 
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with five spindles as shown in Fig. 1. This type of furnace was selected 
because it fitted hest in the plant, the hand-rabbled reverberatories hav- 
ing about the same dimensions. In order to get a good idea of the move- 
ment of the ore through the furnace, the ironwork was completely 
erected before the arch was built. Every spindle had but one rabble arm, 
which was 5 ft. long, and the rabble teeth were so placed on the arm that 
one-half of them project forwards about 6 in. and the other half are 6 in. 
backwards. These teeth are alternated, the object being to have the 
back teeth cut furrows in the ridges made by the front teeth. 

If sand was fed at the center of the first rabble, it was gradually pushed 
outwards until the last teeth of the second rabble started raking it into 
the second zone of the furnace, which was formed by the second and third 
rabbles. The second rabble raked the sand inwards and the third rabble 
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Fig. 1.—STraAtGHT-LINE ONE-HEARTH MERTON FURNACE. 


raked it outwards again; no material entered the third zone, which is 
formed by the fourth and fifth rabbles, until it had traveled nearly the 
whole surface of the second zone. It was remarkable how well the Mer- 
ton principle of zone-rabbling worked, and the speed of the driving ma- 
chinery was so regulated that the material traveled in 8 hr. from the feed 
to the discharge end. This was supposed to be long enough for good 
roasting and chloridizing. All rabbles were provided with water cooling. 
No attempt was made to chloridize continuously as it was thought that 
better results could be obtained by intermittent work. The five spindles 
were driven through bevel gears from one shaft, which was cut be- 
tween the third and fourth spindle, a jaw clutch being placed at this point. 
This arrangement allowed the independent operation of the fourth and 
fifth spindles, while the first three were stopped. 

The furnace was charged near the center of the first. spindle through 
a drop hole in the arch and the roasted ore was discharged through a 
radial slot under the last rabble. This slot could be opened and closed 
by a sheet-iron slide operated from the outside of the furnace. 

The operation of the furnace was as follows: After heating the furnace 
by burning taquia fuel and oil on the hearth at the last four rabbles, ore 
was fed at the first rabble; after some time the ore would be spread all 
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through the furnace. As soon as it appeared to be sufficiently roasted 
at the last two rabbles, the clutch was thrown out (releasing the first 
three rabbles) and the necessary amount of salt was shoveled in through 
the working doors at the fourth and fifth rabbles. After chloridizing for 
about 20 to 30 min., the discharge slide was opened and the chloridized 
charge drawn off. After closing the discharge slide, all five spindles were 
again put into operation and a charge of raw ore was fed at the first spin- 
dle. The idea of stopping the first three rabbles during chloridizing was to 
prevent ore from the second zone, which was not roasted enough, from 
entering the third zone and spoiling chloridizing. 

All the raw ore was not fed at one time for this would cool off the fur- 
nace too much; one half was fed and the remainder about !¢ hr. later, 
after the first half had begun to ignite. 

If the ore, during roasting, had behaved in the same way as the sand 
with which the movement was studied, the furnace would have worked 
admirably. But as soon as the ore becomes hot, it flows easily in the 
furnace, so that, instead of being nearly 8 hr. on its way between feed 
and discharge, it required less than 14 hr. for raw ore to appear at the 
last rabbles; therefore, raw ore and nearly roasted ore were constantly 
mixed; and to obtain a properly roasted charge in the third zone, part of 
the ore had to remain much longer in the furnace than was necessary 
and had to be over-roasted in order to roast the raw ore that had just been 
charged. This not only caused high silver losses through volatilization 
of silver from the over-roasted ore but decreased the capacity of the fur- 
nace until it would not keep its temperature through the combustion of 
heat of the ore alone, and after drawing off a charge, a small amount of 
taquia fuel had to be burnt on the hearth of the third zone. The losses 
of silver were nearly as high as in the McDougall furnace, and the furnace 
could be considered as an absolute failure. But its operation showed that 
chloridizing was more rapid and better than in the hand-rabbled furnaces, 
and that the consumption of salt could be reduced to about 60 per cent. 
This is to be attributed to the rapid and thorough mixing afforded by 
overlapping rabbles. The furnace was operated during several months 
in this way and many plans were tried to improve the results. The 
speed of the rabbles was varied from 14 to 6 r.p.m., and the rabble teeth 
were arranged in several ways, but always the ore moved too freely 
in the furnace and could not be kept in the zone where it belonged ac- 
cording to its state of oxidation. Also considerable ore moved backwards 
in the furnace, although this should have been impossible on account of 
the disposition of the rabble teeth, and particles that had been in the 
third zone were occasionally brought back to the first rabble. 

If the furnace had been longer, the ore would have taken more time 
in traveling from one end to the other, and if it had been possible to ex- 
periment with a furnace of fifteen to twenty spindles, the difficulty might 
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have been overcome altogether. But the erection of such a machine, 
without the certainty that commercial results would be obtained, was 
more than the company could afford. Further, although such a furnace 
might do satisfactory work, the mixture of raw ore with partly and en- 
tirely roasted ore would always occur in the first part of the furnace. The 
ore flows most easily when it has just been ignited; toward the finish 
of roasting it hardly flows at all, and behaves more or less like cold material. 
This mixing would always cause over-roasting of part of the ore, caus- 
ing undue silver losses through volatilization. 


Mopiriep Form oF STRAIGHT-LINE FURNACE 


Later, the hearth was divided into three sections and the rabbles of 
adjoining sections were so spaced that a 6-in. (15-cm.) space was left 
between the sections that was untouched by the rabbles. A vertical 
cast-iron sliding door was so arranged between the sections of the hearth 

Feed Introduced by 


Spire Conveyor Leve/ 
with First Hearth = 


Fig. 2.—MopiFriep FORM OF MERTON FURNACE; a IS DISCHARGE SLIDE. 


that the ore could pass from one section to the next only if the door 
was raised, but the door was low enough to let the gases pass freely between 
it and the arch. In order to facilitate the movement of ore from one sec- 
tion to the other the hearth was stepped 6 in. between each section; the 
lowest part being the section where the ore was chloridized and dis- 
charged. Instead of feeding the ore through the arch, it was planned to 
introduce it at the center of the first section, or hearth, by a screw con- 
veyor laid in a channel under the hearth and covered by an iron plate. 
This arrangement, however, had to be altered because the conveyor could 
not push the heavy ore up the incline at the end of the channel. The 
conveyor was therefore raised above the level of the rabble and the ore 
fed at the periphery of the first hearth. This method of feeding was not 
satisfactory because on the first hearth, which has only one rabble, the 
ore should be moved from the center to the periphery, whence it is dis- 
charged to the second hearth. Therefore the furnace attendant occasion- 
ally had to push the ore to the center in order to make it spread more 
evenly on the hearth surface. In a later design of furnace this trouble 
has been overcome. This furnace is shown in Fig. 2. 
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As soon as the furnace got up to its proper temperature, it proved to 
be a success; it remained hot without the addition of fuel, roasting was 
uniformly good, and after slight trouble in the beginning, the doors 
could be operated quite easily. Chloridizing was excellent, and losses of 
silver through dusting and volatilizing were even smaller than in the hand- 
rabbled reverberatory furnaces. This was first proved by the higher 
silver content of the product of this furnace, compared with the roasted 
ore from the hand furnaces, when both are fed with the same ore. Later, 
when a lixiviation tank was charged with ore roasted by the new furnace, 
it was found that the percolation was not as good asusual, which, of course, 
had to be attributed toa smaller loss of fine ore during roasting. Dust 
losses in the hand-rabbled furnaces must be considerably larger than in 
the mechanically rabbled, for the furnacemen generally rabble by 
making small heaps of ore in one corner of the hearth and then spreading 
these heaps with a violent push or jerk, which lifts small clouds of dust; 
but in the mechanically rabbled furnace no dust is caused by rabbling or 
moving the ore through the furnace. 

The operation of the furnace is as follows: After bringing the second 
and third hearths up to as high a temperature as possible by burning fuel 
upon them, 700 kg. of ore is fed to the first hearth. If it fails to ignite, 
some sulfur and oil are introduced through the working door until 
roasting begins. As soon as the ore has begun to burn in the first hearth, 
the sliding door to the second hearth is opened, and a certain amount of 
ore is passed to the second hearth. Every revolution of the rabble pushes 

“a small quantity of ore through the discharge opening to the lower hearth; 

and as the ore slides and does not fall there is no dusting whatsoever. It 
is absolutely necessary for the ore on the first hearth to be ignited, be- 
cause if it is cold it does not flow and moves so slowly that it is practically 
impossible to transfer a charge of ore to the second hearth. Raw ore is 
gradually fed to the furnace and, after ignition, is passed farther down on 
the second and third hearths until there is a full charge of ore on every 
hearth. From this stage the operation must be carried on carefully and 
systematically. When the ore on the last hearth is ready to be chlori- 
dized, the damper is closed, the necessary quantity of salt is shoveled in at 
the two working doors, and the charge is chloridized in about 15 min. 
The discharge slides and the damper are then opened and the chloridized 
ore is discharged in another 15 min. After closing the slides, door No. 2 
is opened and a charge of half-roasted ore is transferredfrom hearth No. 2 
to No. 3, which requires 35 min. Door No. 2 is then closed and door 
No. 1 opened so that freshly ignited ore from the first hearth is charged 
on the second; about 25 min. are needed for this operation. Door No. 1 
is then closed and the cycle of operations is completed by starting the 
feeder and introducing raw ore on the first hearth. 

Under the conditions described, the capacity of this furnace, which 
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has hearths of 10 ft. (3 m.) inside diameter, is about 4 tons per 24 hr., 
when roasting an ore with 30 to 35 per cent. sulfur. The lowest sulfur 
content at which the furnace can be operated without fuel is 24 per cent., 
and on such ore the capacity increases to 5.5 tons. The rabbles make 
2.2 r.p.m.; if operated at 5 r.p.m. the capacity of the furnace is in- 
creased about 20 per cent., but frequent breakage of gears and 
bearings showed that the construction is not strong enough for the 
higher speed. Power consumption is 1.8 hp. at 2.2. r.p.m. and 2.6 hp. 
when running at 5 r.p.m. The operation is simple and easy. All that 
the work requires is a little attention to the progress of roasting and regu- 
lation of draft. The damper is always open just enough to prevent smoke 
coming out of the two working doors on the third hearth, which are the 
only openings through which the furnace draws air. A cycle of opera- 
tions requires no attention but the opening and closing of a few slides 
and doors, and starting the feeder, which draws its charge from a small 
bin placed by the side of the furnace. After raw ore is fed on the first 
hearth, there is nothing for the attendant to do until the charge on the 
third hearth is ready for chloridizing, which generally takes several hours. 
Bolivian boys quickly learn to do this work well, and one good man can 
easily attend to a battery of four furnaces. 


EFFIcIENCY OF Mopirigp STRAIGHT-LINE FURNACE 


In this furnace 85 sq. ft. (7.8 sq. m.) of hearth area are required to 
roast and chloridize 1 metric ton of ore with over 30 per cent. sulfur; 


in the McDougall furnace 58 sq. ft. of hearth are required, but 10 sq. 


ft. per ton are necessary to chloridize the product in a reverberatory, so 
that the capacity of the new furnace per square foot of hearth area is 
20 per cent. less. If, on the other hand, the modified Merton furnace 
were built with step bearings to support the spindles from below, instead 
of suspending them from the framework above, it would be feasible to 
drive the rabbles at 5 r.p.m. and to obtain a capacity of 5 tons per 24 
hr., which would be 1 ton per 68 sq. ft., or exactly the same as the combi- 
nation of McDougall and hand-reverberatory. But, even if the capacity 


were considerably lower the quality of work done is so much superior 


that loss of capacity is not a great objection. 

The intermittent system of working, of course, means a certain loss 
of capacity. The furnace is working at full capacity only when there is 
a charge of ore on every hearth; therefore, counting from the moment 
when a charge has been chloridized, it is working on two charges instead 
of three during 85 min., which is detailed as follows: 


MINnuTES 
Discharging... ...!ju sus vid. Reco SaRe ee ine aa 15 
Passing ore from hearth No. 2 to NO; Sq: ato cereal crap aaa Le 35 
Passing ore from hearth No. 1 to Noo2....0:5.04.-............. 25 
Feeding raw ore to hearth (No. 1. i... 2.0 «see eee 10 
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One-third of this time, or 28 min., must be considered as lost, since 
there are only two charges of ore in the furnaee; as the time required for 


one complete cycle is 4 hr., nearly 12 
per cent. of the capacity is lost. The 
difference in time needed to pass 
a charge of ore from hearth No. 2 
to hearth No. 3 and that required 
to pass it from No. 1 to No. 2 is 
due to the fact that freshly ignited 
ore flows more easily than half- 
roasted ore. Further, the difference 
in level between hearth No. 2 and 
hearth No. 3 is 3 in. (7 em.) less 
than the height of the rabble teeth. 
When the ore is being chloridized 
it piles up in front of the rabbles 
so that it is pushed against the 
communication with hearth No. 2, 
where it is apt to form incrusta- 
tions which prevent the half-roasted 
ore from passing freely when the 
door is raised. These incrustations 
have to be removed every 24 hr. 
For this reason the fall between 
hearth No. 2 and hearth No. 3 
should be at least equal to the 
height of the rabble teeth. 

In other furnaces of the same 
_type which are now under construc- 
tion, the spindles are supported 
on step bearings underneath the 
hearth, as shown in Fig. 3, and two 
rabbles are provided for every 
hearth. The ore is to be fed at 
the periphery of the first hearth at 
the first rabble, which has an in- 
volute tooth at the end, and will 
be discharged to the second hearth 
by the second rabble on the first 
hearth, which has an evolute tooth 
at the end. In this way the first 
hearth will work under much 


more satisfactory conditions than with only one rabble. 
mission machinery will be so constructed that two speeds are possible, a 
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Fic. 3.—CRoss-SECTION THROUGH MODIFIED FURNACE. 


The trans- 
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slow one, from 4 to 6 r.p.m., to be used during normal operation, and a 
high one, from 10 to 12 r.p.m., for discharging and moving the ore from 
one hearth to another. In this way it will be possible to reduce the loss 
of time perhaps one-half. An attempt will also be made to use two rab- 
bles on every spindle instead of one; this will improve rabbling without 
increasing the speed. 

If a five-spindle furnace running at 5 r.p.m. has a capacity of 5 tons 
per 24 hr., a six-spindle machine, working under better conditions as far 
as the first hearth is concerned and equipped with all improvements de- 
scribed, ought to roast at least 6 tons, and probably more. Where larger 
units are required the furnaces may be built with more hearths, or with 
hearths of larger diameter. I would prefer the latter, because, if more 
hearths are used, more time is lost in moving the ore through the furnace. 
Although the actual time lost is practically the same for a furnace with 
more hearths, the percentage of time lost is higher on account of the larger 
number of charges put through the furnace. For instance, assuming 
that a five-hearth furnace is working under the same conditions as the 
present three-hearth furnace, it would have a capacity of about 
54 X 6= 10 charges; this means that every 2.4 hr. a charge is drawn 
off. The time lost between discharging and feeding is: 


MINUTES 

Disc herein g's.2 ger yess APRS oct eA ey een ne, ce 15 
IRassing ore! tO Mearth i NOsO eee ete: aie oe enn se ee 35 
Baseingiore-¢o! hearth. Now4tnechem cons sects Oe te te ee 25 
Passinesoresto hearthwNowdacnesteel. ato tata te ok ae eee 25 
assingvore to hearth INO a2eeue ek cas cee Sete ee ee 25 
ieedinsyore tosearth Nod) as, eriiiok cis oc ee oe eee 10 

LOtaL aM. c Stic tame Was tersiaias <'s cBueeec centred ee ee a 135 


During this time the furnace would work on only four charges, so one- 
fifth of the time, or 27 min., is lost, but as the time needed for a complete 
cycle is 2.4 hr. the percentage of lost capacity is over 18. Further, if a 
furnace were built with more than five hearths in succession, more time 
would be needed to move a charge through it than elapses between two 
chloridizing operations, which means that the ore could not be fed quickly 
enough and poor chloridizing would result. All this is changed, of course, 
if the movement of the ore from one hearth to the other is increased by 
adopting a higher rabble speed. 

If, on the other hand, three-hearth furnaces are used with 15-ft. (4.5-m.) 
hearths, the charges could be made twice as large, say 1500 kg. It should 
not take more time to transfer a charge of this weight from one hearth 
to another than a 700-kg. charge in the 10-ft. furnace, because the open- 
ing between the two hearths could be made so much wider, say 6 to 7 ft. 
Therefore, the percentage of time lost, owing to intermittent work, 
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should not be more than in the 10-ft. furnace, although this question can 
only be settled by experimenting with a larger furnace. 

In furnaces of this kind, it is always necessary to have the two rabbles 
of one hearth overlap as much as possible so that no dead corners are 
formed. If an ore contains less than 20 per cent. sulfur, it is not likely 
that the furnace will keep its temperature, so to avoid the use of fuel the 
hearths may be built superimposed. During chloridizing and passing 
the ore from one hearth to the lower one, all draft can be shut off, to 
avoid loss through dusting, but there is always danger of volatilizing 
silver because oxidation of the ore, when falling through the furnace, is 
rapid and gives rise to high local temperatures. 


ADVANTAGES OF INTERMITTENT SYSTEM 


Wherever it is important to obtain a uniform roast, the operation 
should be conducted in furnaces operated on the intermittent system, as 
described. If anything goes wrong in a continuous furnace, several hours 
are required to restore proper working conditions, and in the meantime 
a product that is not suitable for subsequent treatment must be dis- 
charged. In addition to roasting for leaching, this system may be useful 
when roasting for magnetic separation, or for differential roasting of 
complex sulfide ores preceding flotation. 

As regards the performance of the furnaces, the following figures may 
be of interest. 


Hand-rabbled Reverberatory Furnace 


KILOGRAMS, 
SILVER 


Feed..... 15,353 kg. with 1038 gm. silver per metric ton contain 15.936 
Product.. 12,868 kg. with 1187 gm. silver per metric ton contain 15.274 


Difference 2,485 kg. 0.662 


The loss in weight during roasting was 16.2 per cent.;the loss of silver 
4.16 per cent. Screen tests on feed and product were as follows: 


rene are PEs Care peer alt 

10 20 14 14 

20 40 33 30 

40 80 19 20 

80 100 6 8 

100 150 3 2 

150 ee 23 25 

Tin content....-..-..-2+se+eessee? 2.35 9 74 

Sulfur content......---+sseeeeeere: 33.6 2.8 
Tron content........--sseereeerees 32.0 39.3 
26.6 32.8 


Insoluble inclusive Sn Ossett s' 
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Yor chloridizing 4.9 per cent. of salt was used and 2.1 per cent. of 
fuel was added. The furnace product contained 220 gm. per ton of silver 
insoluble in water and hyposulfite solution, and lost 6.2 per cent. of its 
weight by lixiviation, so that 0.938 & 12,868 « 0.00022 = 2.655 kg. 
of silver were lost in the residue. This gives an extraction of 82.6 per 
cent. of silver from the roasted ore and a total recovery of 79.15 per cent. 


Mechanically Rabbled Reverberatory Furnace 


KILOGRAMS, 
SILVER 
HOC aerate oe 26,866 kg. with 1119 gm. silver per metric ton, contain 30.063 
Producten... 21,690 kg. with 1365 gm. silver per metric ton, contain 29.606 
Difference..... 5,176 kg. 0.457 


The loss in weight during roasting was 19.3 per cent.; the loss of silver, 
1.52 per cent. Screen tests on feed and product were: 


THROUGH On FEED, Propwct, 
Mersu Mes PrR CENT. Per Cent. 
10 20 20 16 
20 40 28 27 
40 80 18 25 
80 100 5 7 
100 150 5 8 
150 2S 25 
einecon tents eee oe. eee eek 2.01 2.98 
Sulfur content..... Sorel 3. 
ITONKCONLED ts ise See ean ee See 38.6 
Insoluble inclusive, SnO»........... 27.8 SHR 


Only 3.3 per cent. of salt was used, and no fuel. The residue of the 
chloridized ore contained 175 gm. silver per ton after leaching, and 4.2 per 
cent. of weight was lost during leaching, so the insoluble silver lost in 
tailings was 0.958 < 21,690 x 0.000175 = 3.636 kg., or 12.2 per cent. of 
the silver in the roasted ore. The total recovery is 86.37 per cent. 
The larger loss of weight during roasting, compared with the hand-rabbled 
furnace, is due to the smaller percentage of salt used in the mechanical 
furnace and to the omission of fuel, which contains 45 to 50 per cent. of 
ashes. Further, the smaller amount of salt used accounts for less soluble 
salts and therefore for less loss in weight during lixiviation. 

No detailed figures need be given for the McDougall and reverberatory 
chloridizing plant, as the loss of silver in the McDougall alone-is over 30 
per cent. The McDougall product is never uniformly chloridized and 
the insoluble residue of the final product is always above 200 gm. per 
ton on an ore containing around 800 gm. per ton, so the total loss in this 
system is well over 40 per cent. 
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i The following figures show that nothing is gained by leaving the ore 
‘longer in the furnace in contact with salt. After chloridizing a charge, 
as usual, for 15 min., a sample was taken, ‘and chloridizing continued 
for another hour, samples being taken at intervals of 10 min. 


CHLORIDIZING PERIOD, Stnver ContTentT oF INSOLUBLE SILVER 
MINUTES CxHarGe, Grams Per Ton GRAMS PER Ton’ 

15 ; 1160 . 160 

25 1200 150 

35 . 1130 150 

45 1270. ? 150 

55 1260" ‘ 140 

65 1220 150 

75 1230 150 


The differences in silver content of the charge are due to imperfect 
sampling, but it can be assumed that once the silver is chloridized no 
volatilization takes place even if the finished ore is left too long in the © 
furnace. Chloridizing is improved so little by prolonging the process 
that it is not worth while doing so. 

The following figures give a comparison of the cost of roasting in the 
three different types of furnaces: 


» McDovuGat., WITH 


HAND-RABBLED MECHANICALLY RaB- HAND-RABBLED 

REVERBERATORY BLED REVERBERATORY CHLORIDIZING 
FAbor Sale hii ee: - $2.57 $0.52 $0.92 
Sabbbae te ce: TE ae 2 1.60 1.38 el 
AR Glee IE cote fairs, ustirsas 0.40 Rae Os7 
IRGODHRD ic Je HOR oan 0.05 0.31 0.40 
OVI ame evar rah orn eg 0.89 0.73 
$4.62 $3.10 $3.63 


These figures are in Bolivian dollars per metric ton; one Bolivian dol- 
lar is equal to about $0.36 United States currency. At the time of 
writing, the improved Merton furnace had been used for over 20 months, 
and the only repairing due to normal operation was the replacing of sev-, 
eral rabble teeth. Since the charge-roasting system puts a much heavier 
strain on the rabbles than continuous work, all the original gears had to be 
changed for heavier ones, and rabble arms and spindles were broken in 
the beginning through the carelessness of operators, whose cleaning tools 
were caught by the mechanism, but these are not repairs due to normal 
causes. The rabbles and spindles do not appear to become corroded by 


the chloride fumes. 
CRUSHING 
Originally, No. 4 Krupp ball mills were used, but they were later 


replaced by two pairs of 36 by 12-in. (91 by 30-cm.) rolls. The rolls did 
the work for less than one-third of the cost of the ball mills, but gave a 
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distinctly coarser product which decreased the furnace capacity consider- 
ably. Therefore, a Toncap wire cloth of only 0.85-mm. opening was 
used on the finishing screen instead of one with 1.2-mm. opening on the 
ball mills, to obtain a product that was suitable for the furnaces. The 
first rolls were set with a 14-in. (6.4-mm.) opening and their product 
went to a trommel with 3¢-in. (9.5-mm.) openings, the oversize being 
returned to the coarse rolls and the undersize going to the finishing 
trommel, which was 42 in. in diameter and 12 ft. long. The last 
trommel was operated in closed circuit with the finishing roll. 

Afterwards, a ring-roll mill was installed to do the work of the fine 
rolls and a 6 by 8 ft. (1.8 by 2.4 m.) Newaygo screen was used instead of 
the trommel. Although with this arrangement the product was as fine 
as that from the ball mills and the capacity higher than from the roll plant, 
it was not found economical, on account of the high power and steel 
consumption of the ring-roll mill, which also showed other weak points 
in its construction after having been used for some time. At the time 
of writing, the rolls are again used, but with a Newaygo screen instead 
of the finishing trommel; although the product is not quite as fine as that 
from either ball mills or ring-roll mill, it is sufficiently fine for the pur- 
pose. The cloth on the Newaygo screen, which is a No. 8 with 0.078-in. 
(1.9-mm.) opening, lasts over two months, and the screw conveyor which 
distributes the the ore evenly ever the screen surface has a life of about 
75 days. Power consumption is 11.8 hp.-hr. per ton ground from 2 in. 
(50-mm.) maximum size to about 1 mm., and steel consumption is 0.38 Ib. 
(0.17 kg.) per ton. The following list gives a comparison of products 
from the different grinding machines used. 


RovucHine Rous 


Routs Wire AND RING-ROLL 
Krupp Batu Rouits Wirh Newayco Separa- Mini WitH New- 
Mitt 1,2-mmM, 0.85-MM. Tor, No. 8 CLrorH, ayGo SEPARATOR 
Mrsu Toncar WIRE TROMMEL, 1.9-mmM. OpnnIne, No. 6 Crors, 3.0- 
Ciors, Prr Cent, Per Cent. MM. OPENING, 
Per CrEnt. Per Crnr. 
On IK ete ee 3.0 0.0 1.5 4.0 
On PAVE aoe Pree eae 17.0 19.0 16.0 24.5 
On A (Ves Sr oe 24.0 31.5 19.5 20.0 
On OU ences ceerviees 8.5 11.0 23.0 5.5 
On SOM Me Ne. eet 7.0 10.0 8.0 4.0 
Onan LOOes remy. men 5.0 5:5 ORO GES 
On LB ON aos eae 3.5 4.5 4.5 9.0 
Asses pO Ss see Se, 32.0 a oder) 220 26.5 
100.0 100.0 100.0 100.0 
DISCUSSION 


P. F. Buiex, Oruro, Bolivia (written discussion).—The first Séhnlein 
furnace is still working satisfactorily, and the second has been in opera- 
tion for 8 months; two other furnaces are under construction. The second 
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furnace has a capacity of ten charges, each of 700 kg. ore, per 24 hr. 
(7 metric tons), and a hearth surface of 335 sq. ft. The variability 
of speed in the rabbling, slow for normal operation and fast for the mov- 
ing of the ore from one hearth to the next, was not applied, as the struc- 
ture was not sufficiently rigid to stand the strain. 

Mr. Séhnlein’s principal object was to design a mechanical furnace 
that could do the same quality of work, regarding losses in silver by vola- 
tilization and chlorination, as the hand-rabbled reverberatory furnaces. 
The results are better; the furnace gives a higher grade of chlorination 
of the silver and a lower loss in dust and volatilization. However, with 
the intermittent system of working, considerable time is lost between 
the moment the chloridized ore is ready to be discharged and the time a. 
fresh charge is loaded on the first hearth. On page 688, Mr. Séhnlein 
gives that time as 85 min., and calculates a loss of nearly 12 per cent. 
in capacity. The first furnace is now completing seven charges of 700 kg. 
per 24 hr., meaning a loss of 13 per cent. in capacity; with the second 
doing 7 tons per 24 hr., the loss is nearly 20 per cent. Mr. Soéhnlein 
realizes the importance of this loss, but, correctly, does not look for the 
remedy by increasing the number of hearths; he instead recommends 
wider furnaces and heavier charges, adding, though, that this problem 
must be solved by new experiments. The use of wider hearths will in- 
crease the capacity of the furnace, but will not lessen sufficiently the time 
lost in transferring the charges; the use of a thicker layer of ore will retard 
roasting, which cannot be helped by increasing the number of revolu- 
tions of the rabble arms. 

In order to mitigate the loss in time by the intermittent system, 
Mr. G. Herrera, mechanical engineer at the Machacamarca mill, sug- 
gested the use of a rabble tooth that, with the normal movement of the 
rabble arm, brings the underlying ore to the surface; but if the arm is 
turned in the reverse direction, it gives a positive movement to the ore, 
transporting it to the periphery. A modification of this kind might 
reduce by one half the time lost in transferring the charges but it would 
make the construction of the furnace more complicated though not much 
more than the two forward speeds suggested by Mr. Sohnlein. These 
special rabble teeth will be tried in the fourth furnace, now under 
construction at the Machacamarca mill. 

Mr. Sdhnlein says that the speed of the rabble arms should be be- 
tween 2.2 and 5 r.p.m., preferring the higher speed for the increased 
capacity which resulted in the first furnace. The higher capacity ob- 
tained with the higher speed, is not due so much to a faster roasting, 
as to the quicker transfer of the charges from one hearth to the next. 
Faster rabbling does not cause faster roasting; on the contrary the roast- 
ing time may possibly be increased with an increased number of revolu- 
tions. When observing the roasting in a mechanical furnace treating 
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the high-sulfide Bolivian ores, one might notice that as the rabble arm 
passes, the hot but dark ore is brought to the surface and in a few seconds 
is alight. Once lighted, the ore gets brighter, indicating an increased 
temperature at the surface. This bright color persists generally until 
the arrival of the next rabble arm. Theoretically, the right moment at 
which the ore should be stirred again would be just before the surface 
temperature starts to go down, because if the stirring is done earlier the 
heat-generating surface ore is buried and the time that elapses before 
the dark ore brought to the surface ignites again is lost. It is difficult 
to determine the exact time for a special ore, but with the Bolivian ores 
it reaches several minutes. A practical example of this was obtained, 
when operating a McDougall roasting furnace at the Machacamarca 
mill when temperature and capacity were increased by diminishing the 
number of revolutions of the rabble arm. 

In the Séhnlein furnace, the speed for the ordinary roasting cannot be 
diminished as long as there is no special provision for a quicker transfer 
of the ore from one hearth to the other, because the loss in time would 
increase, but once an arrangement is made for different speeds for nor- 
mal roasting and for transferring the ore, the first should be kept at 
two revolutions or less per minute and the second as high as permissible. 

On page 679, Mr. Séhnlein refers to the corrosion of the rabble arms in 
the Kaufmann continuous chloridizing furnace at Huanchaca, caused 
by the action of chlorine. At Machacamarea, chloridizing was prac- 
ticed for six months in the McDougall furnace without visible effect 
on the ironwork; in the first Séhnlein furnace one spindle on the second 
hearth corroded after 3 years operation, near the water seal, and had to 
be replaced. Water-cooled shafts and arms will stand chlorine fumes 
for many years when the atmosphere is dry, and the corroding of the 
spindle must be attributed to water evaporating from the water seal 
near the spindle. At Huanchaca, the chloridizing Kaufmann furnaces 
were working with a layer of chloridized ore that covered the rabble 
arms and these plowing through the packed chloridized ore corroded 
rapidly. 

The high-sulfide ores develop sufficient heat in roasting to keep the 
Séhnlein furnace at the required temperature without the aid of fuel. 
However in the case of ores lower in sulfur, it should be necessary to 
prevent loss of heat as much as possible; the Sohnlein furnace cools more 
quickly than the hand-rabbled reverberatories. In the case of ores 
with not over 20 per cent. sulfur the furnace must be specially designed 
in order to conserve the heat better. 

The loss of heat in the cooling water cannot be neglected. Mr. 
Wiessing, superintendent of the Machacamarca mill, calculated this loss 
as 20 per cent. of the heat generated in the second Sohnlein furnace, which 
uses 20 kg. water per minute; it enters at 25° and leaves at 58°C. Con- 
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~ cerning the loss of heat by radiation no data are available, but there is 
a remarkable difference in the heat conservation between the first and 
second furnace. In the first furnace the spindles are suspended from the 
framework, while in the second the spindles have step bearings, acces- 
sible through tunnels; these tunnels might be the principal cause of 
the larger loss of heat by radiation, and for that reason are closed at 
Machacamarca by a wall of loose mudstones to avoid air circulation. 
With ores low in sulfur, it might be well to draw off the roasting 
gases around the furnace or use them to preheat the air. 

The principal object in the design of the Sdhnlein furnace was to 
recover more of the silver than could be obtained in the hand-rabbled 
reverberatory furnaces; so the first cost was a second consideration. The 
manufacturer charges $8000 U. S. currency for the ironwork of a 7-ton 
furnace. 

The comparison of working costs on page 693 gives an advantage to 
the Sdéhnlein furnace, without taking into account the depreciation on 
each furnace. This should be $0.20 per ton for the hand-rabbled furnace, 
$0.70 per ton for the McDougall furnace, $1.10 per ton for Séhnlein 
furnace; all these figures are in Bolivian currency at $0.36 U. S. for $1 
Bolivian. Adding these figures to the calculated cost, the difference in | 
working cost is not so manifestly in favor of the Séhnlein furnace; on the 
other hand the extra gain in silver and the scarcity of skilled labor make 
this furnace preferable. 

Recently the Chocaya mill of the Oploca Co. has installed a Séhnlein 
furnace of the design and dimensions shown in Fig. 3. Mr. Tonkin, the 
manager, states that data are available only over a period of six days 
continuous working. During the first three days, the capacity of the 
furnace was 3.7 metric tons per 24 hr.; the total loss in silver was 24 per 
cent., of which 11 per cent. was lost in dust and volatilization and 18 
per cent. by unchloridized silver. The ore ran 1390 gm. silver per metric 
ton, 5 per cent. salt was added, and the loss in weight in the process was 
12 per cent. In the next three days the capacity of the furnace was 
4.4 metric tons per 24 hr.; a total loss in silver was 20 per cent., of which 
12 per cent. was lost in dust and by volatilization and 8 per cent. by un- 
chloridized silver. The crude ore contained 1270 gm. silver per ton, 5 
per cent. salt was added, and the loss in weight during the roasting was 
27 per cent. No extra fuel was used in the process, and the speed of the 
spindles is constant at 2 r.p.m. The high loss in silver in dust and by 
volatilization, Mr. Tonkin attributes to a defective method of feeding. 

At the Chocaya mill of the Aramayo Francke mines, there is a 3-ton 
five-hearth Humbolt furnace with an inside diameter of 11 ft., total useful 
roasting surface of 300 sq. ft., and outside drying floor on top. Both 
central vertical shaft and rabble arms are air cooled. At-the periph- 
ery, the ore slides down from one hearth to the other and in the center 
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it falls the height of the hearth, there being only two hearths that dis- 
charge in the center. Each hearth has two passages for discharging 
the ore and separate passages for the fumes. Part of the ore is kiln- | 
roasted, the rest is made up with fines. The ore charged varies from 12 
to 16 per cent. sulfur and from 2500 to 4000 gm. silver per ton. The ore 
discharged will average about 2 per cent. sulfur and as a rule the silver 
values have increased from 2 to 4 per cent. The loss in weight of the 
ore varies from 12 to 16 per cent. and the loss of silver by volatilization 
and mechanical means variesfrom 6 to14 per cent. The average chlorina- 
tion is 80 per cent. in the furnace, which usually gives an 86 per cent. ex- 
traction in the lixiviation tanks. The furnace has ten rabbles inside and 
two on the top drying floor. It puts through 4.5 tons of crude ore per 
24 hr., the rabble arms making 1 r.p.m. The salt is put in by hand 
on. the fourth hearth; 5 per cent. salt is used. The total cost of working 
the furnace including power, works out at $4.40 Bolivian currency ($1.58 
U.S.) per ton. ~The only fuel used is that required at the start. Asa 
rule new rabble teeth must be inserted on the bottom floor once a month. 
Though the ore from this furnace has been lixiviated separately after 
only a month it has been found that this ore takes longer in the tanks 
than that from the reverberatories. 

In this continuous furnace the inconveniences of the McDougall 
furnace, of heavy losses by dusting and volatilization, have been avoided 
as much as possible and reduced to 6 to 14 per cent. of the total silver 
content; this loss is still higher than in the Séhnlein furnace, but as these 
ores are richer in silver than those experimented with in the Sohnlein 
furnace, these figures are not absolutely comparable. No silver loss is 
stated for that part of the ore which is kiln roasted. The low sulfur con- 
tent of the ores roasted without fuel in the Humboldt furnace, proves 
the advantage of a superimposed air-cooled furnace over the Sdhnlein 
furnace, as far as heat conservation is concerned. ‘These acceptable 
results can be obtained in a continuous furnace, as to silver losses, and 
future developments in the continuous furnace and in the intermittent 
furnace will show what system in the long run will be most adaptable. 
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Electrolytic Zinc Plant of Anaconda Copper Mining Co., 
at Great Falls, Mont. — 


By Freprrick Latst* anp F. F. Fricx,t ANACONDA, Monr., J. O. Exton,{ AND 
R. B. Capies,tt Great Faris, Mont. 


(New York Meeting, February, 1921) 


ABoutT six years ago the Anaconda Copper Mining Co. decided to 
investigate the possibility of extracting zinc from the ores of certain 
mines in the Butte district. These ores are of a complex character and 
contain so much iron and lead that the concentrate contains only 33 to 
35 per cent. zinc. 

Investigations showed that while a high-grade concentrate could not 
be obtained by ordinary methods, such as tabling and magnetic treatment, 
a fair grade could be made by the Horwood process. In this method, 
the concentrate resulting from the flotation of all of the sulfides is given 
a light roast and this calcine is subjected to flotation in the presence of a 
large amount of sulfuric acid; the resulting concentrate contains most of 
the zine and a residue contains most of the iron. The fact that the lead, 
copper, and silver are divided approximately equally between the zinc 
concentrate and the iron residue and the large consumption of acid, which 
ranged from 50 to 100 lb. (22 to 45 kg.) per ton of concentrates, were 
serious objections to this plan. The zinc recovery, moreover, was low, 
as a considerable percentage invariably accompanied the iron. While 
a profit might be made on the ores by the use of this process, it was 
thought that other and more promising methods might be devised. 

After carefully studying the field and doing some laboratory work on 
various processes that had been suggested, it was decided that the electrol- 
ysis of sulfate solutions was the most promising. We soon found, as 
have other investigators, that the only way to obtain a good zine deposit 
is to have the electrolyte free from all metals more electronegative than 
zinc, such as copper, cadmium, lead, arsenic, antimony, etc. Arsenic 
and antimony are particularly injurious, causing very poor current effi- 
ciency and small yield per horsepower when present in amounts so small 
as almost to defy detection—1 mg. or less per liter. 

A pure zinc is soluble only with difficulty in sulfuric acid; an impure 
zinc dissolves very readily. Electrolytic zinc deposited from pure solu- 
tions is, of course, extremely pure and dissolves only about one-fiftieth 
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as rapidly as ordinary zinc. The dissolving of pure zinc in dilute sulfuric 
acid can be greatly accelerated by the addition of a few drops of a solution 
containing copper or arsenic. ‘The presence of these metals in the solu- 
tion going to the electrolytic cells would have the same effect on the zinc 
deposit at the cathodes so that re-solution would set in and might proceed 
at a rate that would entirely offset the depositing power of the current. 
In such a case no zine would result from the passage of the current and 
nothing but hydrogen would be made at the cathode and oxygen at the 
anode. Smaller amounts of impurities would result in the zine being re- 
dissolved but more slowly than it is deposited, producing cathodes full of 
holes of various sizes while the yield per horsepower-day would be propor- 
tionally decreased. 

Mr. Herbert W. Gepp, who did considerable work with the electrolytic 
process at Bully Hill, Calif., found that one of the most injurious impuri- 
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ties present in those ores was cobalt. According to Mr. Gepp and to Prof. 
G. H. Clevenger, fifteen parts of cobalt per million parts of solution is 
fatal to electrolysis. The cell work is seriously impaired with only ten 
parts per million. The cobalt may be precipitated with manganese by 
the addition of permanganate or it may be thrown down in the presence 
of manganese by the addition of beta-naphthol and sodium nitrite, also 
by zinc dust from the neutral solution in the presence of ferric iron, copper 
and arsenic. 

It was not found difficult to maintain an extremely high degree of 
purity in the zine solution going to the cells if the iron in the solution was 
thoroughly oxidized, before being precipitated, by means of limestone or 
excess calcine and if sufficient zinc dust was added to satisfy fully the 
copper, cadmium, and whatever small amount of lead might be present. 
If the ore contains very little iron, in proportion to its arsenic content. it 
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might be necessary to add iron in the form of ferric salt in order to insure 
the complete precipitation of all arsenic as ferric arsenate. It was found 
that the best way to make sure of the oxidation of the iron was to main- 
tain a small amount of manganese in solution. Manganese becomes 
oxidized in passing through the cells, forming permanganic acid, mangani¢ 
sulfate, and manganese dioxide. The ores contain sufficient manganese 
for this purpose so that it is seldom necessary to provide outside manga- 
nese. It is possible to insure oxidation of the iron by other means 
notably continued air agitation in the presence of milk of lime. 

An aluminum plate made the most suitable cathode and a lead plate 
the most suitable anode. The latter quickly becomes coated with a brown 
layer of manganese dioxide and lead peroxide, and if the zine solution is 
entirely free from chlorides the lead is not attacked. Some of the lead 
anodes have been used for three years and seem to be just as good as 


Fic. 2.—GENERAL VIEW OF GREAT FALLS 150-TON ELECTROLYTIC ZINC PLANT. 


when put in. In the beginning it was the.intention to use aluminum 
plates only for building up starting sheets of suitable weight. This, 
however, proved unsatisfactory as the starting sheets tended to warp and 
cause short circuits. Aluminum cathodes are therefore used in all of the 
cells and the zinc allowed to deposit until a sheet of sufficient weight is 
built up to go directly to the casting furnace. Generally 48-hr. sheets, 
which weigh about 20 lb., are made, so that about 40 lb. of zinc is stripped 
each time the cathode is withdrawn. In order to avoid re-solution, good 
contact must be maintained between the zinc and the aluminum plate. 
The plate, therefore, must be roughened sufficiently to insure adherence as 
the zine sheet becomes heavier. This limits the weight of zinc sheets it is 
possible to build up, and this, together with the tendency toward sprouting, 
limits us to 48-hr. deposits. Seventy-two hour sheets have been success- 
fully made, but on the average the 48-hr. plates give the best results. 
The better current efficiency with the younger deposits more than offsets 
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the labor required for more frequent stripping. ‘The experimental work 
was done with current densities varying from 10 to 100 amp. per square 
foot. In practice, the most satisfactory density is from 22 to 25 amp. 
It is not necessary to circulate rapidly as, with the current density used, 
the evolution of gas at the anode is sufficient to provide the necessary 
agitation. 

The laboratory work at Anaconda was carried on continually for 
more than 12 months. The solution was used repeatedly , to make sure 
that nothing would accumulate that might affect the working of the cell. 
At the same time work was done to determine the effect of various im- 
purities and the degree to which these could be allowed to accumulate 
without being harmful. At the end of this time it was decided to construct 
a one-ton plant, but on account of the extremely high selling price of 


Fig. 3.—ZINC PLANT, FROM SOUTHWEST, SHOWING LEACHING AND DRYER BUILDINGS, 
ALSO BOILER PLANT STACK AND TOP OF TANK HOUSH. 


zinc, a ten-ton plant was erected. This plant went into commission 
about the first of November, 1915. By making changes in the various 
departments, its output was increased to 25 tons per day, and it was 
operated with considerable profit until Nov. 25, 1916, when the Great 
Falls plant was able to care for all the available concentrates. 

While the Anaconda plant was in an early stage of development it was 
decided to construct at Great Falls a plant that would be able to produce 
100 tons of zine per day, or 6,000,000 Ib. per month. On Dee. 13, 1915, 
ground was broken for the 100-ton plant and work was pushed as fast 
as weather conditions would permit. The metallurgical estimates for 
power were prepared on a basis of 8 lb. of zine per horsepower-day. Con- 
struction work was often ahead of detail drawings and progress in the 
development of the process called for frequent changes. The type of 
leaching tank installed was not adopted until February, 1916. The 
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number of settlers was doubled in March and 50 per cent. was added to 
the number of filters. 

In spite of weather conditions, changes, and delays of material, the 
most serious being that of the electrical equipment, which was the first 
of its size ever built, the first unit of the plant began operation on Sept. 
11, 1916, and the plant was completed in December. In 1918, the plant 
was enlarged to make 150 tons per day, or 9,000,000 Ib. per month. The 
plant is of permanent and up-to-date construction throughout; the 
buildings are brick and steel and all floors are concrete. 
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Fic. 4.—GmNERAL PLAN OF 150-TON PLANT. 


RoastTING DIvIsIon 


The zinc-roasting furnaces are located in the general smelter building, 
on the north side between the blast furnaces and the reverberatories. 
' There are fourteen roasting furnaces of the Anaconda-Wedge type in 
two rows of seven each. Each furnace consists of a brick-lined steel shell, 
925 ft. in diameter, has seven hearths and one open dryer hearth on top, 
a 5-ft. (1.5-m.) brick-lined, hollow revolving center shaft which carries 
26 water-cooled arms, four for the dryer and first hearths and three for 
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each of the other six hearths. Each furnace has an individual motor, 
direct-connected to a series of enclosed reducing gears from which the 
center shaft is turned by a bevel pinion. The water for cooling the arms 
is delivered through a water column revolving with the center shaft and 
connected to the water supply mains by a swivel joint. 

The material to be roasted consists of zinc concentrates shipped from 
Butte and Anaconda in 50-ton, bottom-dump, steel cars and delivered to 
a battery of fourteen storage bins having a total capacity of approximately 
2750 tons, located just under the high-line tracks. From these bins, the 
material is loaded into 56 cu. ft., V-shaped, rocker-dump cars of 36-in. 
gage and hauled in trains of eight cars by an 8-ton electric locomotive to 
individual feed hoppers immediately above the furnaces. Each furnace 
is equipped with an apron feeder driven by gearing to the revolving cen- 


Fig. 5.—GENERAL VIEW OF ZINC ROASTERS IN SMELTER BUILDING, SHOWING LOCATION 
OF DRIVE MOTORS AND COLLECTING FLUES. 


ter shaft, and designed so as to regulate the rate of feed as desired. The 
rabbles on the arms are so set as to move the material from the circumfer- 
ence to the center of the furnace, and vice versa, on alternate hearths, 
delivering it finally into the caleine hoppers under the furnaces. From 
these hoppers the hot calcine is drawn into electrically operated, 4-ton, 
bottom-discharge larries, hoisted by means of an 8-ton Otis elevator and 
discharged into revolving coolers, which in turn discharge into a 400-ton 
storage bin for shipment by the local electric tram to the zinc leaching 
plant. 

Each f urnace has two fireboxes, one on each side of the seventh hearth. 
The fuel used is pulverized Lochray coal, delivered to the roaster storage 
bin by means of screw conveyors from the coal-pulverizing plant. From 
the storage bin the coal is delivered by screw conveyor to individual 
furnace hoppers, each of which is equipped with a feedscrew driven by a 
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variable-speed mechanism which, in turn, is driven from a central main- 
line shaft belt driven by an electric motor. The coal is blown into the fire- 
boxes under 12-lb. pressure through especially designed burners. The ash 
is passed through grizzlies to launders and sluiced to the river. The 
gases are carried in cross flues to a main building flue, thence to the uptake 
and crosstake to the main wire-hung dust chamber, where the dust is 
settled to be subsequently drawn and re-roasted, The gases pass from the 
dust chamber, through a connecting flue, to the stack. 

This plant was started up, in September, 1916, on the oxide roast as 
developed at Anaconda when roasting for the 25-ton plant. Sulfate roast- 
ing was unsuccessful at Anaconda because there was insufficient draft 
to keep down the temperature on the top hearth and at the same time 
burn enough coal on the grates of the fireboxes to maintain the proper 
temperature in the bottom of the furnace necessary for the elimination of 
the sulfide sulfur. In December, 1916, when the zinc plant reached full 
capacity, more acid was required than the acid plant at Anaconda could 
supply, so it was purchased at a cost of $30 per ton; 30 tons per day were 
required. It was therefore decided to again try sulfate roasting. The 
test was begun on the No. 9 furnace; the feed was cut to 30 tons per 
day and instructions were given to burn enough coal to keep the furnace 
at 600° C. on the lower three floors with the doors closed and to control 
the heat on the top floors by means of the doors on the fourth floor and 
at no time to let the temperature get above 550° C., as shown by adull 
red heat. The furnace speed was cut to one revolution per 4 min., which 
kept the feed in the furnace for 22 hr. . The following table gives the 
results of the test. 


| | Per Cent. 


Hearth Temperatures, | Soluble Zine 


| Tons} Per | Degrees Centigrade | Total | Sul- ; ayeh 
Date of Feed | Cent. | See er nd: Sul fate Witnte 
Concts. | Zine | ese earur ie fur ae ita es 
ur 5 
| No. 3 | No. No. 5| No. 6 | H20 Cent. 
No. 2| No. 3 | No. 4 | ° | ° 01 
| ' : o | a er 2 tec = : 
1916 | | | | | 
Dec. 16-20.... 30 34.6 | 482 §21 532 527 541 fa 5.8 23.3 84.7 
Dec. 21-25... .| 36 Bete 466 | 516 532 532 | 549 6.5 4.7 18.1 82.8 
Dec. 26-28... .| 39 35.9 488 516 549 538 555 7.2 5.0 19.5 82.2 
| 
1917 | | 
Dec. 31-Jan. 1 | 42 | 35.6 493 516 549 560 | 565 6.5 5.2 20.1 83.3 
Van. 2-9. ess 45 35.8 499 510 560 560 565 7.2 4.4 17.3 82.8 
Jan. 6-9....... 48 36.6 499 516 565 | 565 StL 5.6 | 3.5 14.8 82.3 
Jan. 10-13..... i 51 36.4 493 | 510| 555d 565 | O71 6.0 3.6 14.2 | 80.0 


| | 


1Moisture 814 per cent. 
It was decided, after this test, to put all the furnaces on sulfate roast- 
ing with a 40-ton feed, for 32 tons of calcine was needed from each 


furnace and 20 per cent. indicated water-soluble zinc for that feed 
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would make the zine plant about self-supporting on acid. The 
slow speed of the arms and the low temperature of the sulfate roast 
resulted in a big reduction in furnace repairs, which more than compen- 
sated for the slight increase in fuel and for handling the extra flue dust. 
Sulfate roasting with its large increase in gas volume approximately 
doubles the amount of flue dust. Apparently, there is a decrease in silver 
volatilization with sulfate roasting, because silver recoveries have been 
much higher at Great Falls than at Anaconda. Various furnace speeds, 
from one revolution in 80 sec. down to one revolution in 4 min., have been 
tried. The furnace seems to be less sensitive on the lower speeds and 
repairs are less, while the solubility and capacity are about the same. 
The raking has since been changed so that the feed is in the furnace 
approximately 16 hr. as the roast appeared to be nearly as good at the 
end of 16 hr. as after 22 hr. By increasing the speed of the concentrate 
across the floor, the burnout of sulfur was more evenly distributed through- 
out the furnace and the capacity was somewhat increased. The follow- 
ing table shows how the sulfur is eliminated as the feed passes through the 
furnace; the samples were taken after the calcine had crossed the desig- 
nated hearth. The sulfur elimination is faster than indicated because 
the roasting concentrate is constantly decreasing in weight for the 
calcination approximately 90 per cent. 


Approximate Grams of 
Hearth Per Cent. Sulfur Sulfur Eliminated per 
| 100 Gm. New Feed 
Dryer Hearth 35.4 | 
1 | 28.8 | 6.6 
2 22.6 | 6.2 
3 16.8 | 5.8 
4 10.6 6.2 
5 6.4 | 4.2 
6 4.8 1.6 
7 2.8 2.0 


| 
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Much has been said about the difficulty of roasting zine concentrates 
to render the zine soluble in the presence of considerable iron. It was 
found that insoluble zine compounds are undoubtedly formed and the 
percentage of zinc that remains insoluble increases as the roasting tem- 
perature becomes higher. However, it is not difficult to make a calcine 
containing 82 per cent. of its zine in soluble form in 2 per cent. H.SO, 
from a concentrate that contains 33 per cent. zine to 20 per cent. iron, 
and we hope to increase the percentage of soluble zine to 85 per cent. 
A concentrate containing 50 per cent. zine and under 5 per cent. iron will 
yield a calcine containing about 94 per cent. of its zine in soluble form. 
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On the other hand, if the temperature is allowed to get too high, the 
soluble zine may be as low as 60 per cent. for a 33-per cent. zinc concen- 
trate. Just what is the most suitable temperature depends on the con- 
centrate undergoing treatment. In general, roasting should be done at 
between 600° and 625° C., although on low-iron concentrates the tempera- 
ture may be greatly increased if the concentrate does not sinter, as will 
happen if the percentage of lead is high. . 

The 1918 extension called for more roaster capacity than was avail- 
able at Great Falls. Fourteen of the 20-ft., six-hearth, McDougall 
furnaces in the copper-leaching plant at Anaconda were therefore con- 
verted into zine roasters. They are the standard Anaconda McDougall 
and are equipped with flotation concentrate link-belt feeders, Cottrell 
dust collectors, fireboxes on the sixth hearth, Anaconda calcine coolers, 


Fic. 6.—LARRY CAR UNDER CALCINE HOPPERS OF WEDGE ROASTERS, ALSO LARRY 
ON ELEVATOR GOING TO CALCINE COOLERS AND CALCINE STORAGE. 


and a conveyor system for the delivery of concentrate from_the zinc con- 
centrator to the roaster feed hoppers and from the coolers to standard 
railway cars for shipment of the roasted concentrate to Great Falls. 
These furnaces have given better and more consistent results than the 
larger Wedge furnaces. The Cottrell treaters, being placed just over the 
furnaces, precipitate sulfur trioxide with the flue dust, which is returned 
hot to the first hearth of the furnace, when the treater plates are rapped. 
This sulfur trioxide appears to combine with the moisture of the incoming 
concentrate, forming sulfuric acid on the first hearth, and produces a 
fuming effect; this may account for the increase in the amount of soluble 
zinc. Experiments have shown that the solubility of the zinc in roasted 
concentrates can be greatly increased if the raw concentrates are moist- 
ened with sulfuric acid before roasting. Solubilities of 85 per cent. have 
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been consistently made in these furnaces when the same material only 
yielded an 82 per cent. solubility in the larger furnaces at Great Falls. 
Roasting Zine Concentrates 


Following is an average of the daily assays of calcine produced, from 
low-grade concentrates, at the zinc roasters, Anaconda, during June, 
1919; also, the average results in September, 1918, at Great Falls. 


ReEsvutts OBTAINED IN 20-rr. McDouGcatt FurNAcrs at ANACONDA 


* Con- 
CENTRATE CALCINE 
ZAR DCILCOM User ti hise macs sees ee OL AO Mee LLL CT COL yam ee nee 31.9 34.5 
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SOW Mpericents... di eessk ee sea ntO FO ae, PEL Cent aan ee ermmeaOnO 10.0 
Oly 7n,) Der Cet, Nias. coe sees sc) BOGORIMMAS OUUCG: ema 7 emma ait 17.6 
Furnaces operating.............. 1 222A FOUNGE Eee eee 0.06 0.07 
Insoluble, per cent.... 6.0 7.0 
FeO, per cent......... 19.0 21.0 
SW PEL Centon. eye ee 34.0 4.1 
RESULTS OBTAINED IN 25-rT. WEDGE RoasTers AT GREAT FALLS 
Con- 
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Zn, "pet Cente... eaten: one Gok) MEAN; Per Conte wee te 30.5 33.0 
Totals, percent. eee AO mee Guy per Coulmier y se neal Ss 1.9 
50,5, pentcentanc: maveet teeter 32 &Pbspercente eae) meOED 10.3 
Sol. Zn, per cent................. 82.7 Ag, ounce. wont sain MOD 17.8 
Au, ounce. ae ke MeROOO 0.07 
Tngoluble, p per teat. 6.5 7.4 
eOmpericent.-ceen ee 20.0 22.3 
Ss DOLriCentta rs eee 34.5 4.5 
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oy ] ] ] ] 
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JAB SIe OL Siar, Gis a pata: 1d) a ek fn. tree ae 4) Phy. 
Anaconda zine concentrates........, bee 34.0) 7.25/11.9)0.074| 5.8} 4,918.9) 3.7| 0.1/0.38/35.1 
Childers zinc concentrates.........../1.01 31.712.0 | 6.6/0.049 8.6 6.0)15.2) 2.9 0.7/0.32)29.6 
Nelson zinc concentrates,.........../0.30'45.7| 1.4 20.3.0.010 5.8] 4.2! 8.5] 3.0) 3.7/0.14/26.7 
Greenhill Cleveland................ 0.27/37.2) 8.1 |16.3,0.010 10.8) 9.5|14.2| 5.2/ 0.1/0.19\22.2 
ighiondusurprisan aoe ene an aeiO nO 33.6) 9.0 | 4.3 0.012)16.6)14.2)14.5) 3.1) 0.1/0.32/24.0 
DUO Retires Toe eee ey Me ee j0.90'31.4/14.98) 5.910.008 14.4/11.8 13.7] 3.6] 0.1/0.22/23.6 
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Notes on Theory of Roasting for Zinc Leaching 


1. It was recognized at the beginning that ore or concentrates must be 
finely pulverized to get the maximum solubility; the following screen 
analysis shows the fineness of the concentrates being treated at Great 
Falls. ; 


Perr Cent 
(On, SD ait i Oe hole MO ed Seto gee eee 0.10 
Through 50 meshon 60 mesh...........-..--s00 se ese eeee 0.53 
Through 60 mesh on 120 mesh..........-..--0++ essere pees 13733 
Through 120 mesh on 200 mesh........--.---+ ++: Ae Sees 18.93 
Through 200 mesh.........--.-5+++-+55> aston abytnaseat eats tea 67.11 
4 Woven SU ES Sako acaba 3 oo one Stone Go 100.00 


Purchased material, when appreciably coarser than flotation concen- 
trates, is sent through the ball-mills. This serves the double purpose of 
pulverizing the concentrate and thoroughly mixing it with the mill con- 
centrates, giving a uniform feed for the roasting and leaching plants. 

2. The low initial temperature of the roast gives better solubilities 
on concentrates containing appreciable amounts of lead and iron sulfides. 
Lead, if 5 per cent. or more is present, tends to cause the roasting concen- 
trate to sinter and ball up at the higher temperatures; as these agglomer- 
ated masses will be insufficiently roasted, poor solubility results and a 
larger amount of classifier sand is produced in the leaching plant. 

The aim is to prevent the simultaneous oxidation of the iron and zine, 
as far as possible, by keeping the temperature of the two top roasting 
hearths below the active break-up temperature of zinc sulfide and yet 
high enough to permit FeS, and FeS to oxidize in the time allowed. Un- 
fortunately, zinc sulfide begins to oxidize at the low temperature of the 
upper hearths but to a less degree than the iron sulfide, therefore a 
small amount of ferrate will be formed. If zinc dross containing a large 
amount of metallics is fed in with the concentrates, even at the low tem- 
perature of the top floors, the formation of ferrates is greatly increased. 
If the dross is charged to the lower floors, where there is little or no iron 
sulfide, there is very little formation of ferrates. 

8 The amount of sulfate formed is dependent on a low initial tem- 
perature, so that apparently the amount of sulfate formed is largely in- 
fluenced'by the amount of Fe2Os present and the reactions that take place 
in sulfate roasting are those of the contact acid process, where freshly 
prepared ferric oxide is used as a catalyzer. The iron sulfide is oxidized 
to ferric oxide in the top hearths and acts as a catalyzer chang- 
ing the sulfur dioxide from the roasting zinc sulfide to sulfur trioxide 
which, in turn, combines with the freshly forming zinc oxide to form zinc 
sulfate. In proof of this, if the temperature at first is high, practically 
all of the iron will be combined with the zinc toform ferrates, in which case 
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very little sulfate will be formed although temperatures and sulfur elimi- 
nation are the same in the lower part of the furnace as when sulfating. 

4. The amount of sulfate remaining in the finished calcine is 
dependent on the end temperature. To decrease the percentage of sul- 
fate sulfur, it is only necessary to raise the end temperature and break up 
or prevent the formation of sulfates. While the solubility falls when the 
sulfates are broken up, it will be better than when ferrates are formed on 
the top hearths instead of Fe.Qs. 

5. More time is required for sulfate roasting, which means that 
the capacity will be less and the fuel consumption greater. 

6. The gas volume is greater when sulfate roasting, so that more 
flue dust is produced. The excessive amount of air needed for cooling 
is responsible for the increased gas volume. 

7. The function of the auxiliary heat from the fireboxes is to maintain 
the oxidation temperature of the roasting concentrates in the lower floors 
and to heat the air that supplies the oxygen and carries away the sulfur 
dioxide on the lower floors. The volume of gas from the fireboxes must 
be relatively large for sulfate roasting, otherwise the temperature will be 
so intense that the sulfate will be broken up in passing through the drop 
holes and in front of the fireboxes. 

8. The capacity of the furnace at Great Falls is limited by the tem- 
perature of the second hearth. For instance, the radiation and the 
amount of heat carried out in the cooling water are constant, therefore 
the oxidation of more sulfur and iron on this floor will cause an increase 
in temperature to a point where the zinc sulfide begins to break up. 
But if more air is admitted for cooling, dusting will be excessive. 

9. The SO, in the gas from the furnace intake is 2 per cent. or less 
for maximum solubility when running the furnace at capacity. We 
think this is a coincidence rather than a necessary condition. The 
function of the big excess of air is cooling, otherwise the capacity of the 
furnace would be the same both summer and winter; as a matter of fact, 
the furnaces have a greater capacity in winter than in summer while the 
concentration of SO2 is higher and the amount of soluble zine the same. 


Cumunative Recovery or Gruat Fatts Roaster PLanr FRoM SEPTEMBER, 
1916, ro Decemper 1, 1919 


Per Cent. 


BNO ac EE Cie ngtwicc t pe ee 98.169 
CODDOR Nok. 4 oll sa cee tema ee eee 100.661 
Gold ee Re Ree eM ERP I eet ie Spa ll 98.042 
Bilvet esi. OEY, a a ee aia ee 95.749 
LCs B Lc. «a, Rl el ee ee a 95.680 


* The amount of copper is small, 1.50 per cent., and is reported to hundredths. 

The accompanying table shows the recovery of the roaster plant at 
Great Falls. About 90 per cent. of the concentrates came from Ana- 
conda, where they were weighed and sampled, The losses include the 
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loading, transit, and unloading losses as well as the stack loss. The Great 
Falls stack and flue system leave little to be desired from a dust-settling 
standpoint. 


LEAcHING DIVISION 


The leaching is continuous and is carried out in two steps: CLA: 
neutral leach where all the calcine and approximately one-half of the 
total acid is added; (2) an acid leach where no calcine and the remainder 
’ of the acid is added. 
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Fic. 7.—GENERAL PLAN OF 150-TON LEACHING BUILDING. 


The solution for the first, or neutral, leach is made up with one-half © 
of the cell acid (1114 per cent. sulfuric acid and 2)4 per cent. zinc) and the 
partly spent leach liquor (0.6 per cent. sulfuric acid and 10 per cent. zine 
from the acid leach). This mixture is run into the first of a series of 
seven continuous leaching Pachuca tanks. Sufficient iron must be 
present and oxidized to account for all the arsenic and antimony, 
otherwise they will not be removed and poor tank-room efficiency will 
result. 

Calcine is run into the three succeeding Pachuca tanks in such a man- 
ner that there is an average drop of 214 per cent. acid in each tank. Noth- 
ing is added to the fifth tank, as it is used as an indicator, or control, 
tank in which the acid should be nearly, or completely, spent. One- 
sixth of the total amount of calcine is added to the sixth Pachuca tank 
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together with a small amount of pulverized limestone. The excess base 
contained in the calcine and lime rock completely precipitates the ferric 
iron, granulates the gelatinous silica, and partly precipitates the copper. 
These chemical precipitates, together with the insoluble residue, carry 
down the freshly formed insoluble compounds of arsenic and antimony 
and completely free the solution from them. For instance, the arsenic 
may be as high as 2 gm. per liter in the liquor jn the third Pachuca tank 
and less than 1 mg. in the liquor of the seventh Pachuca, which is also a 
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Fic. 9.—GRAPHIC PRESENTATION OF ZINC-PLANT RECOVERY FORMULA, BASED ON 
FACT THAT INSOLUBLE ZINC IN CALCINE EQUALS INSOLUBLE ZINC IN RESIDUE. 


control tank, but its function is mostly physical. After the base is added 
it takes several minutes for the leach to coagulate. If this step is carried 
out too rapidly, poor settlement results and in a short time the rest of the 
plant will be blocked with mud. When this step is properly carried out 
each granular particle of solid appears to be enclosed in a flake of 
freshly precipitated iron, lime, or gelatinous silica; that is, each solid 
ticle becomes a nucleus about which the chemical precipitate collects 
the necessary weight to carry down these flaky particles. 
equipment is dependent on the proper 
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handling of the seventh Pachuca. It is easy to control but requires close 
attention. ; | 

The discharge of the last Pachuca goes to the neutral classifiers. 
These take out the sands, which are reground and returned to the 
system for further treatment. The overflow from the classifiers flows 
to Dorr settlers, which discharge a clear overflow for the purification tanks 
and a spigot product, containing 50 per cent. solids, which forms the 
feed to the acid leach. 

To sum up, in the first, or neutral, leach: (1) All the calcine enters 
the process and approximately three-fourths of the soluble zine is taken 
into solution. (2) The iron is oxidized and precipitated. (3) Gelatinous 
silica is coagulated by excess base and rendered granular. (4) The 
arsenic and antimony are completely precipitated. (5) Highty per 
cent. of the copper is precipitated as hydroxide by the excess base; this 


Fic. 10.—LocaTIon OF CONCRETE PONDS, VACUUM PUMPS, OLIVER FILTERS AND 
Dork SETTLERS. 


makes possible the cheap removal of most of the copper and supplies the 
iron for the removal of arsenic and antimony in the acid leach. (6) A 
large percentage of the zinc is separated from the residues and is 
contained in a clear settler overflow along with 20 per cent. of the 
soluble copper and all the soluble cadmium which goes to the purification 
plant, while the settler spigot product containing three parts of solids 
and two parts of solution is elevated to the acid leach. The only heat 
used in the process is that supplied by the chemical reactions and electric 
current in the tank room. 

The ground neutral classifier sand and the neutral settler spigot prod- 
uct are leached in three 10 by 20-ft. (3 by 6-m.) continuous leaching 
Pachuca tanks with the remainder of the cell acid and sent to the acid 
settlers. This operation is simple; it is necessary only to see that the 
overflow from the Pachucas is maintained at approximately 14 per cent. 
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acid. Variations of 1 per cent. over a considerable time do not materially 
affect results, but too high an acid for a long period increases the volume 
of solution, hindering settlement, and causes the iron to circulate, which 
interferes with the settlement of the neutral side. Too low an acid for a 
long period results in low recovery due to undissolved ZnO and to high 
moisture in the filter cake caused by precipitating ferric hydroxide, gela- 
tinous silica, and alumina without granulating. Poor settling of the 
acid settlers also results for the same reasons. 
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O Indicate Number of Machines 


The spigot product of the acid settlers, containing 60 per cent. solid 
and 40 per cent. moisture, goes by gravity to blanket-covered filters of 
the Oliver type. The cake from these filters 1s repulped with hot water 
or hot water and acid, in case there is enough acid-soluble zinc left in the 
first cake to justify it, and then refiltered on a second set of blanket- 
covered Olivers to recover more of the soluble zinc. Hot wash water 
is used on each set of filters. If this double filtering operation is 
properly carried out, less than 20 per cent. of the zinc contained in the 
residues will be soluble in dilute sulfuric acid. In other words, if 90 
per cent. of the zinc in the calcine was soluble, 10 per cent. of the total 
zine in the calcine would be in the final residue as insoluble zinc and 


‘ — . oe 
. be “ol f 
i ‘ <i 
@. 


716 ELECTROLYTIC ZINC PLANT OF ANACONDA COPPER MINING CO. 


would be 80 per cent. of the total zinc in the residue. That is, the 
recovery would be 87!4 per cent. (Graphic solution, Fig. 9.) We con-_ 
sider this good practice and easily obtainable on 45 per cent. zine calcine. | 

The filtrate from the acid filters is combined with the acid settler 
overflow and goes to the copper roughing tanks where scrap zinc from the 
tank room and scrap iron are added to rough out the copper. It is then 
pumped to the first. of the neutral leach Pachucas and forms a part of the 
neutral leach acid. 

The results of the acid leaching system are: (1) Solution of the re- 
mainder of the acid-soluble zinc and the copper; (2) final separation of 
the solids from the zinc and copper solutions; (8) roughing out of the 
copper and chlorine; (4) solution of sufficient iron to guarantee the re- 
moval of arsenic and antimony in the neutral leach step; (5) elimination 
of the arsenic and antimony which are only partly redissolved in dilute 
acid. (About 10 per cent. of the arsenic and antimony circulate in the 
acid Dorr overflow.) 

Fig. 12A shows approximately how zinc and associated impurities go 
into solution in the first, or neutral, leach, reaching a maximum at ap- 
proximately 2.5 per cent. acid and how iron, arsenic, alumina, and soluble 
silica are precipitated by excess calcine over that required to neutralize 
free acid, again partly dissolving in the acid, or repulping, leach. The 
solution used in the first leach is a mixture of acid settler overflow and 
cell discharge solution. A number of parallel leaches were made under 
exactly the same conditions, taking one for each point on the curve and 
analyzing the solution to obtain the results as plotted. After adding the 
varying amounts of excess calcine, the pulps were allowed to settle for 
2 hr. and the clear solution was carefully decanted, leaving a thickened 
pulp containing approximately one-third of the total solution. The 
decanted solution was taken for the data plotted in C and the remaining 
pulps were used to obtain the data plotted in B. 

Fig. 12B is a presentation of the results obtained in the repulping, or 
acid, leach. The data were obtained by carefully adding fresh cell-dis- 
charge solution to the pulps containing excess calcine, taking one leach for 
each set of results. This curve shows how the amounts of iron, arsenic, 
antimony, and alumina returned to the neutral leach may be controlled 
by regulating the acid content of the repulping leach discharge. The 
results, as plotted, are higher than would be obtained if only the precipi- 
tated impurities were releached, as some of the impurities in solution are 
obtained from the excess calcine added in the neutral leach. Precipi- 
tated silica dissolves only slightly, if at all, in the repulping leach; yet 
some is contained in the solution from this leach, having been dissolved 
from the excess calcine. 

Fig. 12C illustrates the copper and cadmium purification, using zine 
dust. The clear solution from the neutral leach pulp was treated with 
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increasing amounts of zinc dust to obtain the data shown. The curves 
are borne out in practice, but do not show the true order in which copper 
and cadmium are precipitated. They show that most of the copper is 
eliminated before cadmium is precipitated, but cadmium is eliminated in 
almost the same ratio as copper when zinc dust is first added, but quickly 
redissolves precipitating copper from solution. When copper is practi- 
cally completely precipitated, a large part of, the cadmium remains in 
solution and requires a large excess of zine dust over the theoretical for its 
complete removal. This excess zinc dust is recovered and used to pre- 
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cipitate copper from a second batch of solution. An overall efficiency of 
80 per cent. of the zinc dust added is considered good practice; the other 
20 per cent. is partly recovered in the purification slime treatment plant 
by leaching with dilute acid solution. 

If zine dust is added to a clear solution of copper and cadmium sul- 
fates and only slightly agitated for a few minutes, the bright zinc dust is 
black and spongy. If the solution is filtered, it will be found that copper 
and cadmium have been eliminated in about the same proportions. If 
the agitation is continued and there is insufficient zine present to precipl- 
tate all copper and cadmium, the color of the residue will change to red 
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or reddish-brown and the solution will contain a much smaller proportion 
of copper to cadmium than the first sample. If only 50 per cent. of the 
zine dust required to precipitate the copper is added, the second sample 
will contain a higher actual percentage of cadmium than the first. In 
practice, the purification operation is carried to completion, so the re- 
action between metallic cadmium and copper sulfate is completed. 
Under certain conditions the precipitated cadmium will redissolve if 
allowed to remain in contact with the purified solution. 

The presence of ferrous sulfate seems to be especially harmful; it 
is evidently oxidized to ferric sulfate, dissolving the finely divided metallic 
cadmium. Long-continued aeration of solution containing ferrous sul- 
fate and precipitated cadmium will redissolve some or all of the cadmium. 
A trace of free acid will also redissolve precipitated cadmium. 


» 


Copper Precipitated by Scrap Iron 


When the excess of calcine, made necessary by the adoption of the 
continuous leach system, was added, it was found that a large part of the 
copper was precipitated in the neutral leaching tanks and settlers. This 
copper again went into solution when the neutral spigot product was re- 
leached, causing trouble in the purification plant because it built up in the 
leach cycle. At times, when sufficient calcine to precipitate the copper 
was not added, the copper in the neutral Dorr overflow would suddenly 
increase as much as 100 per cent., so if sufficient zine dust to precipitate it 
was not added, the tank room suffered. When it was found that copper 
was being concentrated in the Dorr overflow, the solution of the problem 
was easy; the copper in the acid Dorr overflow was precipitated with 
scrap iron until enough iron was in solution to take care of the arsenic, 
then the rest of the copper was precipitated with scrap zinc from the 
tank room. Formerly it was the practice to dissolve the scrap zine and 
iron in the cell acid storage tanks. A tank 12 ft. (3.6 m.) in diameter 
by 12 ft. deep was fitted with an air-lift agitator and used to dissolve the 
iron and scrap zine for precipitating the copper. In this tank sufficient 
scrap iron and zine were added to guarantee the desired result. The 
adoption of this scheme effected material saving of zinc dust in the purifi- 
cation plant. 


PURIFICATION 


The failure of the early experimenters to recognize the harmful effects 
of minute quantities of certain impurities is the principal reason for their 
disappointment. It is not safe to say that a definite amount of any 
impurity such as copper, arsenic, antimony, cobalt, cadmium, tellurium, 
or selenium can be tolerated because the toxic effects of most of these 
appear to be cumulative. - For instance, when a small amount of copper is 
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present (10 mg. per liter), the harmful effect of a little arsenic or antimony 
is greatly multiplied, therefore the only safe thing is to eliminate all to 
the greatest possible degree. If the neutral leach is properly carried out, 
the neutral Dorr overflow will contain, in addition to zine sulfate, all the 
soluble cadmium and a certain percentage of the copper; but the arsenic, 
antimony, ferric iron, and part of the copper will have been precipitated. 
The final purification with zine dust will take care of the copper and 
cadmium and will precipitate a certain amount of any arsenic and anti- 
mony that has passed the neutral leach; but it is not safe to depend on the 
zine dust for arsenic and antimony removal. 

The Great Falls purification plan is based on the fact that a large 
excess of zine dust will completely precipitate the last traces of cadmium 
and copper; therefore, to get a reasonable efficiency from the zine dust, a 
recovery system was installed and later supplemented by a purification 
slime treatment plant. Copper is rapidly removed by the zinc dust but 
cadmium is removed slowly and with difficulty unless a large excess of 
zine dust is used. As cadmium must be reduced to less than 20 mg. per 
liter in the purified solution, to make grade ‘‘A” zinc in the tank room, 
and asno rapid test of which we are aware is sufficiently delicate to indicate 
that small amount of cadmium, it has been necessary to develop the 
present practice. 


Operation of Purification Tanks 


The overflow from the neutral settlers is pumped to twelve 10 by 20- 
ft. (3 by 6-m.) air-agitated Pachuca tanks, where it is treated; first, with 
recovered zinc sludge from the purification classifiers, to rough out the 
copper, then with zinc dust, added carefully until copper cannot be de- 
tected with the hydrogen-sulfide test. A definite excess of zine dust is 
then added to insure that all cadmium is precipitated. The amount of 
excess dust added is determined by practice and is varied from day to 
day by the zinc-plant superintendent after he has received the analyses 
of the neutral Dorr overflow and the purified solution for the previous 
day. It is a cut-and-try method but is not difficult to control. Like 
the rest of the process it must be carefully watched because an error 
here results in poor tank-room efficiency for several days. ‘The best 
method is to avoid trouble by using plenty of dust. On the other hand, 
the use of too much dust is expensive, but so long as there is insufh- 
cient zinc sludge coming back from the classifiers to rough out the copper 
too much zinc dust is not being used. 

After the addition of the excess zinc dust, the tank is agitated for 15 
min. and then discharged through a drag-line classifier to two 10 by 50-ft. 
(3 by 15-m.) Dorr settlers in parallel, which are in series with six 25 by 
65-ft. concrete settling ponds. The ponds are arranged in parallel, so 
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that any one can be cut out for cleaning without interfering with the 
others, and are 7 ft. (2.1 m.) deep at the feed end and 214 ft. at the dis- 
charge; the sloping bottom facilitates cleaning. During normal opera- 
tions one pond is sluiced out per shift, if the sludge is allowed to remain 
in the bottom of the pond too long, the cadmium oxidizes and goes into 
solution. Traces of acid or ferric sulfate hasten the re-solution of the 
cadmium. The pond overflow launder leads to a concrete sump, which 
supplies the feed to eight Shriver clarifying presses. The purified solu- 
tion, after passing the presses, is as clear as crystal. If the overflow from 
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the ponds is clear, the presses are probably superfluous, but they act as a 
safeguard and all the solution has been forced through them. The clari- 
fied solution is pumped to two 12 by 50-ft. (8.6 by 15-m.) storage tanks 
and forms the feed to the tank room. The sludge from the purification 
Dorrs and the ponds is pumped to a scavenger Dorr, which receives all the 
spill and washings from the presses and the purification settling system 
and acts as a combination settler and slime storage tank for the purifica- 
tion slime treatment plant. The overflow of the scavenger settler is 
pumped back to the purification tanks. The spigot product of the 
scavenger settler is the feed to the purification slime treatment plant. 
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Operation of Purification Slime Treatment Plant 


The scavenger spigot product is pumped to two 10 by 17-ft. (3 by 5.1- 
m.) leaching Pachuca tanks until they are about one-third full, then cell 
_ acid (10 per cent. sulfuric acid) is run in slowly while the tanks are agitated 
until copper begins to go into solution (sodium-sulfide test.) At this 
point, the zinc and cadmium are in solution while the copper is still in 
the solid state. These leaches are now pumped to the copper settler, 
where the copper is collected in a rich slime, 30 per cent. copper in the 
spigot product, and is filtered on a 12 by 12-ft. Oliver filter and sent to 
Anaconda to the copper smelter. The overflow of the copper settler 
contains the cadmium and zine and is run to two 10 by 17-ft. Pachuca 
purifying tanks, to which fine zinc dust is added in sufficient quantity to 
reduce the cadmium content of the solution to that of the neutral Dorr 
overflow. After the cadmium is precipitated, these tanks are discharged 
to a 10 by 30-ft. cadmium settler, the overflow of which goes back with 
the scavenger settler overflow for purification. The spigot product of the 
cadmium settler contains 12 per cent. cadmium and is to be treated for 
the recovery of metallic cadmium. Approximately 500 Ib. of cadmium 
per day is contained in this product. The process for the recovery of cad- 
mium has been worked out and the plant will, most probably, be installed 
when the demand for cadmium justifies it. 


ELECTROLYZING DIVISION 


The tank house contains 864 cells divided into six electrical, or 
solution, units. The cells are 10 ft. 3 in. (3.12 m.) long, 2 ft. 10 in. 
(0.86 m..) wide, by 5 ft. (1.5 m.) deep. They are made of wood 
with a lead lining and are bolted together with heavy, 34-in. (19-mm.) 
iron bolts at the end. Each cell contains 28 anodes and 27 cathodes. 
The cathodes are approximately 2 ft. by 3 ft. 6 in. by 36 in. thick and 
have a copper contact bar riveted on the top so that 3 ft. of the 
cathode is submerged; they are spaced 4 in. on centers at right angles 
to the solution flow. The anodes, made of chemical lead, are so cast 
that the lead completely encloses the copper contact bar except at one 
end, where contact is made with the conductor bar. The anodes are 
slightly smaller in cross-section than the cathode but are 8 in. thick. 
They are spaced 4 in. on centers in such a way that the distance from 
the cathode to the anode is approximately 134 in. The triangular con- 
ductor bar used permits all of the contacts to be on the outside of the 
cell nearest the aisle. This allows easier inspection and cleaning and 
makes it unnecessary for the workmen to lean over the tank and breathe 
the fumes that rise from the solution undergoing electrolysis. 

Each tank-room unit, or block of 144 cells, is subdivided into 24 
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Typical Longitudinal Section 


Showing One Fair of Cascades 


Fig. 14.—SEcTIONS THROUGH ELECTROLYZING DIVISION. 


* 5 age fle leg i 
te lll ; 
: : 


FREDERICK LAIST, F. F. FRICK, J. 0, ELTON AND R. B. CAPLUS sO 


cascades. Each double cascade forms a stripper unit, which is divided 
by a runway. The cells of each cascade are placed end to end so that 
the discharge of the top cells flows into the next lower cells. The dis- 
charge of the sixth cell spills into the tail launder, which carries the 
spent electrolyte to the acid discharge storage tank. The feed solution 
is brought in by 6-in. (15-cm.) lead mains from the purified storage 
tanks and is distributed to the cells by iron feed pipes. Each double 
cascade has an individual feed pipe with a valve control so that the 
solution can be fed to any cell in the system. Solution is fed into the 
first five cells of a cascade; the sixth cell is used as a control from 
which hourly samples are taken and run for acid. The system used is 
really a parallel feed and a series flow of solution through each cascade. 
The 6-in. lead lines are broken and connected with 65¢-in. rubber hose 
to prevent current grounds. 


Electrical Units 


The current for each electrical unit of 144 cells is supplied by a rotary 
converter of 5800 kw. output at 580 volts and 10,000 amp. maximum 
capacity. At full load, the current density is approximately 30 amp. 
per sq. ft. The voltage and, indirectly, the current may be varied 40 
volts up or down by means of a booster set. Each additional 1000 amp. 
on a circuit calls for a raise of approximately 15 volts on the circuit. The 
80-volt range with the booster set permits a decrease of over one-half 
the amperes without changing the transformer taps. Whenever neces- 
sary, the internal resistance, that is the resistance of the electrolyte, can 
be changed by increasing or decreasing the acidity of the electrolyte. 
The drop across a cell is 3.8 volts when operating with 10 per cent. acid 
and 10,000 amp. As the cells are in series, this means that the over-all 
voltage is over 500 volts. It is only possible for a workman to get one- 
half of this voltage because the neutral of each circuit is connected to the 
ground. This arrangement has proved very satisfactory. The plant 
has been in operation for over four years and no trouble has been experi- 
enced from this high voltage. 

The first 5800 kw. rotary, after being run several hours with no load, 
was ready for operation on Sept. 10, 1916. As this was the largest ma- 
chine of this type, the electrical superintendent decided to have it come in 
on as small a load as possible, therefore the cells were only partly filled 
with solution to decrease the plate surface. It was also arranged for the 
rotary to receive current from a special generator at the power house. In 
other words, it was not dependent on the synchronous booster set for 
voltage regulation. The power was switched on the first unit at 9:20 
a.m., Sept. 11, but very little current flowed owing to the high resistance 
of the neutral solution and the high current density due to the partly 
filled cells; these were filled as soon as possible. 
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Log or A Unit Startina Up 
Head solution 85.5 G. P. L. Zn 


Switchboard Cell 
.. gee (2 es 8 Tem- 
Time perature, Remarks 
Volts Amperes | Volts ier eons | Deg. C. 
11 510 1000 3.54 bao a No flow. 
TZ 510 | 1200 3.54 
1 510 | 1500 | 3.54 1.4 30 
2 510 | 2000 3.54 
3 515 | 2500 Bei 1S of Small flow on head cells. 
4 515 | 38250 3.074] 
5 515 | 3300 3.57 34 1 ae 
6 515 | 4000 3.57 
7 515 4500 Sb7 ie cone 
8 515 | 5000 | 3.57 | 
9 515 | 5500 | 3.57 | 3.4. | 
10 510 ~~ 6000 3.54 
11 510 6500" 1 3.54") 404 
12 500 7000 3.47 |  ... | 50. | Small flow on all cells. 
1 495 7000 3.44 |) 4.4 | 
2 490 | 7000 3.40 Las 
3 480 7000 | 3.33 5.300 | 
4 478 | 7000 , 3.32 --. |... | Regular flow on all cells. 
5 478 7000 | 3.32 6.0 | 
6 475 T7000 13°30 
Fae Wpeea75y Gh 7000, P16 SeB0imgina 6.3 
8 |. 470 7000 So26uil 
9 475 7000 3.30 6.9 


The tank room was started up with green men, except one man per 
shift who was trained in the 25-ton plant at Anaconda. ‘The second unit 
was started Oct. 14, and came in much faster because cell acid from the 
first unit was added to each cell to cut down the resistance, also we were 
not afraid to push the rotary to the voltage limit. 

The individual cell feed tried in the Anaconda plant was perfected 
and adopted. This made possible a close acid and voltage control of the 
tank room without excessive supervision because the flow of each cell 
was small and small changes were at once apparent to the eye. The 
hourly acid control samples from the end of each cascade act as a check 
on the inspector’s judgment. The appearance of the solution, the size 
of the gas bubbles, and the degree of the pungent odor of the acid mist help 
in detecting abnormally high acid cells. If the zinc is allowed to become 
nearly depleted in any cell the hydrogen gas will take fire and small, rapid 
explosions result. 

The yield per horsepower-day was over 10 lb. (4.5 kg.) and the zine 
deposited was nearly ideal until about the first of December when it 


FREDERICK LAIST, F. F. FRICK, J. 0. ELTON AND R. B. CAPLES 725 


began to show signs of surface corrosion. The character of the deposit 
gradually changed until its resemblance to the arsenic deposit of the test 
cell could no longer be mistaken; but the chemists reported no arsenic in 
solution. At last, it was decided to apply the arsenic cure (adding scrap 
iron to the cell acid return launder). The effect was apparent within 24 


Fig. 15.—PARTLY ASSEMBLED CASCADE, SHOWING ANODES IN PLACE, INSULATOR 
BETWEEN CASCADE SOLUTION DISCHARGE PIPE AND RETURN SOLUTION LAUNDER, ALSO 
GRATING FLOOR BETWEEN CASCADES. SMALL TRACK IN FOREGROUND IS FOR ZINC 
CATHODE CARS. NOTE OVERHEAD TROLLEY ARRANGEMENT. 


hr. and re-solution completely stopped within a week. It has since been 
the practice to add scrap iron whenever strong acid was being added to 
the system; during this time 30 tons per day of chamber acid was 


required. 


| | | 


Average | | Pounds Average Monthly 
Daily | Amperes | Current | Zn per Analysis of Ingots 
1917 Tons | per Efficiency | Horse- 9 }———___—_— = 352. SSS 
etn | Sa. Ft. athe |Per Cent|Per Cent|Per Cent Per Cent 
| Pca eee temp eve get oe 
January....-- 95.7 | 20.8 87.55 | 11.681 | 0.036 | 0.0088 | 0.0163 | 0.0611 
February...-- 87.1 19.7 | 88.63 | 12.300 | 0.0293 | 0.0094 | 0.0153 0.0542 
March......-- | 100.1 | 23.5 | 85.71 11.595 | 0.0318 | 0.0096 0.0224 | 0.0638 
Aprilescenet sal 100.0 | 20.5 82.4 11.15 | 0.0127 | 0.0081 | 0.0220 | 0.0428 
May....--.--- 100.17 | 22.2 | 82.8 | 10.83 | 0.0371 | 0.0094 | 0.0286 | 0.0451 
| | | | 
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The results obtained in the cell room during the first five months of 
1917, after the addition of scrap iron was standardized, are given in 
the preceding table. 


Care of Tanks 


The solution flow for each unit of 144 cells is looked after by one in- 
spector on each shift, who sees that each cell gets the proper supply of 
solution and glue, looks out for leaks and poor contacts, and samples the 
spent electrolyte of each of the 24 cascades once per hour. These samples 
are titrated with standard sodium-carbonate solution, using methyl orange 
as an indicator, and the results recorded in the log book. Variations of 
over 1 per cent. are rare. It is possible, by close attention, to have each 
cell discharge contain the same percentage of acid. To lessen the work 
and to be sure of sufficient zinc in solution in all the cells, the acid in the 
last cell is higher than in any of the preceding cells in a cascade. 

On day shift, twelve tank men do the stripping of the metal for each 
unit; that is, each tank man tends one stripper unit, one-half of which 
he strips each day. The cathodes are stripped every 48 hr. and produce 
two sheets of zinc, each weighing from 15 to 20 Ib. (6.8 to 9 kg.), which 
are stacked on small 20-in. (50-cm.) gage, ball-bearing cars and delivered 
over the casting-plant scales at the end of the day’s shift. In addition 
to stripping the metal, the tank man keeps his unit in shape; he is re- 
sponsible for the cleanliness and general condition of the cells, aisle, and 
equipment. He is paid a bonus based on quantity of zine produced. 
Good tank men earn from 25 cents to one dollar per day more than 
the common laborers. 

Nine cathodes are removed at one time and placed in a rack, resem- 
bling a display rack, which permits the stripping of adjacent sides of two 
plates each time that one cathode is swung to the side. The cathodes 
are washed with hot water and surfaced with a wire brush when needed. 
The anodes are cleaned once each month or six weeks. The zinc sheets 
are not washed before they are sent to the melting furnace. 

The tank room is in charge of a department superintendent, who has 
a stripper foreman and three head inspectors under him. The stripper 
foreman has charge of the tank men and repairmen and looks after the 
stripping of the metal and the general condition of the tanks and equip- 
ment. ‘The head inspector has charge of the inspectors and the solution 
supply; he is a change-shift man. 

Every workman employed in the tank room is furnished daily with a 
piece of antiseptic gauze large enough to fold and make a nose and mouth 
mask of eight thicknesses; this mask is held in place by an elastic band. 
It is the duty of the tank-room foreman to see that every workman wears 
a mask while in the tank room. As the gas bubbles, in leaving the solu- 
tion, atomize a small amount of the electrolyte, there is at all times a mist 
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of this dibute sulfuric acid and zinc-sulfate solution in the air. The 
mask completely filters out this mist. 

A clothing allowance of $1.75 per week is paid each tank man for the 
deterioration of clothes and gloves. 

All floors are made of wood and in addition are insulated from the tanks, 
bar lines, and ground. The steel building columns, to the height of a 
man’s head, are boxed in with wood. Chain blocks have a strain insulator 
between them and the crawl. As an added precaution against electric 
shock, shoes with non-conducting rubber or wood soles are furnished to all 

-men employed in the tank room. - . 

A first-aid man is in attendance during the stripping period; the men 
are encouraged to go to him for the dressing of all minor cuts and scratches. 
Zine-sulfate solution, due to its astringent action, causes bad sores, if 
neglected. There are no indications of the development of any occupa- 
tional disease. 


Fic. 16.—STRIPPING OPERATION, SHOWING STRIPPING RACKS AND PLATFORMS, 
LIFTING FRAMES, WOODEN STRIPS ON CATHODE EDGES TO PREVENT BUILDING OF METAL 
OVER THE EDGE, CATHODE CARS, NOSE MASK, STRAIN INSULATOR BETWEEN CHAIN 


BLOCK AND CRAWL, ETC. 


Deterioration of Aluminum Cathodes 


When the gas leaves the surface of the cell, it atomizes a certain 
amount of the acid electrolyte, part of which comes in contact with the 
exposed surface of the aluminum plates. As these are relatively warm, 
the water evaporates leaving a concentrated acid which causes a constant 
deterioration of that portion of the plate above the solution level. 
When aluminum sells at 50 cents per pound, the aluminum cost approxi- 
mates 75 cents per ton of zinc deposited. So far we have been unable to 
find a coating that will resist the acidfor any length of time. Welding was 
suggested as a possibility, but it has been impossible to satisfactorily 
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weld two pieces of plate aluminum. Aluminum plates 4 in. (6.35 mm.) 
thick were tried, as it was thought they would last enough longer to 
pay for the extra weight of aluminum, but there seems to be a difference 
in the hardness and uniformity of aluminum plates over 346 in. thick. It 
was found that 1g and 3(¢-in plates stood the stripping while the 14-in. 
plates became rough, causing the zine to stick and the aluminum to peel 
off with the zinc; so it was necessary to scrap all the 14-in. plates 
before they showed signs of corroding above the solution line. 


Fie. 17.—DaiLy CATHODE PRODUCTION ON CARS. 


Anodes 


The first lead anodes were cast about 1 in. square copper conductor 
bars, so that the anode contact could be bolted down if necessary. These 
large bars nearly covered the surface of the cell when the cathodes were in 
place and caused the cell to heat unless a large amount of cooling water 
was kept in circulation. The atomized acid corroded the projecting ends 
of the copper bar and crept between it and the lead covering, forming a 
deposit of copper sulfate that, in time, completely destroyed the contact 
between the lead and copper. New anodes were made by casting the lead 
completely over a 3g by 114 in. (9.5 by 31.7 mm.) copper anode bar and 
cutting away the lead on one end so that the conductor bar made contact 
with the copper of the anode bar. 


Glue 


Between 1 and 114 oz. (28 to 42 gm.) of glue per ton of metal produced, 
depending on the amount of impurities in the electrolyte, has been added 
at 2-hr. intervals since the plant has been in operation. When re-solution 
appears, the amount of glue is increased. Glue low in chlorides should 
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be selected, otherwise the loss due to anode corrosion will be greater than 
the gain from the use of glue. The judicious use of glue gives a dense 
deposit resulting in better melting recoveries of zinc. 


Manganese Dioxide 


Manganese dioxide is deposited at the anode and falls to the bottom of 
the cell, which was designed with storage space on the bottom to hold 
the accumulation for 6 mo., which is the life of the wooden insulators. — 


Insulation 


Originally, dry maple blocks, dipped in hot paraffin, were used to 
support the conductor bars and dead ends of electrodes; glazed tile has 
been found preferable whenever it can be used without crushing. The 
current Ioss due to leakage to ground is small if proper attention is paid 
to insulation. All wood insulators must be replaced at least once in every 
6 mo. when the cells are being cleaned of manganese dioxide. Strain 
insulators were placed between chain blocks and the trolley, so as to pre- 
vent a leakage to ground when the lifting racks come in contact with 
the cathodes. 


Impurities 


Copper.—In minute amounts, 10 mg. per liter of solution or less, copper 
does not appear to have much effect on the zinc deposit. In larger 
amounts, holes are eaten through the cathodes, leaving a black deposit 
on the aluminum surface; at times a bright deposit of copper is obtained. 
A second deposition of zinc will not take place until the aluminum sheet 
is thoroughly cleaned of the black deposit. If copper is the only injurious 
impurity present, the zine deposit where not corroded will be firm and 
bright. High acids are conducive to active corrosion of the impure 
copper-zine deposit. Copper attacks the surface of the aluminum sheet 
which becomes so smooth that zinc will not adhere until it has been 
resurfaced. 

Antimony.—This is the worst impurity. The presence of any amount 
that can be determined (one part per 1,000,000) will give a very low cur- 
rent efficiency and a badly sprouted deposit, which results in low melting 
recovery. The deposit, when held to the light, shows a network re- 
sembling a lace curtain and is lifeless, retaining any form into which it is 
bent without even partly recovering its original form. The presence of 
antimony in the zinc deposit has not been detected although present in 
the electrolyte in appreciable quantities. 

Arsenic.—The presence of 1 mg. of arsenic per liter in the electrolyte 
will make itself known at the end of 30 or 40 hr. in a type of cathode 
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corrosion peculiar to arsenic. The surface of the deposit becomes rough 
in appearance and loses its luster. As this condition proceeds corruga- 
tions develop. Larger amounts of arsenic give a badly sprouted deposit 
similar in appearance to that caused by antimony. After completely — 
re-dissolving the zine deposit from a portion of the aluminum surface, 
a second period of deposition will begin, and as many as four depositions 
have been noticed for a single 48-hr. period. 

Iron.—The presence of iron in the electrolyte in moderate amounts 
does not injure the current efficiency, although when oxidized it causes 
the aluminum cathode sheets to deteriorate rapidly and, therefore, 
it should be oxidized and precipitated in the neutral leach and not al- 
lowed to overflow the neutral settlers. During the month of February, 
1917, from 25 to 30 tons of chamber acid were added to the plant solution. 
The acid contained approximately 500 mg. of arsenic per liter; it was 
‘necessary to add scrap iron to insure arsenic removal. The iron in the 
purified solution at times was over 0.2 gm. per liter; it averaged 0.13 
gm. per liter for the month. Sufficient iron was oxidized in passing 
through the cells to provide the necessary ferric iron for arsenic removal. 
The electrolyte was of a greenish color throughout the cell system and . 
apparently no permanganic acid or manganese dioxide was formed as 
only about one-half of the iron was oxidized. After a month’s trial, 
it was decided that, due to the deleterious effect of the iron on the alumi- 
num cathodes, the continuous use of the high iron was not justified, 
although the plant averaged 89.3 per cent. current efficiency and yielded 
12.3 lb. per d.c. horsepower-day for the month. The aluminum cathodes 
showed marked corrosion at the solution line and along the edges. 

Manganese-—Manganese, in the absence of other impurities, has 
little, if any, effect on the zinc deposit. In the higher states of oxidation, 
as it exists in the cell, it aids re-solution of the deposit when started by 
other impurities. Pure zine will dissolve more rapidly in cell solution 
than in pure dilute sulfuric acid, owing to the oxidizing effect of the 
manganese. Where cobalt is present in solution, it is claimed by other 
experimenters that at least a portion of the cobalt is precipitated by the 
manganese dioxide in the cell. It is also claimed that manganese protects 
the lead anodes from corrosion and that the deposit of manganese dioxide 
is beneficial. We insist that this manganese dioxide deposit must be 
removed at least once every six weeks. 

Cadmium.—The presence of 0.6 gm. per liter of cadmium in the 
electrolyte does not injure current efficiency or the character of the zine 
deposit. To make grade “A” zinc, the cadmium must be under 20 
mg. per liter in the purified solution. 

Chlorine.—Chlorine, in some forms, attacks the anode very violently 
when present in amounts of 50 mg. per liter or more. The cathode de- 
posit does not appear to be affected by it. 
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Nitrates.—Nitrates are undesirable as regards anode corrosion, es- 
pecially in the presence of chlorine. The cumulative effect of the two is 
worse than either one alone. _ 

Cobalt, Nickel, Tellurium, Selenium, Etc—These have not been in- 
vestigated sufficiently to warrant definite statements. Sodium and po- 
tassium have no deleterious effect in moderate amounts when present 
as sulfates. 

Temperature-—The corrosive effect of impurities increases ereatly 
with the temperature. Since any re-solution causes an increase in tem- 
perature, and an increased temperature. hastens re-solution, it is some- 
times hard to tell which is the cause and which the effect. With slightly 
impure solution, it is possible to maintain a fair current efficiency if the 
temperature can be kept down; this suggests the use of more cooling 
coils. With pure solution, a moderate rise in temperature, say from 30 
to 70° C., does not cause a falling off in efficiency or change the character 
of the deposit; more effort should be spent in purifying the solution in- 
stead of providing extra cooling. 

Solids in Suspension.—If the solid in suspension is a conductor, such 
as manganese dioxide or carbon, it will cause sprouting of the cathode 
metal. The electrolyte should be clarified before going to the cells and 
all foreign matter should be kept out of the electrolyte. When the cells 
become foul with manganese dioxide, so that it is in suspension, sprouting 
is more prevalent than at other times. The sprouting is always more 
intense on the bottom of the cathodes, where there is a higher concen- 
tration of the suspended particles. 

Addition Agents.—It has long been the practice in electrolytic copper 
refining to add moderate amounts of glue at regular intervals. At the 
suggestion of Mr. Willis T. Burns, glue was tried and found to be bene- 
ficial. Too much glue causes brittle metal, starts re-solution of the zine 
deposit, and may prevent the deposition of any zinc; the addition of 
moderate amounts will greatly retard sprouting and give better current 
efficiency, especially when small amounts of arsenic and antimony are 
present. After the addition of glue, there is a slight voltage rise and the 
gas bubbles from the cathode deposit greatly increase in size; probably due 
to a change in the character of the surface film of the electrolyte. Glue 
appears to make this film tougher so that the bubbles of gas hang on to the 
sprouts and raised spots for a longer period, partly insulating them. The 
low places in the deposit appear to build up faster, giving a much denser 
deposit with glue than without it. ‘The effect of the glue on the electro- 
lyte only lasts for a short period. Evidently the glue is decomposed, 
because during periods of re-solution when an excessive amount of gas 
is coming off it must be added more often. With pure electrolyte, the 
addition of glue is not necessary. Like Mr. C. A. Hansen, we feel that 
the effort should be made to purify the electrolyte, instead of doping it. 
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Sugar, ‘wood juice, starch and a number of other agents give 
approximately the same results but glue is the most trustworthy and 
cheapest. 


Me utine Division 


The zinc-casting plant contains two coal-fired reverberatories with a 
capacity of from 100 to 125-tons per furnace and one electric furnace 
with a daily rated capacity of 200 tons. After a six-month’s trial the use 
of the electric furnace was discontinued for the following reasons: (1) 
When melting zine cathodes, the dross formed coats over the surface of 
the metal, preventing the transfer of heat to the bath. (2) It is impos- 
sible to get nearly tne full production without volatilizing considerable 
metal; with a production of 170 tons per day, over 314 per cent. of the 
zine charged is volatilized. (3) The metal bath cools during charging 
so that heat is required in the muffles to keep the metal hot enough for 
casting. (4) At 70-tons capacity the furnace compares very favorably 
with the coal-fired furnaces, but when the investment is considered the 
furnace is a failure for zine-cathode melting. (5) The heat in the resistor 
troughs is so intense, when melting 100 tons per day, that the trough 
construction will not stand up, causing frequent long delays for repairs. 
The work of this furnace confirmed the laboratory experiments, that 
when zinc cathodes are melted they will produce a definite amount of 
dross. To get a good melting recovery the dross must be worked to 
separate the metal from the oxide. 


Coal-fired Reverberatories 


Zine cathode sheets are apt to be porous to a certain extent and one 
side is covered with sprouts or raised spots. There is also a coating of 
zinc sulfate. Even when melted in a covered crucible, from 4 to 5 per 
cent. of dross is formed. This dross contains metallics and may be 
reduced 40 or 50 per cent. in weight if worked hot with ammonium 
chloride. The best recovery of the metal over a month’s operation was 
9614 per cent.; 314 per cent. of the metal went to form dross, which 
assayed 8312 per cent. zinc, showing that approximately one-sixth of 
it was metallic. 

The zinc-melting reverberatories are made of common brick below the 
metal line and of firebrick above. To avoid metal leakage the whole 
furnace is set in a sheet-metal pan, which is supported by I beams set on 
concrete piers. This construction permits air cooling of the bottom. 
The main chamber of the reverberatories is built rather high so that there 
is a deep bath of metal and a big stack of cathodes at all times ; this gives 
a large surface of metal exposed to the heat. The melting zine running 
down the surface of the stack carries away the dross and always pre- 
sents a new surface of bright metal to the hot gases from the firebox, which 
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is large and deep. It is operated as a partial gas producer so that the 


resulting gases will be reducing, to avoid oxidation of the metal. The 
dross from the melting cathodes is carried down with the molten zinc 
and floats on the top of the bath, gradually slowing up the furnace. At 
intervals this dross is rabbled with ammonium chloride, which causes the 
particles of molten zinc to combine and sink into the bath. Once every 
24 hr. the dry dross is completely removed from the furnace and further 
worked, while hot, in a revolving cement mixer, to which oil and am- 
monium chloride are added. The addition of a small amount of oil and 
sawdust to the dross helps to keep up the temperature. Approximately 
50 per cent. of the zine contained in the furnace dross is recovered as 
metalin this way. This metal collects in the bottom of the cement mixer 
and is tapped out through a hole into molds. 


CHARGING 


The loaded cathode cars are brought to the charging stand over which 
there is a one-ton electric hoist, which places 4 or 5 tons of the cathodes 
upon a roller coaster. This conveys the metal to the charging doors 
in the top of the furnace; when the charging door is swung open and the 
brake on the roller coaster released the bundle of cathodes slides into the 
furnace. It is only necessary for the furnace to be open afew seconds 
while charging. Every precaution is taken to exclude the air from the 
furnace while melting; all openings are sealed except during the dross- 
skimming period. The furnace is allowed to cool down about 150° C. 
before opening it to skim the dross. ' 


CASTING AND SAMPLING 


The molten metal is dipped from metal sealed dipping muffles and 
poured into 50-lb. (22.6 kg.) slab molds of which there are 40 in line 


‘with each muffle. The dipping ladles hold over 200 lb. of molten zinc and 


are carried from an overhead crawl. Each is operated by one ladle- 
man who has a helper to mark and stack back the slabs from the molds. 
A crew of eight men does all the weighing, docking, and loading of the 
metal. 

A sample of metal is taken from every twentieth ladle and cast in 
pencils in a split graphite mold; these pencils are broken up and com- 
bined to form the sample representing each day’s production. 

During the month of June, 1920, the casting plant melted 11,027,000 
lb. (4,962,150 kg.) of cathodes, which was the production of the electro- 
lytic division for the month. From this weight of cathodes, there was 
produced 9,709,000 Ib. ingots, 788,000 lb. zine dust, and 640,000 Ib: 
dross. ‘The ingots assayed as follows: zine, 99.937 per cent.; cadmium, 
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0.025 per cent.; lead, 0.035 per cent.; iron, 0.003 per cent. The dross 
contained 83 per cent. zinc. 


Zinc-DUST PLANT 


Approximately 8 per cent. of the zine produced in the tank room is 
required to precipitate copper and cadmium. The zinc atomizing plant 
is made in two units, either may be shut down without interfering with 
theother. Each unit consists of an oil-fired Rockwell furnace, two blowing 
nozzles, and a settling chamber, with a superimposed bag house. ‘The 
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Zinc Melting Furnace 
Typical Longitudinal Section 


Fra. 18.—CaAstTING DIVISION. 


Rockwell furnace receives the molten zinc from the melting furnace by 
means of an electric hoist ladle and crawl system. The carbon crucible 
of the Rockwell furnace is provided with two carbon rods in the bottom, 
tapped with }¢-in. (3.2 mm.) holes through which the molten zinc flows 
to the atomizing nozzles. Air from the nozzles strikes the hot zine at 
right angles and blows it into the settling chamber. This chamber has 
bags above through which the air is filtered, leaving the dustto drop 
back into the hoppers which are provided in the bottom of the chamber to 
draw the dust into cars. One man per shift operates the plant. 


. 
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There are three factors to be considered: (1) The metal must be hot. 
(2) The air pressure should be at least 85 lb. (38.5 kg.) at the nozzle. 
(3) The stream of metal should be small, not over 346 in. (4.7 mm.) in 
diameter. If the air pressure at the nozzle is 300 lb., less attention must 
be paid to the other two factors. 


Fic. 19.—ZINC-DUST PLANT. 


RESIDUE TREATMENT 
Dryers 


The wet residue from the Oliver filters is delivered by conveyor belt 
to the residue dryer plant. This plant contains two 7 by 50-ft. (2 by 
15-m.) Ruggles-Coles dryers and three 9 by 60-ft. (2.7 by 18-m.) hori- 
zontal, single tube, rotary dryers. ‘These dryers are coal fired and are fed 
by a belt conveyor. They are equipped with suction fans to provide 
draft and to discharge the gases to’ a double-compartment settling 
chamber and thence to the dryer stack. In passing through the dryers, 
the residue is reduced from 25 to 7 per cent. moisture and is then con- 
veyed, by drag line, to an elevator which discharges into a concrete 
temporary storage bin. The residue from this bin is taken in 50-ton, 
standard-gage, railway, steel dump cars to the mixing plant. 


Mixing Plant 


The mixing plant consists of a bin containing eight 300-ton compart- 
ments. The first three compartments are used for dried residue, the 
fourth for fine coal, the fifth for siliceous ore, the sixth for copper con- 
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centrates, the seventh for lime rock, and the eighth for circulating — 
material such as converter slag and cleanings. Each compartment 
discharges through a small measuring chute of known capacity on to a 
belt conveyor, which discharges into a storage bin. 

Each day the charge is calculated by the smelting superintendent, 
who gives the head mixer the number of chutes of each ingredient to be 
pulled to form the charge. The head mixer, with two helpers, mixes 
from 500 to 600 tons of charge for the two reverberatories. A charge 
consists of approximately 4 tons of material, 
made up as follows: residue, 13 chutes; fine 
coal, 114 chutes; siliceous ore, 1144 chutes; 
copper concentrates, 1 chute; fine limestone, 
314 chutes. 

These ingredients, as far as possible, are 
run on the traveling conveyor belt at the same 
time so that the mix will be uniform. How- 
ever, in case each ingredient is run on sepa- 
rately, it is mixed by the spill into the bin and 
the handling it gets between the end of the 
belt and the furnace. The mixed charge is 
taken in 18-ton, standard-gage cars to the 
reverberatory furnace charge hoppers from 
which it is fed nearly continuously into the 
furnace. 


Reverberatory Furnace 


The reverberatory furnace is 125 ft. long 
= by 22 ft. wide by 8 ft. high (38 by 6.7 by 2.4 
Fic. 20.—Finisnep stan ™.) on the inside, measured from the silica 
A Bale ce ine bottom to the bottom of the arch about the 
TO 0.05 PER CENT. LHAD, 0.01 Center of the furnace. There are two of these 
cede eu ae Garg. furnaces, which were originally built to smelt 
SITION DEPENDENT oN pE- Copper calcines and were remodeled by lower- 
poe OF SOLUTION PURINICA=<ing the bottom «2 th: (0.6 m.), to increase the 
‘cross-section, and by increasing the size of 
the flue connection to the boiler, so as to permit as much settlement 
of the lead fume as possible. The flue is 6 by 8 ft. and would be better 
if it were larger and had hoppers for cleanout instead of side doors. The 
settled fume, or reverberatory ash, is rabbled out through these side 
doors and shipped to the lead smelter at Tooele for treatment. The 
slag is skimmed twice a shift into 15-ton slag pots and taken to the 
storage dump. It is planned to retreat this slag, at some future date, 
for the recovery of its zinc content. The matte is tapped into 15-ton 
matte ladles and charged into a 12-ft. Great Falls converter. 
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Converter 


After charging the matte into the converter, it is over blown before 
adding the siliceous flux so as to expel as much of the lead as possible. 
The converter slag is poured back into the furnace and the blister copper 
containing the gold and silver is cast into anodes for the copper refinery. 
The lead fumes from the converter are collected by means of a hood 
and flue system, which is connected to the bag house. 


Flue System of Bag House 


The fume-laden gases are conducted through the 8 by 10-ft. (2.4 by 
3-m.) flue to four Sterling waste-heat boilers arranged in parallel. By 


Fig. 21.—BaG HOUSE, SHOWING BALLOON FLUE AND LOADING SHED. 


means of a damper system, either boilers one and two or boilers three 
and four may be cut out for cleaning, which must be done at least every 
60 days. From the boilers the gases travel through a 10-ft. steel flue for 
1200 ft. to the cooler pipes and bag house. The flue system is provided 
with hoppers and track for the removal of dust. 


Cooling Pipes 


There are 30 cooling pipes 30 in. in diameter by 120 ft. long arranged 
in parallel. Each pipe is in the shape of an inverted U and is equipped 
with a butterfly damper for velocity control. Whenever cooling by radia- 
tion is not sufficient to cool the gases to 90° C., cold air is drawn in through 
special doors between the cooler pipes and fans. 


Fans 


There are three large fans, only two of which are necessary to provide 
the draft for the furnace and the pressure on the bags. There aretwo 
American blower fans of 150,000 cu. ft. (4200 cu. m.) per minute capacity 
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each and one of 350,000 cu. ft. per minute capacity when o perating against 
a combined draft’ and pressure of 6 in. of water. The pressure on the 
bags is approximately 1 in. (2.5 cm.) although at times when some of the 
sections are cut out for shaking the pressure goes up to 1)4 in: The 
smaller fans are belt driven from 300-hp. motors and the larger one 1s 
rope driven from a 600-hp. motor. Care must be taken to keep the fan 
vanes free from an accumulation of fume, which has a tendency to build 
up and throw the rotor out of balance. 


Bag House 


The bag house originally contained eleven sections of 138 bags, each 
18 in. by 30 ft. (45 cm. by 9 m.); it is so arranged that any section can be 
cut out for shaking or repairs. . The building is of brick and steel with 


Fig, 22,—BaG HOUSE, SHOWING COOLER PIPES, FAN ROOM AND DISCHARGE FLUE OVER 
ROOF OF BAG HOUSE. 


wooden sheeting and composition roofing. At first the gases, after 
being filtered through the bags, were allowed to diffuse into the air from 
louvers in the top of the bag house; the small amount of sulfur dioxide, 
0.5 per cent. by volume, however, made working conditions very disagree- 
able. The bag-house openings were therefore connected to the main flue 
system, which discharges all the smelter gases at an elevation of 500 ft. 
(152 m.) above the surrounding country. In 1918, six sections were 
added to provide additional capacity so that the matte could be converted 
at Great Falls. Owing to the scarcity of steel, the roof trusses of these 
sections were made of wood, but it is now necessary to replace them with 
steel. The temperature has never been above 100° C., yet the wood 

ears to be changed to charcoal to a depth of 4 in. There is a cross 

nection between the suction flue to the coolers and the distributor flue 
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to the sections so that when the dampers are opened in the cross flue, a 
back draft results and the bags are collapsed and the exhaust gas from 
the section is forced into the bags of the other sections. In addition to 
collapsing, the bags must be hand shaken at intervals to remove the 
dust, otherwise the pores will be gradually filled. The bag dust falls 
into a special hopper under each section. A screw conveyor removes . 
this dust to a cross conveyor, which discharges it into standard-gage 
railway cars for shipment to the lead smelters. 


RESIDUE SMELTING 


The object of the residue treatment is to collect the maximum amount 
of copper, gold, and silver in a leady matte with a minimum amount of 
zine and to slag as much of the zine as possible, while making a fume rich 
enough in lead to ship as a lead product. After several months of experi- 
mental work, the slag decided on as the most economical was 29 to 30 
per cent. FeO, 27 to 28 per cent. silica, 16 to 17 per cent. lime, and 10 to 
11 per cent. zinc. Over a period of six months when smelting a residue 
of the approximate analysis 15 per cent. lead, 13 per cent. zinc, 2 per cent. 
copper, 23 oz. silver and 0.07 oz. of gold, 12 per cent. silica, 29 per cent. 
iron oxide, the recoveries were: copper, 90.78 per cent.; gold, 74.05 per 
cent.; silver, 93.04 per cent.; lead, 72.65 per cent. 


MIscELLANEOUS DaTA 


Fig. 23 gives an average set of operating data obtained in roasting 
low-grade complex concentrate from the Butte district. All flue dust 
produced by the roasting plant is returned to the furnace roasting this 
material, which accounts for the presence of soluble zinc in the feed. 
The samples for these curves were taken as indicated by the numerals 
on the diagram of Wedge roaster, Fig. 23. About 75 per cent. of the 
total sulfur is eliminated by the time the concentrate reaches the fourth 
roasting hearth and it is beyond this point that the formation of sulfates 
begins. The curves also show the increase in zine content up to the point 
where elimination of sulfide sulfur is slow and the formation of sulfates 
is rapid, giving an increase in weight of calcine from addition of oxygen 


necessary to form sulfates. 
It is not advisable to attempt to reduce sulfide sulfur in low-grade 


- ealcine below 0.5 per cent., as the formation of ferrate increases rapidly 


with the necessary increase in temperature or length of time. The con- 
sumption of fuel also increases out of proportion to the benefits derived 
from complete elimination of sulfide sulfur. 

The production of flue dust from the roasting of low-grade concen- 
trates is higher than from the roasting of high-grade concentrates due to 
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admission of a greater volume of air for cooling on the upper hearths. 
The higher percentage of iron sulfide in the low-grade concentrates ac- 
counts for the greater percentage reduction in sulfur on the upper hearths 
to obtain any desired percentage of soluble zinc. To obtain a product 
containing 40 per cent. of the total zinc in soluble form requires the elimi- 
nation of approximately 35 per cent. of the total sulfur in high-grade 
concentrate, as against approximately 55 per cent. of the total sulfur 
in the low-grade concentrate. Roasting of iron sulfide is carried on at a 
lower temperature than the roasting of zinc sulfide and the effort is 
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Fia, 23.—ROAsTING LOW-GRADE CONCENTRATES IN WEDGE FURNACE. 


made to roast the bulk of the iron sulfide before starting the roast of zine 
sulfide. By so doing, the percentage of zinc ferrate is materially reduced 
and less trouble is had with hearth accretions. 

Fig. 24 shows the reactions taking place in the roasting of a low-grade, 
complex concentrate. The samples of material passing through the fur- 
nace were taken at points designated to show the effect of passing across 
the hearths and in dropping from one hearth to the next. The concen- 
trate used was a flotation concentrate, giving greater changes in dropping 
from one hearth to the next than would be the case with coarser material. 

The proportion of sulfur burned off on the upper hearths to the amount 
of soluble zinc formed is different to that on the lower hearths due to 
roasting sulfides of iron on the upper hearths with as little zine sulfide 
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being roasted as is possible with ordinary temperature control. Roasting 
of zine sulfide begins as the material falls on to the third roasting hearth 
and after 25 per cent. of the total sulfur has been eliminated. Prac- 
tically no sulfates are formed until the fourth hearth is reached and 75 
per cent. of the total sulfur has been eliminated. The conversion of sul- 
fide sulfur to sulfates from this point on is rapid and accompanied by an 
increase in weight and decrease in percentage of zinc although the amount - 
of soluble zine increases until the seventh hearth is reached. 
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Fic. 24.—RoastTING LOW-GRADE CONCENTRATES IN WEDGE FURNACE WITHOUT RE- 
TURNING FLUE DUST. 


Fig. 25 gives an average set of data obtained in roasting high-grade 
zine concentrates from the Butte district, without returning flue dust 
with the raw concentrate feed. This material is roasted separately from 
the low-grade material, as a much higher temperature is required to 
eliminate the sulfide sulfur from high-grade than from low-grade concen- 
trates. All flue dust produced goes to a common settling chamber and 
it is not desirable to return flue dust high in iron to the furnaces carrying 
a high temperature, due to excessive ferrate formation at the higher tem- 
perature. All flue dust is, therefore, returned to the furnaces operating 
on low-grade concentrates. 

The diagram of a furnace showing the location of points of sampling, 
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illustrates the method of obtaining the samples from which the curves are 
plotted. The first sample was taken as concentrate dropped from the 
dryer hearth on to the first roaster hearth. The second was taken after 
‘the concentrate had passed across the first roaster hearth, just before it 
reached the drop hole to carry to the second roasting hearth. The third 
was taken after the concentrate had dropped from the first roasting hearth 
on to the second showing the roasting obtained in dropping from the 
first to the second roasting hearth. The fourth was taken after the 
concentrate had passed across the second roasting hearth and just prior to 
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Fia. 25.—ROASTING HIGH-GRADE CONCENTRATES IN WEDGE FURNACE. 


dropping on to the third roasting hearth. The other samples were taken in 
the same order until the fourteenth which represents the finished calcine. 

Practically no sulfates are formed until the material reaches the fifth 
roasting hearth. At this point, most of the sulfide sulfur has been elimi- 
nated and the greatest loss in weight from concentrate to calecine is ob- 
tained, giving a product with the highest percentage of zinc but less than 
85 per cent. of which is soluble, due to remaining zinc sulfide. As the 
percentage of sulfates increases, the per cent. of sulfide sulfur decreases 
but the material increases in weight, due to the oxygen taken up to form 
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sulfates, thereby decreasing the per cent. zinc in the calcine but increasing 
the amount of soluble zine. If carried further at a temperature suffici- 
ently high to break up the sulfates formed, the per cent. of zine in the 
‘calcine will increase without increasing further the amount of soluble zinc. _ 
The per cent. of sulfur present as sulfates in roasting this grade of concen- 
trate rarely reaches 3 per cent. and is usually between 1 and 2 per cent. 
when the sulfide sulfur is reduced to a few tenths of 1 per cent. 
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Fic. 26.—EFFECT OF TIME OF DEPOSITION AND RATIO OF ACID TO ZINC CONTENT 
OF ELECTROLYTE ON AMPERE EFFICIENCY. DovrreD LINE IS PLOTTED FROM 8-HR. 
DEPOSITS} SOLID LINE IS FOR CONTINUOUS DEPOSITION FOR HOURS INDICATED AT END 


OF LINE. 


The sulfur elimination in dropping from one hearth to the next is 
nearly as great as in passing across the hearth, as is also the formation 
of sulfates. This is especially true in the roasting of fine material, such 
as the flotation concentrate used in obtaining the data plotted. The 
smaller the size of the particles, the greater is the surface exposed for 
a given weight and the greater the amount of sulfur burned in falling 
from one hearth to the next. . 

Fig. 26 is a summary of data obtained in a laboratory cell using a 
specially prepared zinc-sulfate solution. A large sample of zinc calcine 
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from the plant supply was leached in the laboratory with spent electro- 
lyte from the large cells and sufficient potassium permanganate added 
to oxidize all iron present in the solution.. An excess of calcine was added 
to neutralize all acid and precipitate iron, arsenic, antimony, alumina,and 
silica. The leach was filtered and the filtrate purified of copper and cad- 
mium by means of zine dust. This pulp was filtered and the solution 
used for the test cell runs recorded in these curves. The analysis of 
this solution was as follows: . 
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Two cells were operated, making parallel runs. One cell was run at 
a continuous deposit for the full run, removing the cathode at 24-hr. 
' intervals to weigh, in order to 
determine the ampere efficiency. 
The cathode deposit in the 
second cell was stripped at 8-hr. 
intervals and the ampere effi- 
ciency calculated; little differ- 
ence, due to length of time of 
deposition, was noted. When 
aS Leal —— impurities are present consis- 
7 eaeeotue tt Fecha pees Catanate sa tently higher ampere efficiencies 


Fig, 27.—EFFECT OF TEMPERATURE ON RE- sm obtained with 24-hr. de- 
SISTANCE OF ELECTROLYTE AT 20 AMPERES PER posits than with 48-hr. de- 


Ro UEieh FOOT. posits under identical condi- 
tions; it has been found impossible at times to operate the plant with 
48-hr. stripping intervals, when fair deposits were obtained at 24-hr. in- 
tervals. This is additional proof of the care necessary in the prepara- 
tion of solution for electro-deposition of zine. 

It has long been noticed that as the acid content of the electrolyte 
increases and the zine content decreases, the ampere efficiency decreases. 
The decrease is gradual at first but after a certain point is very rapid. 
To determine this point for different current densities, a series of runs 
were made starting at 20 amp. per sq. ft. and ending at 50. In the 
20-amp. run, some acid was added at the start of therun to prevent sprout- 
ing; smaller amounts were added to the succeeding runs. The current 
density employed, within the limits of the test, apparently had little in- 
fluence on the efficiency obtained. In all the tests, and with both con- 
tinuous and 8-hr. deposits, when the ratio of acid to zine in the electrolyte 
exceeded 2.5 : 1 there was a marked decrease in ampere efficiency. It is 
not intended to state that this ratio will cover electrolytes containing 
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higher or lower zinc contents than the one employed—100 to 110 gm. of | 
zine per liter. In general, with pure solutions a long period of deposition 
may be employed without impaired ampere efficiency provided that the 
ratio of acid to zinc in the electrolyte is kept below a definite point. 
When impure solutions are employed, the period of deposition must be 


‘shortened and the ratio of acid to zine content of electrolyte must be 


lowered well under the critical ratio to obtain even average ampere effi- 
ciency. A fair deposit will build for a period, depending on the amount of 
impurity present, and will then redissolve to a point where the ampere 
efficiency drops to zero and the 


zine deposited will partly or com- - 
pletely redissolve. ee 
Figs. 27 and 28 show the — 
variation, at constant acidity, in 60 \ 
resistance of electrolyte at dif- 58 S 
ferenttemperatures. Thevaria~ 5, Ss | 
tion is less marked with high ,, | 1S. 
acid percentages than with low \ | <A | 
acid percentages. At 20 amp. Ss ; Qs 
per sq. ft. and no acid, an p50 2 } 
increase of 40° C. reduces the S48 +e 
required voltage by nearly 0.8 46 % | . 
volt, or 0.02 volt per 1° C. With 44 le 
the same currentdensityand 100 ,,| | & | 
gm. acid per liter, the decrease ne ates 
in. voltage is only 0.2 volt, 
or 0.005 volt per 1° C. With eS 
increased current density +* 
the change becomes more pro- 34 
nounced. At 50 amp. per sq- tees 


° . 5 20 25 30 35 40 45 50° 55 60 65 10 
and 100 gm. acid per liter, the Temperature of Electrolyte Degrees Centigrade 


change is 0.35 volt in 40° C., or Fic. 28.—EFFEcT OF TEMPERATURE ON 
RESISTANCE OF ELECTROLYTE AT 50 AMPERES 


nearly 0.01 volt per 1° ©. With ee a can FOOT. 

neutral solution, the decrease In 

voltage amounts to 2.8 volts for 40° C. increase in temperature, or 0.07 
yolt per 1° C. In general, the relation may be expressed by saying 
that the decrease in voltage due to increasing the temperature of an 
electrolyte is greater the higher the current density and the lower the 


acid content, the effect becoming less pronounced as the temperature 


increases. 
Fig. 29 shows the effect of increasing the temperature of zinc-sulfate 


solutions on the voltage required at various current densities and ratios 
of acid to zinc content of electrolyte. With pure solutions, an increase 


in temperature is not objectionable as affecting ampere efficiency. With 
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impure solutions, the effect of the impurities is magnified by increasing 
‘temperature and acid to zinc ratio of electrolyte. As the purity of 
electrolytes is better than it was several years ago, it is reasonable to 
assume that methods of purification will be perfected to insure still 
purer solutions, and increased temperature in the cells will be permissible. 
These curves indicate the saving in power that can be made to justify 
the expense of further purification. 

The data for the first set of curves were obtained in a laboratory cell 
equipped with a cooling coil to hold the temperature constant at 25° C., 
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Fie. 29.—Errect or TEMPERATURE AND ACIDITY ON RESISTANCE OF ELECTROLYTE 
FOR VARYING CURRENT DENSITIES. 


which is as low as it is usually possible to hold the temperature of cells 
under operating conditions. The data for the second set were obtained 
in the same cell using steam coils to hold the temperature at 45° C. The 
third set is a combination of the first two and shows the comparison 
between the data obtained at 25° C. and 45° GC. The broken lines are 
45° C. readings and the solid lines 25° C. 

The power consumed, assuming equal ampere efficiencies, at 50 amp. 
per sq. ft. at 45° C. with 14 per cent. acid in the electrolyte equals that 
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for 30 amp. per sq. ft. at 25° C. with 12 per cent. acid in the electrolyte. . 
When the problem of producing an electrolyte of absolute purity has 
been solved, the design of electrolytic zine plants and the operating con- 
ditions of the electrolyzing division will be greatly changed from the 


_ present trend. Where 75 per cent. ampere efficiency is now considered 


good practice, 85 to 90 per cent. is easily obtainable with slightly more pure 
solutions and temperatures of 60°C. are not objectionable, current 
densities can be increased and the ratio of acid to zine in the electrolyte 
can be carried consistently higher than at present, giving even better 
cathode deposits. The length of time of deposition can also be doubled 
without impaired efficiency. Pure solution is the greatest single factor 
in the successful production of electrolytic zine. 

Fig. 30 shows a range of temperatures between 25° and 65° C, at 
10° intervals for acidities varying from 0 to 13 per cent. As the tem- 
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Fic. 30.—EFFECT OF TEMPERATURE AND ACIDITY ON RESISTANCE OF ELECTROLYTE AT 
50 amp. AND 20 AMP. PER SQ. FT. OF 4-IN, SPACING CENTER TO CENTER ANODES. 


perature increases, the decrease in resistance due to increase in acid to 
zine ratio becomes less. It is nearly as economical, assuming equal 
ampere efficiency, to operate at 50 amp. per Sq. ft. and 65° C., with 13 
per cent. acid as to use 20 amp. per Sq. ft. at 25° C. with 13 per cent. acid. 
As the acidity decreases, the power consumption 1s increasingly lower in 
favor of the low current density, at either the lower or the higher tem- 
perature. An increase in either temperature or acidity brings the volt- 
ages required for different current densities closer together ; therefore, 
if a sufficiently pure solution can be obtained to permit the use of high 
temperature and acidity without lowering ampere efficiency, the current 
density employed can be greatly increased over that for low tempera- - 
ture and acidity, without increasing power consumption. 


Fig. 31 shows the power required under varying operating conditions 
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as regards current density and acidity of electrolyte, with spacing of 


electrodes and temperature of electrolyte remaining constant. Power 
efficiency is the percentage of the theoretical, taking the theoretical 
decomposition voltage of zine sulfate at 2.35 volts and using 100 per cent. 
ampere efficiency. The points for these curves were then determined 
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Fia. 31.—RELATION OF POWER EFFICIENCY TO VARIATIONS IN CURRENT DENSITY, 
ACIDITY, AND AMPERE EFFICIENCY. 


from experimental work in which complete data were obtained for voltage 
and ampere efficiency variations with variations in the acid to zine ratio 
of electrolyte. Although the voltage required decreases steadily with the 
increase in acidity, the ampere efficiency falls rapidly after the acid to 
zine ratio increases above a certain point and the power efficiency also 
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Fig. 32.—RELATION oF POWER EFFICIENCY TO VARIATIONS IN CURRENT DENSITY, 
ZINC CONTENT, AND AMPERE EFFICIENCY. 


falls as the drop in ampere efficiency is too rapid to be made up by the 
decrease in voltage from increased acidity. At this temperature (25° C.) 
and with the acid to zine ratio at higher acidities as shown, the higher cur- 


rent densities cannot compete with the lower except in cases of extremely 
cheap power. 
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_ Fig. 33 gives the power efficiency when the acid to zine ratio is kept 
above the critical point. Provided that sufficient zine were in the electro- 
lyte to maintain a safe ratio and the acid content was further increased, 
the curves would apparently continue to flatten out until the power 
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Fie. 33.—PoOWER EFFICIENCY FOR VARYING CURRENT DENSITIES AND ACID TO ZINC 
: RATIOS. 


efficiency for 50 amp. per sq. ft. equaled or exceeded that for the lower 
densities. Increased temperature would hasten this equalization as 
shown in earlier curves. The curves relating to power efficiency are not 
intended to be conclusive or 
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; Fic. 34. RELATION OF SPACING OF ELECTRODES 
anodes requires nearly 1 volt Se Raa 
per cell less than 4-in. spacing 
of anodes. At the same temperature and 10 per cent. acid, the difference 
is only 14 volt. At 45° CG. and 10 per cent. acid, the 4-in. spacing requires 
nearly exactly the same voltage as 2-in. spacing at the same acidity of 
electrolyte and 25° C. The losses due to short circuits and other operat- 
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ing troubles preclude the use of 2-in. spacing of anodes at the present 
stage of development of the process. If it is possible to effect a saving 
of 0.1 volt per cell by 14 in, closer spacing of anodes, there will be a sav- 
ing of nearly 3 per cent. of the power bill in plants having an average 
voltage drop of 3.5 volts per cell. The average acid content of elec- 
trolyte in plants is not over 8 per cent. and at this point, either at 25° 
or 45° C., the saving is about 0.2 volt per inch reduction in spacing of 
anodes. ; 
Fig. 35 is made up from data obtained under actual operating condi- 
tions. The current density was varied by removing cathodes from the 
cell from which the voltage readings were obtained, using different cells 
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Fig. 35.—VouTs PER CELL FOR DIFFERENT CURRENT DENSITIES AND ACIDITIES FOR 
2-IN. SPACING OF ELECTRODES AT 35° C. 


for each acidity. The distance from center of anode to center of cathode 
Was 2 in. using 3¢-in,, anodes and 1¢-in. cathodes. The neutral solution 
contained slightly over 100 gm. zine per liter. The decomposition volt- 
age of zine sulfate (2.35 volts) was taken as the voltage at zero ampere per 
square foot. All current densities are figured in amperes per square 
foot of active cathode surface. 

Fig. 36 shows data taken from operating records and is intended to 
show the effect of decreasing the resistance of electrolyte by increasing 
acidity. The head solution, or cell feed, contained slightly over 100 gm. 


zine per liter, leaving only about 20 gm. zine per liter in the tail solution, 
or cell effluent. 
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The yearly cost for power alone for the deposition of 100 tons of zinc 
per day for one year is given using a rate of $33.50 per kilowatt-year for 
power and 80 per cent. ampere efficiency. This does not include sub- 
station expense, upkeep of equipment, or any expense whatever but the 
payment for power at the transformer; conversion losses are included. 
Increasing acid content of cell effluent from 5.8 to 10 per cent. effects a 
saving of $42,600 per year for a plant producing 100 tons of zine per day, 
or nearly $10,000 for each 1 per cent. increase In acidity. 

The power consumption per ton of cathode zinc produced is also 
given as an aid in estimating the power consumption to be expected 
under any similar conditions. ‘The curve will not hold good for the high 
acids when the zine content drops below about 30 gm. per liter, at this 
current density, because of falling off in ampere efficiency. The voltage ° 
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Fic. 36.—EFFECT OF VARIATION OF ACIDITY ON POWER COST AT CONSTANT CURRENT 
DENSITY. 


readings will remain but the power consumption per ton of zine will 
rapidly intrease due to the decrease in ampere efficiency. 

Fig. 37 gives the percentage distribution of the total power required to 
operate both zine plant and residue treatment plant, together with the 
auxiliary departments, such as coal pulverizer and crushing plant. The 
bulk of the power is consumed by the electrolyzing division, therefore 
the base is taken at 75 per cent., which is below the minimum percentage 
consumed by that department. 

Direct current to cells increases, roughly, in direct proportion to the 
quantity of zine produced regardless of grade of concentrate treated; 
therefore, as the production of zinc increases the proportion of total power 
consumed by the cells increases. Increased production is usually ob- 
tained by raising the grade of concentrates treated, thereby increasing 
the production of zine without proportionately increasing the equip- 


all A i. "ata i re 32g" 7 
= | Hf * al  /, i #1 . al ee 4 a F 7 


752 ELECTROLYTIC ZINC PLANT OF ANACONDA COPPER MINING CO. 


. ment in operation, other than cell equipment. Ampere efficiency, resis- 
tance of electrolyte, current density, and temperature of electrolyte 
influence the amount of power consumed by the cells, but taken over a 
long period it will not be far from proportional to the zinc produced. | 4 

Conversion losses include all losses from alternating-current trans- 
formers to the direct-current switchboard. A converter carrying full 
load, but not an overload, has a lower conversion loss than an underloaded 
converter. The normal loss of power from alternating to direct current 

is about 8 per cent. = 
Zinc roaster power is in proportion to the number of furnaces operating 

and the tons feed. The power consumed by the Anaconda roasters is 
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Fig. 37.—DistrRIBuTION oF POWER TO ELECTROLYTIC ZINC PLANT. 
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not included in this chart, therefore the data prior to 1919 are more accu- 
rate for this department. 

Zinc leaching power is largely dependent on tonnage of material 
handled, as the greatest power consumption is for supplying compressed 
air and in the filter division. The consumption of air is dependent more 
on the volume of solution handled than on the tonnage of solids, but with 
a constant grade of calcine and zine content of solution, the amount of 
solution handled is roughly proportional to the tonnage of solids. 

Zine residue treatment power varies with the method of disposal of 
residue and the quantity being treated at Great Falls. The frequent 
changes in method of disposal and in the equipment used are responsible 
for the frequent variations shown. 
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The other departments are small users of power and the variations are 
mainly dependent on the tonnage treated. 
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DISCUSSION 


StantEY C. Buxiockx, London, Eng. (written discussion).—There 
seems to be no radical difference from standard practice in the method 
adopted by the operators to obtain a product suitably calcined for leach- 
ing, but the paper does not make clear what is the usual percentage of 
total zine made soluble by roasting under conditions usually employed 
in their operating plant. In England, where only hand-rabbled furnaces 
of the Delplace type have been used for roasting, up to 97 per cent. of 
the total zinc in the concentrate has been made soluble, any figure 
below 90 per cent. is poor practice. Even Australian concentrates have 
given this solubility, and they require a more careful roast than the 
usual class of ore treated. 

Several plants in America, in addition to that at Anaconda, appear to 
follow the double leaching method; 7.e. first a neutral and then an acid 
leach. The most successful method in England is to leach with a hot 
solution, reducing the acid by the addition of the roasted ore or con- 
centrate to 0.5 per cent. and completing the neutralization with calcium 
carbonate or the zinc hydrate precipitate from the deironizing process, 
which is carried out subsequently. The solution or pulp is then rendered 
alkaline by the addition of CaCQOs, to insure easy filtration and the 
absence of gels. 

Deironizing is always carried out subsequent to filtration in the 
English process by simple aeration methods combined with the addition 
of calcium carbonate to the hot solution. The precipitate formed is 
subsequently used during the leaching process for neutralization. Owing 


VoL. LXIv.—48. 


s : ‘ —_s . 
754 BLECTROLYTIC ZINC PLANT OF ANACONDA COPPER MINING CO. 


to the large number of deleterious impurities in the British, Australian, 
and Indian ores, a more elaborate method of purification than that 
adopted at Anaconda has been found necessary on English plants. 

After the iron, antimony, arsenic, etc. have been precipitated, it is 
almost invariably necessary to purify for nickel and cobalt, etc. as well 
as for the more easily eliminated impurities, such as copper, cadmium, 
ete. Copper, nickel, and cadmium are first eliminated by agitation and 
precipitation by zine dust from the hot slightly acid solutions and filtered. 
This filtrate is then agitated, heated, and the necessary oxidizing reagent 
added for the cobalt precipitation. After filtration, the solution is 
taken to the mixing tanks, where it is brought up to the desired acidity, 
usually about 3 per cent. acid and 8 per cent. zine, by the addition of 
electrolyte from the cells and is then ready for the tank house. The 
quantity of nickel and cobalt remaining in the solution must not exceed 
0.0001 per cent. (1 part per million) and 0.001 per cent. (10 parts per 
million), respectively, though in actual practice they are seldom more 
than 0.00002 per cent. for nickel and 0.0005 per cent. for cobalt, by reason 
of the effective methods adopted for purification. 

The elimination of these impurities has so simplified and increased 
the efficiency of the electrolytic deposition department that the small 
extra cost of the method is more than compensated for by the decreased 
power consumption and the high zine contents of the pure solution flowing 
into the cells coupled with the low zinc contents of the out-flowing solution. 

Cell-house practice appears to be identical with that in England. 
The potential difference per cell is usually about 314 volts while the 
current density varies from 25 to 30 amp. per sq. ft. of cathode, and 
the cathode sheets are changed about every 24 hr. Earthenware cells 
have been used with satisfactory results, the current efficiency being 
about 90 per cent. 

The solution entering the cells carries about 8 per cent. zine and 3 
per cent, acid, while the outflowing electrolyte carries about 3 per cent. 
zine and 10 to 11 per cent. acid. 

No difficulty is experienced in separating the zinc sheets from the 
aluminum cathode and the zine is subsequently melted in an oil-fired 
furnace and cast into plates or ingots. 

There is little doubt but that in this country, if not in Europe, the 
furnace or distillation method of zinc production from blende is doomed. 
Efforts are being made in Scandinavia to produce zine on a commercial 
scale by electrothermic methods but owing to the quantity of impure 
zinc oxide and dirty slags produced it is questionable whether this method 
can compete with the electrochemical process. 


W. C. Smirxu, Chrome, N. J.—The question of impurities in electro- 
lyte has been emphasized by the Anaconda metallurgists. Mr. Tainton, 
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at Martinez, Calif., found that with a high current density and a high | 
acid content, he can have as high as 30 mg. per li. of cobalt. The im- 


purity that he fights is antimony; arsenic does not bother him quite as 
much; he has handled as high as 30 mg. of arsenic without losing current 
efficiency. The average current efficiency during the time that I was 
visiting the plant was 89 per cent. One pound of zine required 1.77 kw.- 
hr. electrical energy delivered to the cells. The spacing of the electrodes 
is 134g in. from the face of the anode to the face of the cathode; the 
average voltage is about 4 volts per cell. © 

Mr. Tainton has developed a leaching process that differs from the 
Anaconda practice. i 

The roasted ore is separated by means of a magnetic separator into ap- 
proximately two equal parts: a magnetic, or ferrate, and a non-magnetic, 
or oxide, portion. In the leaching operation, the spent cell solution, . 
containing approximately 27 per cent. free sulfuric acid, is treated with 
the magnetic portion of the roasted ore until the free acid content has 
been reduced to 12 or 13 per cent. The balance of the free acid is then 
neutralized by the addition of the non-magnetic, or oxide, portion of the 
ore. A precipitant for gelatinous silica is added before the free acid is 
completely neutralized. The hot neutral pulp from the agitator is then 
passed through a Burt filter. The solution from the filter averages 
about 200 gm. per li. of zinc, and if allowed to get cold will crystallize 
to a semi-solid mass. The solution is purified by means of zine dust, hot 
agitation, and filter pressing. The required amount of this strong 
solution is added to the cell solution to bring the zine in the cell solution 
up to about 70 gm. per li. The cell solution is circulated through the 
cells until the zinc has dropped to about 30 gm. per li. A portion of the 
cell solution is drawn off and sent to the agitators, and the solution is 
replaced with a strong solution from the purification cycle. 

The average extraction of zinc from a 39 per cent. ore was 87.6 per 
cent. during the time that I was making the test; that is, an ore which 
was composed of a mixture of Federal ore, Nabob ore and Federal slime. 
The average ore contained about 7 per cent. of lead and 10 oz. of silver; 
the residue ran approximately one-half the weight of the ore treated, 
and showed a little less than 10 per cent. zinc. 


F. G. Brever, Palmerton, Pa.—Is the 87 per cent. of the recovery 
on the weight of the electrodes or on the weight of the cast slabs, that is, 
commercial slabs? 


W. C. Surru.—lIt is on the weight of cathode sheet produced; the 
cathodes were not melted but were sold as cathode zinc. 

Extraction varies with the grade of ore. For instance, ore from 
Shasta County, Calif., which ran about 5 per cent. copper and 42 per 
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cent. zinc, gave a very good extraction; I think it averaged over 92 per 
cent. A number of carloads of the Silver Standard ore, from Nelson, 
B. C., were also successfully treated. This mixture of Nabob ore, Fed- 
eral ore, and slime that was being worked at the time of my visit was the 
meanest proposition they had been‘up against, because the Federal slime 
was all dust. 
This plant is operated by the Central Mining Co., of London, using 
the Tainton-Pring process, the original patents for which are prior to 
the Anaconda patents. 


T. T. Reap, Washington, D. C.—How does the purity of the eath- 
ode produced at the high current density compare with the Anaconda? 


W. C. Smiru.—As nearly as I can judge, the purity is about the same. 
You must have a reasonably pure solution to get a good zine deposit, 
but the last traces of impurity, which are difficult to get out, do not have 
to be removed when using the high current density and high acid solution. 

I omitted to state that they use about 3 lb. of glue per ton of zine 
produced. That seems to have a very beneficial action on the amount 
of mist or gas and acid mist given off by the cells. At no time was it 
necessary to wear a respirator. The glue is added periodically, in fact 
the amount of acid mist is an indication of the amount of glue in the 
solution; if this is noticeably strong, glue is added. Its effect can be 
seen at once. The large percentage of glue probably increases the 
possibility of running a foul solution. 


A. A. Hermrop, New York, N. Y.—How was the iron content elimi- 
nated from the solution? 


W. C. Smira.—Manganese ore added in the leaching operation, 
oxidized the iron to the ferric state; the neutralization precipitates the 
iron, and sweeps down most of the arsenic and the antimony and other 
troublesome metals to a large degree. 


\ amy nm) ste : 
G. L. Osteren, New York, N. Y.—How many men are required to 
operate a plant of, say, about 100 tons? 


W. C. Smira.—I .cannot answer that. The plant was an experi- 
mental one with a maximum production of about 6 tons per 24 hr., 
but it was producing about 2 tons while I was there. 


I. G. Breyer.—Was the 87 per cent. recovery a day’s run, or was 
that the recovery of 100 tons of ore that was run through the plant? 


W. C. Smiru.—Roughly, that represents ten or twelve days operation, 
of approximately 5 to 6 tons of ore a day. 
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W. Seauine.— With 100 amp. per sq. ft., how is it possible to operate 
on that zine at the temperature of 84° F.? Does not the temperature 
rise to an extraordinary degree? 


W. C. Smira.—Without a doubt one of the most expensive installa- 
tions in the plant was the cooling system. The electrolyte must be cooled 
after each pass through the cells. That featyre required more experi- 
mental work and more tearing down and rebuilding than any other part 


of the plant. A fairly simple and inexpensive cooling system has been ~ 
developed. : 


Hiram W. Hixon, New York, N. Y.—Is there any claim for novelty 
as regards the use of glue? The Anaconda copper refinery 25 years ago 
used glue to obtain a denser deposit of copper. 


W. C. Smire.—It was the natural thing to try. First the copper 
refinery used glue, then the lead refinery, it was the natural thing for the 
zine refinery to try glue. 


E. P. Maruewson, New York, N. Y.—The men at Anaconda were 
pioneers in commercializing electrolytic zinc. The later workers, who 
are operating at Martinez, have discovered that they can get along with 
a much smaller plant by using a much higher current density. That 
means that the first cost of the plant is much less than the first cost of the 
plant at Anaconda. They have overcome much of the trouble of the 
impurities and can use much more impure solutions than would be 
possible under the practice of the Anaconda people. It seems likely that 
the production of zinc by strictly furnace methods will soon be a thing of 
the past except where electric power is extremely costly or fuel very cheap. 


E. L. Jorgensen, New York, N. Y. (written discussion).—The advan- 
tage gained by using higher current densities, as worked out in Martinez, 
Calif., would be increase in ampere efficiency, because the reduced 
effect of impurities in the electrolyte permitted the use of impure solu- 
tions, and the size of the electrolytic tank house could be decreased. A 
careful study of this question in connection with the electrolysis of copper- 
sulfate solutions shows results that should apply in a general way to 
electrolysis of zinc. 

With increased current density follows an increase in cell voltage 
and, consequently, an increase in power consumption. In the elec- 
trolysis of copper, the cost of the electrolytic tank house is generally 
less than one-half the cost of the power installation. As the electrolytic 
tank house is decreased in size the power plant is increased, so it does 
not necessarily follow that a great saving in capital expenditure is 
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effected. As the power consumption per pound of zinc produced is 
increased, thereby increasing the operating cost, and as the increased 
power consumption results in heating the solution, necessitating cooling 
and increase of flow to avoid excessive temperatures, a point will be 
found beyond which it does not. pay to go. This point depends entirely 
on local conditions. 

It would seem that in certain localities it would be better to guard 
against impurities in the electrolyte in the manner practiced by the 
Anaconda Copper Mining Co. than to resort to the use of extremely 
high current densities. 

In the electrolysis of zine any power required in excess of 0.736757 
kw.-hr. per lb. is used for heating solutions. The practice at Great 
Falls shows a power efficiency of 44.6 to 50.5 per cent., and at Martinez 
of 41.6 per cent. If the electrolytic power is produced in a steam-power 
plant, which will show an over-all efficiency of only 15 per cent. or less, 
we have an over-all efficiency for electrolysis of 6 to 7 per cent. This 
may suggest opportunities in looking for another method for the recovery 
~ of zine from hydrometallurgical solutions. 


J. O. Exton anp R. B. Capues (authors’ reply to discussion).—The 
first experimental work done at Anaconda was at high density. The 
results were so good that it was decided to try out this method thoroughly, 
but after a thorough trial it was decided that high-density work was 
impractical. Mr. Mathewson was manager of the Anaconda plant at 
that time when the 10-ton plant was designed for operation at 30 amp. 
density per square foot. We believe we are safe in saying that every com- 
pany making electrolytic zinc has at one time or another investigated 
and turned down high-density methods. There is a vast difference be- 
tween a small plant that can be closed down and overhauled every time 
something goes wrong and a big plant that must run every hour at full 
capacity to fill contracts for war needs. 

Mr. Mathewson stated that a much smaller plant is required through 
the use of high-current density and that therefore the first cost is much 
less than for a plant using low density. Based on the experience of an 
electrolytic-copper refining plant, this statement sounds reasonable to 
any one who has not had much experience with the electrolytic zine proc- 
ess. There are many differences between electrolytic-copper refining 
and the production of electrolytic zinc, and the effect on the process of 
changes, such as variations in current density, present entirely different 
problems. A detailed comparison of first costs for zine plants employing 
high density and low density is not nearly as unfavorable to the low- 
density plant as might at first appear. The difference in operating and 
maintenance costs will return a high rate of interest on the added invest- 
ment required for the low-density plant. As no high-density plant for 


* 
. 


PD a 


DISCUSSION . 759 


the production of electrolytic zinc on a commercial basis has yet been 
built, there is no actual basis of comparison of the first cost of such a 
plant and a low-density plant. A comparison of costs at the present 
time is therefore really a comparison between what may be reasonably 
expected from the high-density plant, based on small-scale experimental 
data, and what has been proved to be true for a full sized, commercial 
low-density plant after several years of succegsful operation under trying 
conditions, as regards labor turnover, securing supplies, ete. 

Roaster Division —From data published regarding zine recovery in 
a high-density plant, the same quantity of material must be roasted for 
either a high- or a low-density plant. Leaving out the cost of magnetic 
separators, separate bins for the magnetic and non-magnetic portions, 


Per Cent, Solubility 
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and other equipment necessary to conduct this step, the cost of the roaster 
division of each plant is the same. If magnetic separation of the calcine 
is used in the high-density plant, the cost of roasting equipment will be 
that much higher. 

Leaching Division—The floor space required for ‘the low-density 
plant may be somewhat greater than for a high-density plant, due to 
the elimination of thickeners and handling less solution. More floor 
space for filters and solution storage is required in a high-density plant. 
The net difference will not amount to a large sum of money. A high- 
density plant requires lead-lined leaching tanks, mechanical agitators, 
and heating coils in all storage tanks. More material must be filtered 
under pressure and at high temperature and quantity and temperature 
of wash water must be carefully watched. A large boiler installation to 
supply steam for heating solutions is required. The cost of equipment 
in a high-density plant will equal, if not exceed, that necessary for a 


low-density leaching plant. 
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Electrolyzing Division—Entirely different arrangements of cells are 
required for high- and low-density plants. In the former, one or possibly 
two cells are in series as regards solution flow; while in the low-density 
plant as many cells as required may be connected in series or cascade. 
It is necessary to return a large proportion of the spent electrolyte to be 
mixed with a small amount of new solution in order to keep down the 
voltage in a high-density plant, and this mixture is cooled before return- 
ing to the cells to keep down the temperature of the electrolyte. An 
elaborate system of lead pipes, pumps, cooling equipment and storage 
_ tanks is required to carry out these operations. In a low-density plant, 
it is unnecessary to return any acid solution to the cells, yet a practically 
uniform voltage drop per cell is maintained throughout the cascade, and 
the only cooling equipment necessary is a small lead coil in some of the 
cells in each cascade. The floor space required for a high-density plant 
is greater, in proportion to the number of cells, due to greater space taken 
up by aisles and working spaces, and a larger basement is required to 
accommodate the piping and pumps for circulating spent electrolyte. 
Using the same spacing of electrodes, at least 25 per cent. more power- 
generating equipment is required for a high-density than for a low-density 
plant. The total cost of electrolyzing division and power equipment is 
little, if any, in favor of the high-density plant, and the greater power 
cost so increases the operating cost thaé an enormous saving in first cost 
must be obtained to justify the high-density plant. 

Casting Division —The costs are the same in both cases. 

Assuming all labor and supply costs to be equal and a difference of 
only 1214 per cent. in power consumption in favor of a low-density plant 
of 150 tons of zine daily capacity, where power costs $30 per horsepower- 
year, there is a saving in power alone of over $112,000 per year, which 
will justify the expenditure in first cost of $1,000,000. There is no doubt 
but that the difference in first cost of the leaching and electrolyzing divi- 
sions for high-density and low-density plants of this size would be less 
than half this amount, and as the other divisions are practically equal 
in first cost it is nov apparent how the first cost will justify the installa- 
tion of a high-density plant. The total cost of the plants is not deter- 
mined so much by the space covered as by the cost of the equipment 
covering it. . 

We emphasize the effect of impurities in the electrolytic process, stat- 
ing that of all impurities encountered antimony is the most injurious. 
Mr. Gepp has had more trouble with cobalt. The effect of impurities 
is not eliminated by merely increasing the acidity of the electrolyte and 
increasing the current density. If the solution is cooled sufficiently 
(increasing power consumption and operating costs), or if the deposit is 
stripped at short intervals (increasing labor cost), or if proper addition 
agents are employed in sufficient quantity, the injurious effects of copper, 
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arsenic, antimony, and probably cobalt, are considerably lessened. But 


why resort to these measures instead of purifying the solution sufficiently 
in the leaching division? It is necessary, with unskilled labor, to make 
the process as nearly fool-proof as possible and at the same time to reduce 
the operating costs toa minimum. With an absolutely pure zinc-sulfate 
solution, anyone can successfully produce electrolytic zine under nearly 
any cell condition desired. There is no great mystery or difficulty in 
eliminating arsenic or antimony from solutien in the leaching division, 
and it is more economical than increasing power and other electrolyzing 
costs by allowing small amounts of these impurities to go to the electro- 
lyzing division, necessitating cooling and “doping” of the electrolyte. 

Mr. Smith states that the deposition of 1 Ib. of zine required 1.77 
kw.-hr. under test conditions at the Martinez plant. We have produced 
zine over a period of several months in the Great Falls plant under normal 
operating conditions with a consumption of approximately 114 kw.-hr. 
per Ib., with a spacing of 111/¢ in. from face of anode to face of cathode 
against 137.6 in. at Martinez. With the closer spacing used at Martinez, 
the power consumed at Great Falls would be nearly 10 per cent. less, 
making power consumption at Martinez under test conditions 25 per 
cent. higher than at Great Falls under full-plant operating conditions. 
Mr. Smith gives the recovery of zinc from a 39-per cent. zine ore as 87.6 
per cent. With the Anaconda roasting practice and leaching system, 
this recovery can be duplicated on the same grade of ore if no deduc- 
tion is made for loss of zine in purification sludge from the complete re- 
moval of copper and cadmium solution, that is, from ore to gross cathodes. 
If sufficient zinc dust is added to completely remove all cadmium from 
solution (0.01 gm. cadmium per liter) a certain amount of the Zin 
recovered as cathodes is lost in the purification sludge. Mr. Smith does 
not give the cadmium content of the cathodes produced nor the amount 
of cadmium or copper in the ores treated. 

The amount of mist given off from the cells is directly proportional 
to the action of impurities in the electrolyte; and with a pure solution 
little if any mist is given off, even without the addition of glue. The 
clarity of the atmosphere in the cell room is a good indication of the 
amount of resolution of the deposit in the cells. The mist is largely due 
to escaping hydrogen, and when only oxygen is being given off from the 
cells the gas bubbles are large and break quietly at the surface of the 
solution. The use of glue in the electrolysis of zinc-sulfate solutions at 
Anaconda dates back to 1915; varying amounts have been used up to 
the present time. We have continually striven to get away from it en- 
tirely by producing a pure solution. One objection to the use of glue is 
the amount of chlorine present, causing anode corrosion, but the chief 
objection is the desire to avoid using any solution dope. 

Mr. Bullock’s question as to the usual amount of zinc made soluble 


1." nb LP - << rea) ee 


762 WLECTROLYTIC ZINC PLANT OF ANACONDA COPPER MINING co. 


in the Great Falls roasters can best be answered by referring to the last 
paragraph of page 706 and to Figs. 23,24, and 25. The curves portray the 
regular practice, as the samples from which the data were obtained were 
taken from normally operating furnaces. It is not fair to compare solu- 
bilities obtained from the roasting of widely differing ores or concentrates; 
each concentrate is a problem within itself. The mere fact that each 
contains the same total per cent. of zine does not mean that equal solu- 
bilities are possible. However, it is possible to predict the solubility 
within reasonable limits. In general, a 30-per-cent. roasted zinc con- 
centrate from a complex ore should contain 80 per cent. of its zine in 
soluble form, if properly roasted. The solubility should increase 34 per 
cent. for each increase in grade of 1 per cent. up to 45 per cent. zine. 
Above 45 per cent. the increase in solubility is not so fast. Correction 
must be made for the sulfide zine left in the calcine, after which the bal- 
ance of the zinc may be assumed as soluble, either as oxide or sulfate. 
Fig. 38 gives a graphic presentation of the empiric curves with the 
December, 1920, daily assays indicated. If the daily assays fall near 
the empiric curve, the roaster superintendent fecls that his department 
is doing good work. Concentrates high in insoluble or low in iron sulfide 
will give better solubilities than indicated by this curve. 

The leaching process originally developed and used in the pilot plants, 
and up to December, 1917, at Great Falls was the single leaching scheme 
described by Mr. Bullock. The operating costs per pound of zine re- 
covered at the zine plant were lower with this process than they have 
been with the double leaching scheme, but the recovery was approxi- 
mately 15 per cent. under the theoretical and the residues were bulky, 
high in zine and moisture, and greatly increased in weight due to the 
large amount of calcium carbonate used, which came down as hydrous 
calcium sulfate. It was also necessary to add several tons of acid per 
day to make up for the amount neutralized and entrained as zine-sulfate 
solution in the residue. When mining costs, residue smelting tolls, 
freight on ore and residues, and zine plant costs were taken into considera- 
tion, the double leaching scheme showed a decided advantage when 
working with our ore. In cases where the residues are relatively small, 
as in high-grade concentrates (50 per cent. or higher), or when the resi- 
dues contain no other metal values, it is doubtful whether it would pay 
to use the double leaching scheme, because it requires more labor and 
equipment and repair costs are undoubtedly higher, especially on the 
acid filtering equipment. Careful consideration must be given to each 
problem and no general rules can be laid down. 

Mr. Bullock’s comments on purification are sound and to the point. 
It surely pays to purify in a commercial plant. Our purification process 
costs less than $3 per ton of zine produced, although copper is present to 
the extent of 6 per cent. of the total zinc, and so far has prevented the 


building up er eny own impurity | in the system. The same iatok 
has been used continuously since the plant was started in September, 
1916. Evaporation losses and moisture losses have been made up by 
adding wash water to the filters. Practically all elements are. “present 
in the ores treated, at least traces of most of them have been reported. | 
Nickel is found in Butte ore and cobalt in the Coeur d’Alene ores. Our 
success with electrolytic zinc is due to the fact that we early recognized 
the necessity for intensive purification ang developed an inexpensive 
method of doing it. We are as proud of the fact that we keep our solu- 
tions clean as that we keep our operating plants clean. The small amount 
spent in purification is more than made up in the tank room saving in — 
power alone. Md 
If Mr. Bullock will try feeding neutral solution to each cell in his 
system, it will be unnecessary to return any acid and the cell voltage 
can be made uniform in every cell. No acid return system is necessary, 
and all feedpipes can be made of iron. The saving in power will be a ° 
large item. The flow is much easier to control and operating and repair 
costs are less. 
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Tooele Flue-type Cottrell Treater 


By A. B. Youna,* Toore.z, Uran 


(New York Meeting, February, 1921) 


Ir 1s the object of this paper to describe a Cottrell treater that was 
placed in operation, in April, 1919, at the Tooele plant of the International 
Smelting Co., for the purpose of recovering solids from the gases from 
the McDougall roasting furnaces. Fundamentally, the treater is simply 
a flue containing rows of vertical plates, forming the grounded electrode, 
alternated with rows of small horizontal pipes, forming the negative 
electrode, with proper provision underneath for taking away collected 
dust. There are advantages in construction over the more cumbersome 
types, both the vertical-tube and the vertical-box, particularly in the 
elimination of heavy supporting columns and massive foundations, giving 
a much lower first cost. There are no right-angle turns to interfere 
with gas distribution; consequently there is greater efficiency, or, in 
other words, a greater volume of gas per minute can be effectively treated. 
Another advantage of the horizontal installation over the vertical is 
that the principle of the selective precipitation of the various components 
of the dust and fume as they pass along the electric field may be utilized. 
Since the treater has been placed in operation, the results have been 
quite satisfactory and, in many ways, particularly in regard to the volume 
of gas that may be treated, have greatly exceeded expectations. 


DESCRIPTION 


In the original design of the flue system, the flues from the roasters 
delivered their gases to a large brick dust chamber which discharged into 
another flue with stack connection, as shown in Fig. 1. The treater is 
so situated that the gases are taken by it directly from the chamber and 
discharged again into the flue. The complete installation comprises 
two treater units, only one of which has been installed at present. 

The treater is essentially a flue 10 ft. high, 12 ft. wide, and 61 ft. 
long. (3 by 3.6 by 18.5 m.). Suspended inside, vertically and running 
lengthwise, are four banks of No. 20 corrugated iron plates; each bank 
is 10 ft. long, making an effective treater length of 40 ft. The spacing 
from center to center of the rows of plates is 91 in. (23 cm.) giving six- 
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teen rows of plates to a bank. Midway between the rows is a row of 
horizontal y4-in. (6.35-mm.) pipes, running longitudinally; the vertical 
spacing between them is 6 in. The plates form the grounded and the 
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fig. 1.—PLAN OF FLUE SYSTEM, SHOWING LOCATION OF TREATER. 


pipes the negative electrodes. Allowing for the thickness of the plates 
and the area of the pipe sections, the treater has an effective cross-section 
of 113.5 sq. ft. (10.4 sq. m.) 

Steel hoppers that discharge into a screw conveyor catch the ‘dust 
underneath; the conveyor delivers into a small bin located in a shaft 
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beneath the treater... The bin may be emptied into reverberatory furnace 
charge cars upon tracks that run in a tunnel under the large dust chamber. 

The unit is divided into two electrical sections constructed in a 
straight line, and obviously operating in tandem. Each section contains 
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two 10-ft. (3-m ) banks of plates, or an effective length of 20 ft. The pipe 
electrodes are 26 ft. long and extend through both banks of plates. These 
pipes are supported by three grids, one on each end and one in the middle 
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between the two banks of plates. The intermediate supporting grid is 
necessary to keep the sag of the pipes within allowable limits. The grid 
is built up with 114-in. (3-cm.) pipes that have been bored to allow the 
14-in. pipes to pass through, and is suspended from a beam carried on post 
: insulators. A box encloses the insulators and the beam on top of the 
treater as shown in Fig.2 The feed wire is brought into this box through 
an insulator bushing.. Each insulator is completely enclosed in a small 
compartment which protects it from the gas stream. 

The channel-iron beam that rests upon the insulators passes through 
ring gaps in the inside walls of these insulator compartments. The ring 
gap consists of an annular ring, made of a 114 in. (3-cm.) pipe bent into 
a ring with the ends welded together, which is welded to a round opening 
in the wall, and a short length of 10-in. (25-cm.) pipe slipped over the 
beam, making a 2-in. gap. The opening inside the 10-in. pipe is filled 
with cement. 

Each row of corrugated iron sheets, forming the plates, is suspended, 
with the corrugations vertical, from the top by means of two angle irons 
back to back, which make a slot into which the sheets are inserted and 
secured with bolts. Practically the same arrangement is used at the 
bottom as a guide only. The sheets are not bolted to the bottom angles, 
nor are they fastened to one another. They must be carefully inspected 
before being put in the treater and only those free from warp used. The 
top of the treater is made of steel plate; and the side walls and the insu- 
lator house is 3¢-in. (9.5-mm.) transite board mounted on steel framework. 

Knocking devices are provided for shaking the dust from the plates 
and pipes. For the former, there are four knockers, one in each space 
between insulator boxes. The knocker is composed of a shaft running 
transversely across the top of the treater, to which hammers are attached, 
one for each row of plates. The shaft is partly rotated by a handle 
attached to it, and the hammers strike the angles that support the plates, 
first on one side of the shaft and then on the other. The two pipe knock- 
ers are similar in design and are located to hit the under side of the middle 
grid of each electrical section. Small doors in the sides opposite the 
erids enable a man to enter the treater to make repairs if necessary. 

The treater is supplied with a slide damper at the intake by means of 
which all smoke entering can be shut off, and with a butterfly damper at 
the outlet. There is a butterfly damper, also, in the section of the old 
flue used as a bypass. The intake is also provided with two sets of 
louvers, one having vertical and the other horizontal axes. At the outlet 
there is one set with horizontal axes. The purpose of these was to regu- 
late distribution, but so far they have not been used. 

Nine hoppers underneath the treater collect the dust. The ends as 
well as the sides of these hoppers come right up to the floor line and each is 
provided with a vertical baffle, which extends through the treater from the 
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floor line nearly to the bottom of the hopper to prevent gas from sneaking 
through. ; 


ELecrricaL EQUIPMENT 


The electrical equipment for each section is as follows: one 25 kv-a., 
100,000 / 87,500 / 75,000 / 62,500 / 50,000 / —220-volt transformer; one 
3l-in. disk-type mechanical rectifier; one synchronous motor, 38-hp, 
1800-r.p.m., 220-volt, three-phase, 60-cycle,#for driving rectifier; one 
3714 kv-a., 2200 to 220-volt transformer, single-phase; one 1.25-ohm 
erid resistor with current-carrying capacity of 100 amp., divided into 
seven sections; one, 2.75-kv-a., 60-cycle, 220-volt, 22-volt, 125-amp. 
motor-generator induction regulator; three, 7/4-kv-a., 2200 to 220-volt 
single-phase transformers; one switchboard panel with necessary 
meters, etc. 

In supplying power, the procedure at this treater follows that of the 
other Cottrell installations of the Tooele smelter, 7.e., to step down one 
phase from the smelter main power line, so that it can be handled on 
the switchboard, and put it directly on the treater transformer, using 
a synchronous motor to operate the rectifier. No motor-generator sets 
are used. The voltage is regulated by means of a grid resistor, the final 
adjustment being made by means of an induction regulator, thereby 
gaining much closer control of the voltage than can be obtained from use 
of the grids only. 

OPERATION 


In the operation of the treater, the pipes and plates are cleaned 
periodically. During the few minutes required for this work, the dampers 
at each end of the treater are closed and the gases bypassed. Accumula- 
tions of the collected dust not readily removed by the knockers have not 
been found to interfere with electrical conditions, nor with treater effi- 
ciency, probably due to its acid content and high electrical conductivity. 
After some time, this dust forms a rather thin permanent scale upon both 
plates and pipes which it is almost impossible to remove and which might, 
in appearance, be compared to boiler scale. 

- A number of aspiration tests have been made to determine the 
recovery obtained by the treater for actual gas velocities varying from 
15 to 22 ft. per sec. through it. Typical recoveries for these velocities 
(there is very little variation in this range) are shown in the following 
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Velocity through treater (actual conditions of temperature and pres- 
sure), 21.45 ft. per sec. Volume through treater (actual conditions of 
temperature and pressure), 146,004 cu. ft. per min. Temperature at 
outlet, average 260° F. (127° C.) Temperature at inlet, average 280° F. 
(138° C.) 

The uniformity of distribution is probably responsible, in a large 
measure, for the efficiency attained with the high velocity, which is 
approximately the equivalent of’ a 15 mi. per hr. breeze. The upper 
limit of velocity for 40 ft. of plate electrode has not been determined, but 
a material drop in recovery has been noted at 31 ft. per sec. 

Mention has been made of the fact that advantage may be taken of 
the principle of selective precipitation in this type of Cottrell treater 
where the composition of the dust or fume is such that the recovery of 
several products is possible. Table 1 shows the distribution of the vari- 
ous components of the dust drawn from the successive hoppers under- 
neath. The hoppers are numbered from the intake and toward the 
outlet. ; 


TaBLE 1.—Analysis of Dust 


Copper, |_ Lead, Silver, | Gold, | Insol- |_ Iron, Sulfur, Lime, 
Hopper Number | Per Cent.|Per Cent.; Ounces | Ounces | uble, | Per Cent.' Per Cent. Per Cent. 
| | per Ton | per Ton [Pee Cent.| | 

1 8.30 Sl Oot | O:45 | 19:7 4° 18.7 | 14.3 2.6 
2 | 8.30 | 3.7 | 6.26 | 0.44 | 20.6 | 17.1 | 14.0 | 2.6 
3 | TERCO |) ERS | 6.827) 0,88 sfe20L 0 al7es 14.0 2.5 
4 | 7.00 6.81 6.96.) 0.34) 46:3) 1k aah a ae 
5 | 6.00 8.2 | O-0e1) O30) } 1698s aio 14.7 Lay eed 
6 Delo ToT Gt os GO eee a 1G ot 12.3 14.0 Zoe 
7 PAsS5) 13.1) 6. 860 0.24) 185 1410.90 bes alae 
8 | 3.95 15.5 4.80 | 0.19 Ws Ss Sacha ||P laeOor yt” ails ts 
9 3.80 | 14.8 | 4.30 | 0.19 | 10.3 | 8.4 | 16.2 isthe 


The outstanding features are the constantly decreasing copper values 
and increasing lead values along the treater toward its discharge end, 
with the result that a portion of dust collected may be segregated and 
smelted for its lead content. An examination of the figures for iron 
and insoluble matter bears out the idea that there is a marked tendency 
to precipitate the true dust particles near the entrance, and that the more 
impalpable fumes must travel a greater length through the electric field 
before being caught. 

It is extremely difficult to state, with any degree of accuracy, the 
power input into the treater, other than that it is much lower than one 
would expect and is quite variable. For normal gas volumes (125,000 
to 150,000 cu. ft. per min.), the input of power will average close to 8.4 
ky-a. for the first electrical section and 5.5 kv-a. for the second. Approxi- 
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mately 85 per cent. of the dust caught is collected by the first and 15 
per cent: by the second section. Sphere-gap peak voltages run from 
30,000 to 35,000, and occasionally higher; they are usually about 1000 
to 1500 volts higher in the second than in the first section. 

In conclusion, it may be said that this form of installation has proved 
admirably adapted to these particular gases. Its ability to treat a 
purely fume product satisfactorily is an unsolved question, no data being 
available for its performance in this regard. However, when one studies 
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Fig. 4.—GENERAL VIEW OF TOOELE ROASTER PLANT COTTRELL TREATER, 


Fig. 4 and compares this compact flue-like building, which is efficiently 
handling 150,000 cu. ft. of gas per minute, with the complex towering 
structures of the vertical type necessary to treat this amount, one is 
convinced that a distinct step forward has been taken. 

Credit should be given to Mr. O. M. Kuchs, assistant general manager 
of the International Smelting Co., for the suggestion of the horizontal 
electrode and the use of pipe for this purpose, thereby making the adapta- 
tion of the plate-type treater to a horizontal flue feasible; to Mr. R. B. 
Sumner, mechanical superintendent of the Tooele smelter for its design; 
and to Mr. B. L. Sackett, superintendent of the lead plant at the Tooele 
smelter for the experimental work done in its development. 


DISCUSSION 


Harry V. Wetcu,* Los Angeles, Calif. (written discussion).—The 
basic requirement in the electrostatic process of electrical precipitation 
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is that gases containing solid particles in suspension are forced to pass 
through an electrical field consisting of an insulated high-potential wire, 
or other type of discharge member, and a grounded plate, or other type 
of collecting member. Commercial operation and efficiency of precipi- 
tation are secured by electrical and structural arrangements to provide 
the maximum value of the variable factors modifying the degree of 
precipitation. That is to say: 

1. A unidirectional flow of high-potential current is vastly more 
effective in precipitation than a high potential alternating-current flow. 

2. Superior precipitation is secured with the discharge wire or member 
of negative polarity. 

3. Maximum efficiency is secured by operation at the highest practical 
voltage; that is, at a voltage just below the point at which continuous 
arcing takes place. 

4. The voltage gradient between the discharge electrode and the 
grounded electrode should be as steep as the condition of the gases and 
deposit will permit. Poor precipitation, in general, is secured at 5000 
volts drop per linear inch but few plants are able to continuously exceed 
a voltage gradient of 15,000 volts per linear inch. Average plant 
voltages for continuous operation range between 7000 and 14,000 volts. 

5. Dust and fumes, in general, show greatly different characteristics 
of precipitability; one explanation may be: Dust particles, in comparison 
with fume particles, are of enormous size and possess angles, faces, and 
edges; as a result they easily receive a static charge and are attracted 
by the receiving electrode, to. which they adhere and of which they 
become an integral part, so far as electrical conditions are concerned. 
Fume particles, however, are totally different in nature; they are formed 
by the chilling to a solid form of a metallic carrying vapor by contact 
with surfaces or walls. They are, at first, almost infinitesimally small, 
probably amorphous, and possibly spherical in form. These minute 
particles apparently condense a film of air or gas about themselves, or 
possibly absorb gases, which greatly modify their electrical precipitation 
characteristics. Analysis of various fume samples (which also contain 
more or less dust) have indicated a condensed-air content of from 14 to 
4 per cent. by weight. 

Fume particles are much more difficult to precipitate than simple 
dust. One requirement seems to be the necessity of a greatly increased 
current input, which is dissipated from the discharge electrode and 
provides the means for the voluminous ionization necessary to charge 
the fume particles. It seems probable that the charging of suspended 
particles is effected by the addition or adsorption of ions by the floating 
particles, and that where fume is encountered, the condensed envelope 
of gas around a fume nucleus, or particle, increases greatly the difficulty 
of ionic charging and that a greater quantity of current must be dissipated 
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into the gases for fume collection than is required for dust. In com- 
mercial practice, increased ionization of gases has been secured by 
decreasing the size of the discharge member; that is, by using fine wires 
rather than heavy wire, light chain, bars, or small pipes. 

Two strikingly different effects due to precipitated film of fume upon 
the walls of the collecting pipes or plates have been observed where 
the gases are neutral in character (for example, metallurgical fumes 
containing much zinc and lead) and where the temperature has been 
too high to speak of relative humidity, or where the humidity of the 
gases has been below 40 to 60 per cent. of saturation. In the one case 
the. deposit, noted particularly in a lead smelter, apparently blanked 
off a good portion of the surface of the collecting electrode, and through 
certain spot areas and points on the collecting surface caused intensely 
active ionization or current flow points, or localized areas, which neutral- 
ized the relative ratio of the superficial area of discharge to collecting 
electrodes and induced “back ionization” or ‘“‘back discharge” from the 
collecting electrode. The result of this back discharge was a heavy 
current flow between the discharge terminal (wire or small chain) and 
the collecting terminal (plate or pipe) with a consequent drop in effective 
potential gradient to a point below which effective precipitation is 
secured. The second effect was noted in a laboratory test with zinc- 
oxide fume in a dry gas and at common stack temperature. The deposit 
was so coherent and so effective an insulator that as the deposit formed 
the current reading decreased and the potential increased until so little 
ionization resulted that effective precipitation was no longer obtainable. 

Since with basic fumes, such as are produced in lead smelters and 
zinc-oxide plants, it is usually impracticable to secure an acid condition 
of the gases, good precipitation has been secured by cooling and humidify- 
ing the gases and fumes by water sprays. The moisture content of 
the gases, when present at from 40 to 60 per cent., or higher, of saturation, 
apparently adversely affects the condensed gas envelope surrounding the 
fume particles, rendering them more susceptible to ionization and thus 
yielding a precipitated deposit which functions electrically as integral 
with the collecting electrode. ; ; 

6. Power input into a given treater varies greatly with the physical 
conditions of gas, suspended particles encountered, and temperature 
prevailing. For any specific installation and constant condition as to 
gas, suspended particles, and temperature, the input may be said to 
increase with the total length of effective discharge electrode and to 
decrease as the diameter of the discharge electrode is enlarged. 

7. In the study and design of Cottrell precipitators, it has been found 
that the length of effective discharge electrodes per unit 1s more a measure 
of the capacity of that unit than, for example, the cross-sectional area or 
the superficial surface exposed by the collecting electrode. Asa corollary 
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to the above, so long as the proper ratio of volume of gas treated to 
discharge electrode provided is maintained, the size of pipe or plate 
spacing, within reasonable limits, is immaterial; and so long as the gas 
velocity, which will vary inversely as the spacing, does not rise until 
the mechanical scouring effect is sufficient to remove appreciable quanti- 
ties of the precipitated deposit. Experience with cement-plant potash 
fumes has indicated that loss due to the scouring action becomes appreci- 
able around gas velocities of 8 to 16 ft. per sec. and rapidly increases 
with increased gas velocity. 
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Fia. 5.—LONGITUDINAL SECTION OF COTTRELL TREATER AT PORTLAND CEMENT PLANT. 


8. Efficiency of precipitation is greatly affected by the distribution 
of the gas velocity throughout the effective cross-sectional areas of the 
Cottrell. The maximum efficiency is secured with uniform gas velocity: 
uneven gas velocity through plate or pipe always results in lower col- 
lection, even when the mean velocity is satisfactory. . 

The precipitator described ‘by Mr. Young takes advantage of the 
various principles developed for precipitation work. It provides a 
high ratio of linear feet discharge wire per quantity of gas treated; and 
as the.suspended particles are practically free from fume, are more or 
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less coarse, and are carried in a gas stream containing sufficient acidity 
to facilitate the precipitation operation, it is possible to use fairly large 
diameter discharge electrodes, which make possible their easy and satis- 
factory arrangement in a horizontal position. The construction of 
treaters in series has both advantages and disadvantages. The 


: 


Fia. 6.—CROSS-SECTION OF COTTRELL TREATER. AT A PORTLAND CEMENT PLANT, 

advantages, as Mr. Young points out, lie in the simplicity of gas distri- 
bution, avoidance of turns and deflections of the gas stream, and uniform- 
ity of velocity through all parts of precipitator apparatus. A construc- 
tion having, in general, these same advantages was utilized in the 
construction of the Cottrell treater for the Riverside Portland Cement 


Co. at Crestmore , Calif. 
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As shown in Figs. 5 to 7, vertical hanging discharge wires were used. 
Vertical wires permit the incorporating, in a horizontally operating 
treater, of small baffle angles on the walls between the discharge wire to 
prevent ‘“‘creepage” of the collected material along the plates in a 
direction parallel with the gas flow at comparatively low gas velocity, 
and of checking the “scouring” effect where higher gas velocities are 
utilized. Vertical discharge members permit greater flexibility in the 
diameters of the discharge members; in the tests and plant, the 
diameters of these members have varied from a few hundredths of an 
inch to several inches. 


Fig. 7.—PLAN OF COTTRELL TREATER, ETC. 


The disadvantages in a series operating Cottrell plant are: In order 
to effect repairs in one unit, the entire Cottrell precipitator must be 
taken out of commission; the removal of the deposited dust from the 
plates or pipes by rapping is effected in a gas stream moving at high 
velocity, which results in final losses to the stack. Cottrell units oper- 
ating in parallel at approximately 98 per cent. efficiency, will fall to ap- 
proximately 90 per cent. efficiency when one-half of the units are cut 
out for rapping or repairs and each unit is receiving approximately 
twice its normal volume of gas. In general, a number of units are 
operated in parallel, each unit in turn being shut off by dampers and 
the deposit shaken down. With fumes and fine dusts, the quiescent 
gas zone, afforded by closed inlet and outlet dampers to a precipitator 
unit, seem most essential for efficient and satisfactory collection into the 
hoppers. For the conditions at the International Smelter plant, the 
Tooele flue-type Cottrell yields remarkably good results, and credit is 
due the officials and technical staff for their thorough preliminary test 
work and excellent plant construction. 
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Fractional or selected precipitation, which functions in a most 
advantageous manner at the Tooele plant, has been noted in several 
other installations of the plate type. ‘The main sections of the treater 
at the Riverside Portland Cement Co.’s plant consists of four sets of 
screen plates in series. Four samples to each plate are taken in progress- 
ive series across the plates, making sixteen in all. These show 
the progressive decrease in lime content and increase of potash content 
given in Table 2 and in Fig. 8. The potash content is largely in the form 
of fume, so its collection is not effected as easily as the dust is thrown 
fromthe dust-laden gas stream. Analyses by hoppers also indicated a 
marked selective action upon the potash collection, as follows: 


Hopper No. Prr Cent. K20 
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TasBLE 2.—Analysis of Dust Samples From Longitudal Section of Plate- 
type Precipitators in Cement Factory 


Sample ! Plate Section | Per Cent. CaO | ~~ Per Cent. K:0 
| | 
eS ee 4\ ae 2 ei eee Sie a 
1 I 46.5 onoW 
2; | 44.3 3.86 
3 39.3 4.30 
4 | 35.65 | Bail 
5 ll 39.7 7.63 
6 “- 29,1 | 6.65 
7 26.9 | 7.24 
8 33.9 7.34 
9 lil | 32.8 | 9.96 
10 pies 8.40 
1 30.7 9.80 
12 28.7 13.04 
13 IV 25.4 15.98 
14 20.9 16.02 
15 22.4 19.32 
16 yee 18.90 


y. A. Ruts, El Paso, Texas (written discussion).—The writer sug- 
gested the plate-type treater to Mr. O. M. Kuchs, in 1916, while assistant 
superintendent of the Tooele smelter. Realizing the expense of construct- 
ing the pipe treater and its limitations 1n recovering variable amounts 
of fume and dust under different gas speeds and temperatures, it was 
thought that if sets, or banks, of plates were arranged in a flue so that the 
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gases would receive aserial treatment, all solids, practically possible, could 
be removed. For a gas from which the solids are hard to recover, as many 
sets of plates as necessary would be used; in the case of an easily treated 
gas, the current could be cut off from one or more of these sets. In the 
placing of the plates and wires (or pipes), the distance between plates and 
wires does not have to follow rigid rules of construction for the plates 
and wires can be set in grid form so that the spacing can be regulated at 
the will of the operator. 
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Fig, 8.—ANALYSIS ALONG LONGITUDINAL SECTION OF PLATE COTTRELL PRECIPITATOR, 
CEMENT FACTORY. 


In localities where steel is expensive or other semi-non-destructible 
building material is cheaper, the flue of rectangular cross-section will 
answer very well, but the effect of acid, moisture, and heat must always 
be kept in mind when choosing the material to be used. 

To make the arrangement of the plate type of treater plant most 
convenient, two flues of the same cross-section leading from a chamber 
and joined beyond the last set of plates in each flue can be used. Out- 
side of the additional length of flue and plate sets, the one power house 
operates on the gases continuously through either flue. 
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This type of treater should be much more adjustable to the treatment 
of gases than the pipe treater and will probably cost 30 to 50 per cent. less 
for construction and operation when large plants are to be considered. 


A. A. Herron, New York, N. Y.—To handle about 20,000 cu. ft. 
of gas at a temperature of about 1000° F. requires nearly 30 tons of steel 
for the structure itself, casing and supports; about 120,000 bricks for 
the lining of the precipitator, and about 30¢tons of interior parts (that 
is, collecting and discharging electrode system, roof and supporting » 
members) also 15 tons of castings, parts used,on the interior members 
which are subjected to the extremely high temperature. 

The power consumption depends on whether fume or dust is collected. 
In one plant, where only dust particles were treated, the power con- 
sumption was not more than 3 kw. In another plant, having exactly 
the same kind of precipitator, where the collected material was fume, 
the power consumption jumped from 3 to nearly 10 kilowatts. 
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Effect of Temperature, Deformation, Grain Size and Rate 
of Loading on Mechanical Properties of Metals 


By W. P. Syxus,* CLEVELAND, OHIO 


(New York Meeting, February, 1921) 


TuIs investigation was undertaken primarily to establish the relations 
existing between temperature and mechanical properties in molybdenum, 
nickel, and an aluminum-copper alloy. Molybdenum (m.p. 2500° C.) 
was chosen because it is partly similar to tungsten and partly similar to 
the common ductile metals. Also it is known to furnish, by proper 
treatment, a desirable material to use in studying relation of grain size 
and physical properties. ‘The molybdenum used was of the quality that 
is drawn into wire 0.003 in. in diameter for use as filament supports in 
incandescent lamps; chemical analysis shows less than 0.1 per cent. of 
impurities. 

Nickel belongs to the same class as iron. Its melting point is 1450° 
C. and an allotropic change at about 370° C. results in a loss of magnetism 
above that temperature. This feature made nickel doubly valuable for 
the purposes of these tests. The nickel used was obtained from the 
Driver-Harris Co. as 0.090 in. (2.3-mm.) wire, annealed; analysis showed 
99.8 per cent. nickel and 0.150 per cent. iron. 

Aluminum is one of the low melting-point metals. Some tensile 
tests at elevated temperatures have been reported by Bengough but the 
possibility of learning more with the low temperature and sensitive 
apparatus available recommended this metal. The samples marked Al 
are an aluminum-copper alloy that contains 3 per cent. copper, 0.42 
per cent. iron, and 0.21 per cent. silicon. The presence of the copper 
somewhat complicates the analysis of the results; but the action of copper 
in aluminum has been studied so that its influence might have been fore- 
told, in part at least. The material and analyses were furnished by the 
Aluminum Castings Co. 

The nickel wire, which was deformed at 400° C., was drawn under a 
bath of molten lead and through a die, which also was immersed in the 
bath. A thermocouple was suspended in the molten metal to indicate 
the temperature. Hot oil was used as the heating bath for drawing the 
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aluminum wire at 175° C. This temperature was controlled by a mer- 
cury thermometer. The heat in both cases was supplied by gas burners. 

The interpretation of the curves shown is based on the amorphous- 
cement theory and the hypothesis of a temperature of equal cohesion for 
any metal. 


Metuops or Tests AND DrscrRIPTION OF APPARATUS 


Sas ; : ¥ E 
In this investigation measurements were made of the tensile strength, 
reduction of area, and elongation (per cent. in 2 in.). No accurate 
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Fic. 1.—DETAIL OF FURNACE. Fig. 2.—D£ETAIL OF TUBE WITH 
SPECIMEN IN POSITION. 


method of determining the elastic limit was available. The apparatus 


used was described by Jeffries.' : 
Fig. 1 shows the furnace used for tests at temperatures above 240°. 


1Zay Jeffries: Effect of Temperature, Deformation, and Grain Size on the 
Mechanical Properties of Metals. Trans. (1919) 60, 474. 
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[t consists of an alundum tube, 1 in. (2.54 em.) inside diameter and 12 
in. long, wound with nichrome ribbon and fitted into a steel cylinder with 
heat insulation between the tube and cylinder as shown. ‘The test piece 
is secured in the jaws and drawn into position by a wire passed through 
the furnace from above. A flange on the bottom clamp fits snugly into 
a seat at the bottom of the furnace, a hinged plate is then closed under 
the base of the flange; at the top of the heating tube, the extension of 
the upper clamp passes snugly through a hole in the furnace covering. 
The atmosphere within the furnace is thus easily brought to the desired 
temperature without interference by external air currents. 

All tests at temperatures above 600° C. were conducted with the test 
piece in an atmosphere of argon gas to prevent any harmful effect of oxi- . 
dation. For tests at lower temperatures the furnace is replaced by the 
steel tube shown in Fig. 2. 


Fig. 3.—Nt-l. NickrL REDUCED 93 PER CENT. BY WORKING AT ROOM TEMPERATURE. 
x 2503 


All specimens were marked by scratching the surface with diamond 
points set exactly 2in. (5.08cm.) apart. The wire was then fitted into the 
clamps, leaving about 2!4 in. between the upper and the lower heads. 

Two rates of loading were used with most of the specimens. The 
slow one, by which the upper jaw was lifted at the rate of 0.125 in. per 
min., and the rapid one by which it was moved 1 in. per min. All tests 
in which the rates of loading were different are so designated in the tables. 

Liquid-air Tests —The tube and clamps enclosing the test pieces 
were immersed in a vacuum jar containing liquid air. After the piece 
was cooled to the temperature of the liquid, as indicated by the cessation 
of boiling, the load was applied and the piece broken. The jar of liquid 
air was then replaced by one full of warm water, to make possible the 
rapid removal of clamps and test piece. 

Tests at —50° C.—This temperature was attained by the use of ether 
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and carbon-dioxide snow, contained in a vacuum jar. The temperature 
varied about 10° C. on either side of —50° C. during the series of tests. 
These temperatures were measured with a pentane thermometer. 

Tests at 100°, and 200° to 240° C.—To maintain a temperature of 100° 
C., the test specimen was kept immersed in boiling water contained in a 
vessel upon an electric hot plate supported on the frame of the testing 
machine. e 

In the tests at 200° and 240° C. melted crisco was used as a heating 
bath. The liquid was contained in a vessel upon an electric hot plate 
and the temperature was determined by & mercury thermometer. 

M easurement of Elongation——The wires were marked by scratches 

2 in. apart; after a piece broke in tension the length between marks was 


Fig. 4a.—NicKkex (0.040 IN.) ANNEALED Fic. 4b.—N1-3. NICKEL DRAWN FROM 
at 800°C. FoR1 HR. X 250. 0.040 rn. To 0.025 In. X 250. 


measured. Very few breaks occurred at the marks and in most cases 
these have been discarded. The elongation was only slightly affected 
by a break outside the marks, but these breaks have not been included in 


the tables. 
Reduction of Area Measurements.—The diameters at the point of break 


were measured under a microscope and a micrometer eyepiece at a magni- 
fication of 30 diameters. The reduction of area was computed from the 


mean of several measurements. These measurements may be subject 
to an error of 5 per cent. 


DescrirpTION OF MATERIAL TESTED 


Mo-1.—Molybdenum wire 0.025 in. in diameter produced by swaging 
a rod 0.125 in. to 0.035 in. and drawing from 0.035 in. to 0.025 in. diam- 
eter. The working temperatures were eradually lowered from about 1300° 
CG. at the larger sizes, to about 1000° C. at the smaller sizes; this represents 
a 93 per cent. reduction of cross-section by working. 


300° C. ror 30 min. X 300. 


& eae 


Fic, 7.—N1-2 AFTER TENSILE TEST AT 
L000" "CG: << 250, 


Fre. 9.—Mo-5. 0.025-IN. MoLYB- 
DENUM WIRE ANNEALED IN HYDROGEN AT 
90 PER CENT. OF ITS FUSION AMPERAGE 
FOR 5 sEc.; 1100 GRAINS ppR SQUARE 
MILLIMETER, X 250. 


NICKEL ANNEALED |AT 
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Fic. 6.—Nt1-700-B. Nil arrerR TEN- 
xX 250. 


SILE TEST aT 700° C. 


Fic. 8.—Mo-3. Motyspenum AwN- 
NEALED AT 0.040 IN. AND DRAWN TO 0.025 
IN. DIAMETER. XX 250. 


10.—Mo-6. 


Fic. 0.025-IN. 


MOLYB- 
DENUM WIRE ANNEALED TO GIVE STRUC- 


TURE OF FINE GRAINS; 35,000 GRAINS PER 


SQUARE MILLIMETER. > 500. 
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Mo-9—— malic : 
nee er material and degree of working as Mo-l. ‘Tempera- 
ures of working ranged fr 2 é star 
g ranged from 800° C., at the start, to a black heat at the 
finish. 
Mo-3.—Molybdenum wire drawn from 0.045 in. to 0.025 in. diameter 


} 
i 


Fie. 11.—Mo-7. 0.025-IN. MOLYB- Fic. 12.—Fracture or Mo-7 
DENUM WIRE TREATED TO DEVELOP LARGE (COARSE GRAIN) DURING TENSILE 
GRAIN SIZE. .X 250. TEST AT 300° C.; “WEDGE” RE- 


DUCTION AND DIRECTIONAL EF- 
FECT SUGGEST ANISOTROPIC CRYS- 
AW Nite 9) PG 


Fria. 14.—SEcTION THROUGH FRACTURE OF 
MOLYBDENUM WIRE (Mo-5) BROKEN IN 
TENSION AT 300° C.; PATH OF RUPTURE 
PASSES THROUGH THE GRAINS. X 100. 


Fig. 13.—FRACTURE IN TENSILE 
TEST AT ROOM TEMPERATURE OF 
COARSE-GRAIN MOLYBDENUM (Mo-7); 
PATH OF RUPTURE IS APPARENTLY 
ALONG GRAIN BOUNDARY. X 100. 


at temperatures of 1300° G. to 1000° C. The reduction by working on 


this material is 70 per cent. 
Mo-4.—Same material and degree of workin 
of working ranged from 800° GC. to black heat. 


vob. LX1v.—50. 


g as Mo-3; temperature 
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Mo-5.—Molybdenum wire 0.025 in. in diameter annealed by heating 
in hydrogen for 6 sec. at 90 per cent. of the amperage required for its 
fusion. There are about 1100 grains to the square millimeter; the average 
diameter of the grains is 0.030 mm. (0.0011 in.); see Fig. 9. 


hyip Stay a aa Fess 


Fre. 15.—At-7-600-B. FrRactuRE oF Fic. 16.—Al]-2-630-A. FRACTURE OF 
ALUMINUM WIRE BROKEN IN TENSION ALUMINUM WIRE BROKEN IN TENSION 
aT 600° C.; NOTE EXTENT OF “‘NECK- AT 630° C.; NOTE ABSENCE OF REDUC- 
ING” ALSO SHARP REDUCTION AT POINT TION OF AREA AND SUGGESTION OF 
OF FRACTURE. X 8. INTERCRYSTALLINE FRACTURE. X 8. 


Fic. 17.—REDUCTION OF AREA AT AND ABOVE 300° GC. IN COARSE-GRAINED MOLYB- 
DENUM (Mo-7). A anpd B ARE BOTH LONGITUDINAL VIEWS: IN B, PIECE HAS BEEN 
TURNED THROUGH AN ANGLE OF 90° FROM PosITION A. Epas a-b IS RESULT OF COM- 
PLETE REDUCTION IN DIRECTION OF ONE AXIS. 


Fie. 18.—Mo-1-200. Repucrion oF AREA AT POINT OF FRACTURE IN WORKED 
MOLYBDENUM WIRE (Mo-1); Testep at 200°. 100. 


Mo-6.—Molybdenum wire 0.025 in. in diameter annealed for 3 sec. in 
hydrogen at 65 per cent. of its fusion amperage. The grain size is ex- 
tremely small; there being about 35,000 grains to the square millimeter; 
the average diameter of the grains is 0.0053 mm. (0.0002 in.); see Fig. 10. 

Mo-7.—Molybdenum wire 0.025 in. in diameter. The extremely 
large grains in this wire were produced in the following manner: At 
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0.027 in. diameter the wire was equiaxed by heating in hydrogen for 5 
sec. at 90 per cent. of its fusion amperage. This wire was then, at a low 
red heat, drawn through a 0.025-in. die and its croseeeninn reduced 
about 14 per cent. The wire was again heated in hydrogen. Many of 
the grains extend completely across the diameter of the wire and may be 
0.5 in. in length; see Fig. 19. The average diameter of the grains may be 
taken as 0.34 mm. (0.013 in.); see Fig. 11. 


vi 


Fig. 19.—LONGITUDINAL SECTION OF Mo-7 TESTED AT 300° C.; A AT POINT OF FRAC- 
TURE AND B ABOUT 24 IN. FROM POINT OF FRACTURE. 


Ni-1.—Nickel wire 0.025 in. in diameter was produced by drawing 
at room temperature from 0.095 in., the reduction being 93 per cent.; see 


Fig. 3. 
Ni-2.—Same as Ni-1 but annealed at 0.025 in. for /30 min. at 800° C.; 


the resulting structure is shown in Fig. 5. 

Ni-3.—Nickel wire drawn from 0.040 to 0.025 in. in diameter at room 
temperature; a reduction by working of 61 per cent. The annealed wire 
0.040 in. in diameter is shown in Fig. 4a and when drawn to 0.025 in. 


diameter in Fig. 46. 
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Ni-5.—Same as Ni-3 but drawn at 400° C. 


Al-1.—Wire of aluminum-copper alloy drawn from 0.090 to 0.025 in. 


in diameter at room temperature; a reduction of 93 per cent. 
Al-2.— Same as Al-1 but annealed at 400° C. for 15 min. 


Al-3.—Wire of aluminum-copper alloy drawn from 0.040 to 0.025 in. 


in diameter at room temperature; a 61 per cent. reduction. 


Al-4.—Same as Al-3 but drawn at a temperature of 175° C. 
. Al-7.—Same as Al-1 but annealed at 0.025 in. in diameter for 30 min. 


at 300° C., 


TaBLE 1.—Mechanical Properties at Various Temperatures of Nickel Wire 


(Ni-1) Drawn Cold from 0.095 to 0.025 In. 
a Se Se ee a Se ee 


Tensile Strength, Elongation, Reduction 
Pounds per Per Cent. in of Area, 
Temp., Square Inch 2 In. Per Cent. 
Test Mark Hiegrees Remarks 
; Slow Rapid | Slow Rapid Slow _ Rapid 
Loading Loading Loading Loading Loading Loading 
Ni-1-L-A —185 | 155,000 3.12 54 
Ni-1-L-D 162,000 2.30 52 
Ni-1-R-A 25 133,000 1.06 58 
Ni-1-R-B 135,000 1.06 58 
Ni-1-100-A 100 129,000 0.80 52 
Ni-1-100-B 132,000 1.15 56 
Ni-1-200-A 200 121,000 0.00 52 
Ni-1-200-B 122,000 0.00 52 
Ni-1-300-A 300 =119,000 0.00 58 
Ni-1-300-B 122,000 0.00 52 
Ni-1-400-A 400 107,000 0.00 56 
Ni-1-400-B 109,000 0.00 55 
Ni-1-500-A 500 87,000 0.80 63 
Ni-1-500-B 92,000 0.80 60 
Ni-1-600-A 600 83,000 0.80 55 Argon 
Ni-1-600-B 83,000 0.80 60 atmosphere 
Ni-1-700-A 700 22,000 18.5 82 
Ni-1-700-B 27,000 11.5 80 
Ni-1-800-A 800 13,000 t55 65 
Ni-1-800-B 16,000 15.5 52 
Ni-1-900-A 900 8,500 20.0 
Ni-1-900-B 
Ni-1-1000-A 1050 5,700 25.0 52 


i all apt 


Oy 
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TABLE 2.—Mechanical Properties at Various Temperatures of N ickel Wire 
(Ni-2) Drawn Cold from 0.095 to 0.025 In. and then Annealed at 800° C. 


Tensile Strength, Elongation, Reduction 
Pounds per Per Cent. in of Area, 
Square Inch 2 In. Per Cent. 
Test Mark ‘ Remarks 
Slow Rapid Slow Rapid Slow Rapid . 
Loading | Loading | Loading Loading | Loading Loading 
\ | | ¥ : 
Ni-2-L-A —185 86,000 | 22.0 58 
Ni-2-L-C 82,000 | Few 58 
| | 
Ni-2-R-A 25 | 60,000 | 22.0 .| ee 75 | 
Ni-2-R-C | 62,000 lees | | 75 
Ni-2-100-B  —:100 | 56,000 20:3 | 73 
Ni-2-100-C | 57,000 | 20.3 71 
Ni-2-200-A | 200 | 50,000 15.5 | RB | 
Ni-2-200-B 51,000 18.7 75 
| | | 
Ni-2-300-A | 300 | 50,000 18.0 
Ni-2-300-B 51,000 14 Qi 79 
Ni-2-300-D _ 50,000 | 17.0 hablo 
Ni-2-400-A 400 | 43,000 17.25 le 7s 
Ni-2-400-B | | 47,000 | et Obra 80 
Ni-2-500-A | 500 | 34,000 eetors | 75 
Ni-2-500-B | 36,000 | 20.0 | 75 
Ni-2-600-A | ~—=s«600 | 25,000 tS on 1 488 epee 
Ni-2-600-B 29,000 19.5 60 | atmosphere 
| | | | | 
Ni-2-700-A - | 700 | 17,000 | 15.5. | | 60 
Ni-2-700-B | | | 21,000 (1450 60 
| | | 
Ni-2-800-A 800 | 13,000 | | 15.5 | | 45 
Ni-2-800-B | 17,000 | | 15.5" | 48 
| | | | 
Ni-2-900-A 900 | 9,000 | | 15.5 | | .39 
Ni-2-900-B | | 11,000 | | 20.0 | 48 | 
| | | | | 
Ni-2-1000-A 1000 | 7,000 | 26.5 | 48 | 
| | | | | 


MECHANICAL PROPERTIES OF NicKkEL WIRES 
Tensile Strength 


The maximum tensile strength developed by the four sam ples of nickel 
wire is shown by Ni-1, which has been reduced 93 per cent. by working at 
room temperature. At the temperature of liquid air, it possesses a 
tensile strength of 158,000 Ib. per sq. in. This maximum value may be 
regarded as the result of the following factors: First, the comparatively 
large amount of amorphous metal that, by the severe working, has been 
generated at the slip planes of the original grains of crystalline material; 


second, the cohesion of this amorphous network, so placed as to form a 
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TaBLe 3.—Mechanical Properties of Ni-2 (Annealed Nickel) Wire at 


MECHANICAL PROPERTIES OF METALS 


Temperatures between 270° and 370° C. 


Tensile Strength, Elongation, Reduction 
Pounds per Per Cent. in of Area, 
Temp., Square Inch 2 In. Per Cent. 
Test Mark aregrer 2 Remarks 
: Slow | Rapid | Slow | Rapid | Slow |_ Rapid 
Loading | Loading | Loading | Loading Loading | Loading 
Ni-2-270-B 270 49,000 15.00 | 
Ni-2-270-A 49,000 16.5 79 | 
Ni-2-330-A 330 48,000 17.00 79 
Ni-2-330-B 49,000 15.8 75 
Ni-2-370-A 370 | 47,000 16.5 Less 
Ni-2-370-B 47,000 16.75 | 80 | 
eee ee eee 


TABLE 4.—Mechanical Properties at Various Temperatures of Nickel Wire 
(Ni-3) Drawn Cold from 0.040 to 0.025 In. 


Tensile Strength, Elongation, | Reduction 
ounds per Per Cent. in of Area, 
Temp., Square Inch 2 In. Per Cent. 
Test Mark Dearess eS Remarks 
: Slow | Rapid | Slow | Rapid | Slow | Rapid 

: Loading | Loading | Loading Loading | Loading | Loading | 
¢ ! ; 
Ni-3-L-A —185 | 145,000 3.15 60 
Ni-3-L-B 147,000 3.15 54 

t | | | 
Ni-3-R-A 25 | 125,000 | 1.86 70 
Ni-3-R-C | 124,000 | | 1.06 70 
Ni-3-100-A 100 | 122,000 0.8 65 | | 
Ni-3-100-C | 123,000 | 0.8 Toa, 
Ni-3-200-A 200 | 116,000 | 0.0 60 
Ni-3-200-B | | 116,000 | 0.8 67 
Ni-3-300-A 300 | 111,000 | 0.0 75 
Ni-3-300-B 112,000 0.8 75 
Ni-3-400-A 400 | 96,000 | | 0.8 73 
Ni-3-400-B 98,000 0.8 75 
Ni-3-500-A 500 | 85,000 | 0.8 69 
Ni-3-500-B | 85,000 0.8 76 
Ni-3-600-A 600 | 83,000 0.8 65 Argon 
Ni-3-600-B 83,000 0.8 69 atmosphere 
Ni-3-700-A 700 | 20,000 | 20.3 50 
Ni-3-700-B | 27,000 17.0 71 
| 

Ni-3-800-A 800 | 17,000 20.5 45 
Ni-3-800-B | 19,000 | 18.0 40 


. 
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TABLE 5.—M echanical Properties at Various Temperatures of Nickel Wire 
Drawn from 0.040 to 0.025 In. at 400° C. 


Tensile Strength, | Elongation, Reduction 
Pounds per Per Cent, in - of Area, 
Temp., Square Inch 2 In. Per Cent. 
Test Mark Degrees R k 
ron emarks 
Slow Rapid Slow Rapid Slow Rapid 
Loading | Loading | Loading | Loading | Loading Teche 
re i | | 
Ni-5-L-A —185 | 129,000 3.15 55 
Ni-5-L-B 130,000 4.80 45 
Ni-5-R-A 25 | 110,000 | 3.12 | r 3 
Ni-5-R-C 113,000 3.12 73 
Ni-5-100-A 100 | 104,000 | 2.35 | 73 
Ni-5-100-C | | 104,000 3.10 73 
Ni-5-200-A 200 | 98,000) | 2.35. | 73 
Ni-5-200-B | 98,000 2.35 73 
| j | 
Ni-5-300-A 300 | 86,000 1.55 68 
Ni-5-300-B 88,000 1.55 68 
| 4 | 

Ni-5-400-A . 400 77,600 | | 1.60 63 
Ni-5-400-B $0,000 2.35 65 
Ni-5-500-A 500 | 69,000 | | 1.60 73 
Ni-5-500-B | 71,000 | 2.35 76 
Ni-5-600-A 600 58,000 | | 1.60 | 68 Argon 
Ni-5-600-B | 62,000 | 1.60 | 68 atmosphere 
Ni-5-700-A 700 | 18,000 | 13.0 47 
Ni-5-700-B | 22,000 | 21.5 | 50 
Ni-5-800-A g00 | 11,000) 18.00 | 48 
Ni-5-800-C | 13,000 | | 18.00 43 


ee ee ee a ee SE = 


long path of rupture, has been increased by the lowering of the tempera- 
ture to —185° C. In sample Ni-3, which has been deformed at room 
temperature only two-thirds as much as Ni-1, may be seen the direct effect 
of this deformation factor. The decrease in the amount of amorphous 
reinforcement has lowered the maximum tensile strength from 158,000 
to 148,000 lb. per sq.in. By increasing the temperature of deformation, 
but maintaining it below the annealing temperature, the tensile strength 
is further decreased. Ni-5, Fig. 21, was subjected to the same amount 
of working as Ni-3, but at a higher temperature (400° C.). Copper? and 
molybdenum behave in the same manner. On the other hand, iron, 
when deformed at 400° C., exhibits an increased tensile strength when 
tested between room temperature and 600° C. At liquid-air tem- 
peratures this effect apparently disappears.? The increase in tensile 
strength thus produced in iron may be attributed to the allotropic trans- 
formation at about 400° C. Deformation in the range of increased tensile 


2 Jeffries: Op. cit. 
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TaBie 6.—Mechanical Properties at Various Temperatures of Molybdenum 
Wire (Mo-1) Swaged and Drawn Hot (1300° — 1000° C.) from 
¥ 0.125 to 0.025 In. 


Tensile Strength, Elongation, Reduction | 
Pounds per Per Cent. in of Area, 
Temp., Square Inch 2 In. Per Cent. | 
Test Mark paki ede ~ _— : : Remarks 
; Slow Rapid | Slow Rapid Slow Rapid 
Loading | Loading | Loading | Loading | Loading | Loading | 
eS EG a Sia ees ¥ 
Mo-1-L-A —185 212,000 | ' 0.00 0.00 | - 
Mo-1-L-B 208,000 | 0.00 0.60 | 
Mo-1-R-A 25 | 148,000 | | 4.70 68 
Mo-1-R-B | 153,000 | 5.49 | 68 
| 
Mo-1-100-A 100 | 131,000 | | 1.55 71 
Mo-1-100-B | | 133,000 | 3.15 75 
| | | } | 
| 
Mo-1-200-A 200 120,000 0.80 | 75 } 
Mo-1-200-B | 120,000 0.80 75 
Mo-1-300-A 300 | 104,000, | 0.80 pa 
-Mo-1-300-B | 108,000 | | 0.80 83 
| | | | | 
Mo-1-400-A 400 | 100,000 | | 0.80 87 
Mo-1-400-B | _ 102,000 | 0.80 87 
| 
| 
Mo-1-500-A 500 | 98,000 | |<0.5 89 
Mo-1-500-B | | 100,000 | <0.5 a7 | 
| | | | 
Mo-1-600-A 600 96,000 | r<Ono: eae 88 | Argon 
Mo-1-600-B | 98,000 |\<0.5 88 atmosphere 
Mo-1-700-A 700 | 88,000 | <iep! a | 89 | 
Mo-1-700-B | | 90,000 <o.5 | 90 
Mo-1-900-A | 78,000 bos oess le | 
| | | | | 
a a a ee eee , 


strength might well increase the strength of the metal at other tempera- 
tures. 

The curve for annealed nickel (Ni-2), Fig. 20, shows a decided dis- 
continuity between 250° and 350° C., when the fall in tensile strength 
ceases. This is slightly lower than the temperature usually given for 
the loss of magnetic properties in nickel; as shown by the elongation- 
temperature curve, Fig. 22, there is a transformation range of at least 
100°. In the case of iron, the increase in tensile strength at 200° C. is 
as much as 25 per cent. Nickel shows no such increase, hence it is not 
surprising that the nickel deformed at 400° GC. does not gain in strength 
at lower temperatures, as does the iron. 


Reduction of Area of Nickel Wire 


Fig. 24 shows the reduction of area of annealed and cold-worked 
nickel throughout the temperature range employed. Both curves seem 
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Tasie 7.—Mechanical Properties at Various Temperatures of Molybdenum 
Wire (Mo-2) Swaged and Drawn (800° C. — Black Heat) from 
‘ 0.125 to 0.025 In. — 


Tensile Strength, Elongation, Reduction 
Pounds per Per Cent. in of Area, 
Temp., Square Inch 2 In. Per Cent. 
Test Mark iy aad ae =n 24 Remarks 
: Slow | Rapid |_ Slow Rapid Slow | Rapid 
Loading | Loading | Loading | Loading | Loading | Loading 
| 
Mo-2-R-A 25 | 154,000} - 5.70 fons ie 
Mo-2-R-D | 156,000 * 6.10 | 65 
Mo-2-100-C | 100 — 144,000 | 1.55 | 68 
Mo-2-100-D | ‘ 149,000 2.35 70 , 
Mo-2-200-A | 200 |. 137,000 | | 0.80 | 2@ 
Mo-2-200-B 140,000 0.80 | cen 
| 
| ot if | | 
Mo-2-300-A 300 ~—-130,000 | 0.80 rer) 
Mo-2-300-B 132,000 0.80 | 7 
Mo-2-400-A 400 125,000 ae OL SO P79 
Mo-2-400-B 127,000 0.50 | haesO | 
| 
Mo-2-500-A 500 117,000 <0.5 | | 88 | 
Mo-2-500-B 117,000 l<o0.5 | | 83 
Mo-2-600-A 600 111,000 /<0.5 | 85 Argon 
Mo-2-600-B 112,000 <i) a en 87 | atmosphere 
Mo-2-700-A 700 | 107,000 O52! | 87 
Mo-2-700-B) 109,000 I<0.5 | ees? 
Mo-2-900-A | 900 94,000 <9.5 |- 90 


| | | 


to be governed by some modification acting between 100° and 500° C. 
The general trend, however, shows increased reduction as the tempera- 


ture rises from — 185° to 600° C. The peak of Ni-1 at 700° C. should be 


attributed to a fine-grained structure at the lowest temperature of 
annealing. As the temperature increases, the resulting coarser grain 
developed opposes a high reduction at the point of fracture. Also the 
annealed sample attains its greatest reduction of arca in the temperature 
range corresponding to the rise in elongation. 

The temperature of the transformation point in nickel is apparently 
determined by the impurities present. In a recently published paper,’ 
Browne and Thompson in describing the physical properties of nickel 
cite nine values with the chemical analysis for each. They range from 
340° C. for the purest nickel to 310° C. in the case of a 95 per cent. nickel. 
Our present conception that allotropy occurs only in crystalline material 
is borne out by the behavior of the nickel wires under consideration. The 


3D. H. Browne and J. F. Thompson: Physical Properties of Nickel. Bull. 153 
(Sept., 1919). 
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TaBLE 8.—Mechanical Properties at Various Temperatures of M. olybdenum 
Wire (Mo-8) Swaged and Drawn Hot (1300° — 1000° C.) from 
 0:045 to 0.025 In. 


Tensile Strength, Elongation, Reduction 
Powis ye Per ee in me rome 
: Temp., quare Inc n. er Cent. 
Test Mark eareee Remarks 
} Slow | Rapid | Slow | Rapid |. Slow | Rapid | 
Loading | Loading Loading | Loading | Loading | Loading | 
Mo-3-L-A —185 | 140,000 0.00 0.00 
Mo-3-L-B 140,000 | 0.00 | 0.00 
Mo-3-R-A 25 | 115,000 9.50 | | 58 
Mo-3-R-C 119,000 11.00 | 58 | 
Mo-3-100-A 100 | 105,000 | 6.30 | 64 
Mo-3-100-B 110,000 | 9.40 | 64 
} | | 
Mo-3-200-A 200 95,000 22300 | 70 
Mo-3-200-B 98,000 | 4.50 | 73 
| 
Mo-3-300-A 300 | 92,000 | 0.80 | 79 
Mo-3-300-B 95,000 | | 0.80 32a 
| 
| | | 
Mo-3-400-A 400 | 86,000 | 0.80. 82 
Mo-3-400-B 90,000 | 0.80 |. 84 | 
| 
Mo-3-500-A 500 | 82,000 (<0.5 leg 86 eal | 
Mo-3-500-B 82,000 | <9.5 || | <S4 a 
| 
Mo-3-600 A 600 80,000 |<0.5 | 88 | Argon 
Mo-3-600-B 81,000 | : <0.5 | 88 atmosphere 
| | | 
Mo-3-700-A 700 75,000 | j<0.5 | l+ 90..| | 
Mo-3-700-B 77,000 \<0.5 chy 
| | | 
Mo-3-900-A 900 65,000 | <()95 | | 
SS SS ee eee eee 


variations in both tensile strength and elongation in the critica] tempera- 
ture range are most apparent in the case of the annealed nickel. 


Elongation of Nickel Wire 


Indications of an allotrope in nickel are much more strikingly shown 
by the elongation curve for annealed nickel (Ni-2), Fig. 22. The elonga- 
tion falls normally as the temperature rises from 25° to 200° C., when a 
change appears to set in resulting in increased elongation over a range of 
about 300° reaching the maximum at 500° CG. As the temperature 
rises above 500° C., the curve falls until recrystallization sets in between 
600° and 700° C. 

At liquid-air temperatures, there is a slight drop in ductility in an- 
nealed nickel (Ni-2). This sample, as shown in Fig. 5, possesses a fairly 
large grain size, which fact would indicate a decrease in ductility at 
— 185° C.; in this respect it is analogous to iron.4 


‘Jeffries: Op. cit. 
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TaBLE 9.—Mechanical Properties at Various Temperatures of Molybdenum 
Wire (Mo-4) Swaged and Drawn (800° C. — Black Heat) from - 
0.045 to 0.025 In. 


Tensile Strength, Elongation, Reduction 
Pounds per Per Cent. in of Area, 
Temp., Square Inch 2 In. Per Cent. 
Test Mark Pegrece | Remarks 
P Slow Rapid Slow Rapid Slow | Rapid 
; Loading | Loading | Loading Loadixg | Loading | Loading 
Mo-4-L-A —185 145,000 0.00 0.00 
Mo-4-L-B 143,000 | 0.00 | ~ 0.00 
Mo-4-R-A | 25 121,000 | 6.25 53 
Mo-4-R-C | 115,000 6.25 50 
Mo-4-100-C 100 | 108,000 | 5.90 56 
Mo-4-100-D | 104,000 | | 3.20 50 
Mo-4-200-A 200 96,000 0.80 73 
Mo-4-200-B | 98,000 0.80 70 
Mo-4-300-A 300 | 95,000 |<0.5 75 
Mo-4-300-B | 97,000 0.80 77 
Mo-4-400-A 400 | 95,000 '<0.5 } 81 
Mo-4-400-B | 95,000 | <o.5 | 81 
| 
Mo-4-500-A 500 | 89,000 | <0.5 | 85 
Mo-4-500-B | | 90,000 <0.5 | 85 
| 
Mo-4-600-A | 600 85,000 | <0.5 | 88 Argon 
Mo-4-600-B | | $87,000 | <0nd), I 88 atmosphere 
] | | 
| | 
Mo-4-700-A 700 87,000 <0.5 | 89 
Mo-4-700-B_ | | 87,000 | <01.5)) | 90 
| | | | 


Of the three samples of worked nickel, Ni-1, which was worked the 
most, as shown in Fig. 22, increases in ductility down to the lowest 
temperature of test; the increase is less in Ni-3, Fig. 23, and Ni-5. In 
fact, Ni-5, which was deformed at 400° C., seems to have its maximum 
elongation at a temperature slightly above that of liquid alr. 

All of the worked samples become less ductile as the temperature 
rises to 300° C., but the force that is so manifest in the annealed nickel 
between 200° and 500° shows itself. Even those samples of which the 
behavior, because of previous working, is controlled by the amorphous 
phase, slightly regain their ductility at 300° and 400° C. This is first 
effected in Ni-3 and Ni-5 in which the crystalline material suffered the 
least rearrangement. Between 600° and 700° annealing sets in, causing 
a rapid rise in ductility, which continues up to 1000°C. Fig. 6 shows the 
microstructure of Ni-1 after the tensile test at 700° C. The small grain 
size explains the rapid rise in the elongation curve between 600° and 700° 
C. Price and Davidson® give 650° GC. as the temperature of rapid soften- 


This volume, 415. 
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Taste 10.—Mechanical Properties at Various Temperatures of Molybdenum 
Wire (Mo-5) Annealed to give Medium Grain Size 


Tensile Strength, Elongation, Reduction 
Pounds per Per Cent. in of Area, 
Temp., Square Inch 2 In. Per Cent. 
Test Mark Rees io i eS Remarks 
‘ Slow | Rapid |_ Slow | Rapid | Slow | Rapid 
Loading | Loading | Loading | Loading | Loading | Loading | 
Mo-5-L-A —185 96,000 0.00 0 
Mo-5-L-B 89,000 0.00 | 0 
| | | 
Mo-5-R-A 25 63,000 | 0.00 | 0 
Mo-5-R-C _ 63,000 | | 0.00 0 
| | 
Mo-5-100-A 100 | 59,000 | 9.00 | ee Kc 
Mo-5-100-B | 61,000 | 5.30 on 
Mo-5-200-A 200 | 58,000 | 12.50 | | o« | 
Mo-5-200-B | 58,000 | | 10.50 | | 0 
| | | | | 
| 
Mo-5-300-A 300 49,000 | | 22.50 55 | 6 
Mo-5-300-B | 53,000 | | 20.50 | (eer 
Mo-5-400-A 400 | 49,000 | Ib eA || | 45 
Mo-5-400-B | | 52,000 | 8.60 | 50 
| | } 
Mo-5-500-A 500 | 49,000 | 4.70 | 50 c 
Mo-5-500-B | 51,000 | 7.80 | 85 =A) a 
| } | | 
Mo-5-600-A 600 | 50,000 | 7.80 is 68.0 4 | Argon 
Mo-5-600-B 51,000 © 6.00 | | 70 | atmosphere 
| | | 
Mo-5-700-A | 700 | 51,000 HZ 000" | 973 | 
Mo-5-700-B | 51,000 | i 6520 |] | 73 
| | | | 
Mo-5-900-A 900 | 48,000 | eee OL 
Mo-5-900-B | 50,000 6.20 | 
| | | | | | 
| | | { | 
Mo-5-C-A | —50 | 83,000. | 0.00.5 Om 


2 Slight local reductions not at fracture. 

> Fracture largely transcrystalline. 

¢ Necking more regular in outline than at 400°. 
4 Necking extends over conaiderable length. 


ing and fall in tensile strength of nickel. Fig. 6 should be compared with 
their Fig. 8, which shows nickel annealed at 650° C. after 73 per cent. 
reduction by rolling. 

From 750° to 1050° C., the decrease in scleroscope hardness is from 
9.5 to 6.5. The elongation of Ni-1 increases over this same temperature 
range from 16 to about 25 per cent. The grain size developed during 
the application of load at 1000° C. in the case of Ni-2 is extremely large 
(see Fig. 7). The constant application of load and continuous deforma- 
tion above 700° C. is doubtless responsible for this rapid grain growth. 


Its effects will be observed most in the decrease in area reduction above 
700° C;, Fig. 24. 


. 
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TABLE 11.—M echanical Properties at Various Ronnperatires of Molyb- 
denum Wire (Mo-6) Annealed to give Extremely Small Grain Size 


Tensile Strength, Elongation, Reduction 
Pounds per Per Cent. in of Area, \ 
ay - | Temp., Square Inch 2 In, Per Cent. 
Test Mark ca 7 Remarks 
: Slow Rapid Slow Rapid Slow Rapid 
‘igeyes Loading | Loading | Loading | Loading | Loading 
| | | 
Mo-6-L-A —185 | 152,000 | 0.80 Te a 
Mo-6-L-B 149,000 | 0.00 aa: 
‘ 
Mo-6-C-A —50 151,000 | 11-00 | 55 
Mo-6-C-B | 149,000 12.50 | 
Mo-6-R-A * 25 | 125,000 20.00 | 66 
Mo-6-R-B 129,000 22.00 70 
| 
Mo-6-100-A.—--:100_~——: 114,000 17.30 |- | 68 
Mo-6-100-B 117,000 22.00 70 
| | 
| | 
Mo-6-200-A | 200 | 105,000 14.00 | | 78 
Mo-6-200-B_ 106,000 | 19.50 | 78 
} | | 
Mo-6-300-A 300 95,000 9.40 | | 85 
Mo-6-300-B | 97,000 (On 200s 85 
| | 
Mo-6-400-A 400 88,000 | 7.00 | ih STON | 
Mo-6-400-B 90,000 3-00 | 88 
| | 
Mo-6-500-A | 500 | 80,000 6.25 | SOR 
Mo-6-500-B_ | 82,000 | 6.25 | 90 
Mo-6-600-A | 600 | 79,000 | fee 2e35) | 90 | Argon 
Mo-6-600-B | 79,000 | 3.90 | 90 atmosphere 
| t 
Mo-6-700-A 700 ‘| 76,500 | 2.35 h SoBe 
Mo-6-700-B | | 77,500 Sebi | 93 | 
Mo-6-900-A | 900 | 71,000 | 4 | 93 


MecuanicaL Properties oF MoLyBppENuM WIRES 


The samples of molybdenum were prepared to furnish evidence of the 
influence of degree and temperature of working. It was desired espe- 
cially to ascertain the influence of grain size ina metal of the class of mo- 
lybdenum and tungsten. The temperatures of test are well below that of 
equal cohesion for molybdenum. In the scale of metals this metal holds 
a position between tungsten and those metals represented by nickel and 
iron. The behavior of tungsten, as reported by Jeffries, will be often 
used as a basis of comparison in the following discussion. 


Tensile Strength of Molybdenum Wire 


Unlike tungsten, molybdenum does not decrease in tensile strength 
between room and liquid-air temperatures. The combined influence of 


me 7" 4 > oS 
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TaBie 12.—Mechanical Properties at Various Temperatures of M olyb- 
denum Wire (Mo-7) Treated to Develop Extremely Large Grains 


Tensile Strength, Elongation, Reduction 
ounds per Per Cent. in of Area, 
Temp., Square Inch 2 In. Per Cent. 
Test Mark eee ccn Remarks 
j Slow | Rapid | Slow | Rapid |_ Slow | Rapid 
Loading | Loading Loading | Loading | Loading | Loading 
Mo-7-L-A, —185 | 102,000 | 0.00 0 
Mo-7-L-.B | 93,000 0.00 0 
| | 
Mo-7-R-A 25 | 42,500 | 3.15 on} | 
Mo-7-R-B 42,500 | 3.15 0 
Mo-7-100-A 100 36,000 | 3.90 0 
Mo-7-J00-B 34,000 | 4.70 | 0 
| | 
Mo-7-200-A 200 28,000 8.70 | Our} a 
Mo-7-200-B | 28,000 7.50 | 0 
Mo-7-300-A 300 31,000 | 10.20 | 100 | “Wedge” at 
Mo-7-300-B | 33,000 11.00 100 fracture 
| | | 
Mo-7-400-A 400 27,500 | 6,25 | 100 
Mo-7-400-B | 28,500 | 10.10 100 
Mo-7-500-A 500 27,000 | | 3.10 | 100 
Mo-7-500-B | } 28,000 3.90 100 
Mo-7-600-A 600 | 28,000 | | 2.35 | 100 | Argon 
Mo-7-600-B | 29,000 3.90 | 100 | atmosphere 
| 
| 
Mo-7-700-A 700 30,000 i 3.15 } 100 
Mo-7-700-B 30,000 | 3.15 | 100 | 
| | | | | 
| | 
Mo-7-900-A 900 | 29,500 | | 3.10 | 100 
| | | 


“Local reductions not at fracture. 


heavy working and low temperatures produces a maximum tensile 
strength of 210,000 Ib. per sq. in. in Mo-1 at —185° C.; see Fig. 25. 
Mo-1 and Mo-2 were both reduced 96 per cent. by working, but Mo-1 
was worked at a temperature about 400° above Mo-2; the colder worked 
is the stronger in all cases. 

Mo-3 and Mo-4, both reduced 70 per cent. by working, developed 
only about 75 per cent. of the maximum strength of the more severely 
worked metal. As before the hotter worked is the weaker at all tem- 
peratures of test. Mo-5, Mo-6, and Mo-7 are the annealed wires of 
different grain size. Figs. 9, 10, and 11 illustrate their respective 
structures. Mo-6, which has the smallest grain, is the strongest at 
all temperatures. The others are of about the same strength at —185° 
C. but. the tensile strength of the wire with the largest grain size falls 
at room temperature to about two-thirds that of the wire with the 
intermediate grain size. Between 1000° and 900° C., however, the 


TABLE 13.—Mechanical Properties at Various Temperatures of Aluminum 
Wire (Al-1) Drawn Cold from 0.090 to 0.025 In. 


Tensile Strength, Elongation, Reduction 
ounds per Per Cent, in of Area, 
A AG pene: Square Inch 2 In.- Per Cent. 
es) ar merges Remarks 
Slow Rapid |_ Slow Rapid |_ Slow Rapid 
Peer Loading | Loading | Loading | Loading | Loa ing 
| 
AFIL-A —185 | 64,000 5.00 Tl 96 
Al-1-L-B 62,000 7.00 , 30 
Al-1-C-A — 50 | 49,000 3.10 | et | 
Al-1-C-B 51,000 350000 38 
NS eee, | 50,000 4.30 30 
AL-1-R-A 25 | 49,000 1.06 25 
Al-1-R-B 50,000 3.00 40, || 
AI-1-R-C 52,000 4.70 | 38 
AlL-1-R-D 51,000 3.90 25 
Al-1-R-F | 49,000 El 153 
| 
Al-1-100-A 100 | 42,000 0.80 20 
Al-1-100-B ~ | 46,000 1.55 85 
Al-1-100-C  - 44,000 1.55 30s 
AL-1-200-A 200 | 26,500 6.25 56 a 
Al-1-200-B . 29,000 4.00 50 
Al-1-200-B 27,000 6.80 
AL-1-240-A | 240 | 17,500 10.90 | 62 | b 
AL-1-240-B 26,500 5.50 | | ae 
| | | 
Al-1-300-A | + 300_'| ‘17,300 7.60 | | 68 | 
A}-1-300-B 21,500 | 3.10 60 
- | | | 
Al-1-400-A 400 | 16,000 9.40 | 80 
Al-1-400-B 20,000 7.80 | 80 
| | | 
Al-1-500-A 500 6,100 12.00 |} | 92 | 
Al-1-500-B / 5,500 | 28.00 | 98 
Al-1-630-A 630 500 : | 6.00 0.00 


ee eee ee ES EE aaa 
@ Registered load fell to 16,000 during 1 min. of pull. 
> Registered load fell to 13,000 during 1 min. of pull. 


tensile strengths of the two samples of coarser grain remain practi- 
cally constant. The few points that le off the curves must be due to 
some slight and unavoidable variation in grain size between specimens. 
This flatness in the tensile-strength curve shows how slightly the crystal- 
line phase decreases in tensile strength as the temperature rises. The 
tensile strength above 900° C. should not drop suddenly until the tem- 
perature approaches the melting point. Tensile strength is a complex 
property, while the elastic limit is the measure of cohesion. The elastic 
limit probably decreases more rapidly than the tensile strength with rise 
in temperature. The curve for Mo-7, Fig. 25, shows the tensile strength 
of molybdenum composed almost completely of the crystalline phase. 
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Tasue 14.—Mechanical Properties at Various Temperatures of Aluminum 
~ Wire (Al-2) Annealed at 400° C. for 15 Min. 


Reduction 


Tensile Strength, Elongation, 


Pounds per Per Cent. in of Area, ; 
Temp., Square Inch 2 In. Per Cent. 
Test Mark reales - ae ee __| Remarks 
; Slow Rapid Slow Rapid Slow | Rapid 
Loading | Loading | Loading Loading | Loading | Loa ing | 
9 ee ae Be u J 
| | | | 
Al-2-L-B —185 | 41,000 | 18.50 | 44 
Al-2-2-D | 41,000 | | 34.00 58 
Al-2-R-A 25 29,500 | 16.50 | | 65 
Al-2-R-B | 29,500 | 20.00 | 60 | / 
Al-2-R-C | | 29,000 | | 14.00 | | “Jo eg 
Al-2-R-D | 29,000 20.00 70 
Al-2-R-G | 28,000 | 16.50 : 
Al-2-R-H 28,500 | | 14.00 | 
| 
Al-2-100-A 100 26,500 18.50 64 
Al-2-100-B | 27,500 18.75 69 
Al-2-100-C | 28,000 18.75 
AJ-2-200-A 200 | 18,000 | 25.00 69 
Al-2-200-B | | 22,000 | 16.40 | 69 
Al-2-200-C 17,500 | 24.10 
Al-2-200-E | | 20,000 | 20.00 
| | | i 
Al-2-300-A 300 16,300 | | 12.50 90 |A and D 
Al-2-300-D | 16,500 ' 17.00 84 in furnace 
Al-2-300-C | 8,500 | | 24.00 | | 95 | 1%min. 
Al-2-300-B | 10,000 24.00 84 || Band Cc 
| | in furnace 
| 5 min. 
| Al-2-400-A 400 12,000 17.00 | 91 
Al-2-400-B | 11,500 : 19.00 95 
Al-2-500-A | +500 | 5,000 19.00 84 
Al-2-500-B 6,000 | | 20.00 96 
| | | 
Al-2-600-A 600 3,500 | 17.00 | 94 
Al-2-600-B 3,000 | 17.00 | 94 
| | | | 
Al-2-630-A 630 | 1,000 | 1.55 | 0 
Al-2-630-B 500 | | 0.00 | 0 
Al-2-630-C 500 | 0.00 Cc 
Al-2-620-A | 620 | 1,000 | 12.5 pent ne 
Al-2-620-B | 1,000 15.50 | .84 Long reduc- 
| | | tion 


| 
Norr.—aAll reductions of area above 300° extend over some length, with exception of those above 
600° C. as marked, 


Elongation of Molybdenum Wires 


In their behavior as regards ductility, molybdenum and tungsten 
approach each other. At liquid-air temperatures, elongation in both is 
lacking ; from their comparative elongations at room temperature, however 


it may be assumed that molybdenum will retain its ductility at a lower 
temperature than tungsten. 
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TABLE 15.—M echanical Properties at Various Temperatures of Aluminum 
Wire (Al-3) Drawn Cold from 0.040 to 0.025 In. 


Tensile Strength, Elongation, Reducti 
- soe Per nsec in of re 
emp., quare In ; 
Test Mark osteo: ha = Sees 
C. Remarks 
Slow Rapid Slow Rapid Slow Rapid 
Loading | Loading | Loading | Loading | Loading Doating 
¥ 
Al-3-L-A | —185 | 59,000 | + 7.80 35 
Al-3 L-B 59,000 5.60 
; 
Al-3-R-B | 25 | 51,000 | 3.12 52 
Al-3-R-D 51,000 3.12 52 
Al-3-100-B 100 45,000 2.35 50 
Al-3-100 D 46,500 3.12 52 
} | | 
Al-3-200-A 200 27,000 | 7.50 63 
Al-3-200-B 31,000 3.15 60 
Al-3-240-A 240 | 20,000 | 10.20 | 23 
Al-3-240-B 28,000 8.60 70 
Al-3-300-A 300 16,000 7.00 73 
Al-3-300-C 17,000 10:30 - |} 75 
Al-3-400-A 400 13,000 | 9.40 85 
Al-3-400-B | 17,000 | |} 8.60 | 88 
| | | 
Al-3-500-A 500 4,700 | 26.5 95 
Al-3-500-B | 5,600 | 16.5 | 
| | 


ee ee ss. SS ee 


Mo-1, the most severely worked sample, at room temperature has an 
elongation of 5 per cent.; Mo-3 and Mo-4, which were less severely 
worked, possess greater elongation at this temperature. Of these two 
the hotter worked wire shows the higher ductility, the same as copper 
and nickel. Tungsten, after an equal amount of deformation, breaks 
with no elongation at room temperature; after a deformation equal to that 
of Mo-1, tungsten shows a 6 per cent. elongation at room temperature. 

After a 70 per cent. reduction, tungsten is brittle at room temperature ; 
molybdenum shows an elongation of from 7 to 10 per cent. The tung- 
sten, however, has a maximum of 12 per cent. elongation at 200° C. A 
93 per cent. deformation reduces the maximum elongation at any tem- 
perature of both tungsten and molybdenum, but at the same time it 
imparts to the metal the ability to retain ductility at lower temperatures. 
On this basis the direction of the elongation curves has been determined 
in Fig. 28; the elongation curves for annealed molybdenum wires are 
shown in Fig. 27. These curves show the relation between the grain 
size and the elongation throughout the temperature range studied. 

Mo-6, the average diameter of the grain of which is 0.0002 Tes 
attains its maximum elongation at room temperature; the elongation 


vou. Lx1v.—5l. 
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Tasue 16.—Mechanical Properties at Various Temperatures of Aluminum 


Wire (Al-4) Drawn at 175° C. from 0.040 to 0.025 In. 


Tensile Strength, Elongation, Reduction | 
ounds per Per Cent. in of Area, | 
: Temp., Square Inch 2 In. Per Cent. | 
Test Mark pesrccs ae ey eee ees Remarks 
5 | 
Slow Rapid Slow | Rapid Slow Rapid | 
Loading | Loading | Loading | Loading | Loading | Loading | 
Al-4 L-B — 185 60,000 - 4.75 
Al-4-L-C 61,000 7.80 
Al-4-R-B 25 | 49,000 3.15 | 56 
Al-4-R-D 49,000 | ahaa liah Ss) 56 
| | 
Al-4-100-C 100 42,000 | 2.35 | 62 
Al-4-100-E 41,000 1.55 62 
Al-4-200-A 200 26,100 5.5 62 
Al-4-200-B 31,000 3.15 62 
Al-4-240-A 240 | 23,000 | 6.25 | 73 | 
Al-4-240-B 31,000 3.90 68 
Al-4-300-A 300 | 16,000 ie 7160..)| eee | 
Al-4-300-B 22,000 6.25 | 73 
| | 
Al-4-400-A 400 8,000 13.25 | } 92 
Al-4-400-B 12,000 | | 9.40 | \ 83 4 
| | | | 


falls off rapidly to zero at —185° C. At room temperature Mo-5, which 
has an intermediate size of grain, breaks with no elongation and a fracture 
largely intercrystalline. At 300° C., this structure deforms in tension 
with about 22 per cent. elongation,.which is equal to that of the smallest 
grain size at 300° lower. The fracture is through the grains, as shown by 
Fig. 14. At 300°, also, the wire having the largest grain size, Mo-7, 
attains its maximum elongation, which is, however, only about one-half 
as great as in the two foregoing samples. The drop in its elongation 
curve on either side of 300° is less abrupt than in the case of the wire 
having finer grain All three curves flatten decidedly above 400°, as do 
the tensile strength curves. The ductility of the wire having the smallest 
grain has, at 700°, fallen below the other two and is decreasing slowly 
at 900°. 

The path of rupture in the wire of largest grain size follows the grain 
boundary almost without exception at and below 200° C.; at 300°, it 
becomes decidedly transerystalline. See Figs. 13 and 19. 


Reduction of Area of Molybdenum Wires 


As shown in Fig. 30, the reduction at the point of fracture increases 
steadily with the temperature rise for the worked samples, Mo-1 and 
Mo-3. In neither case does the metal possess the ability to flow at 


a a 
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TaBLE 17.—Mechanical Properties at Various Temperatures of Aluminum 
Wire (Al-7) Annealed at 300° C. for 30 Minutes 


Tensile Strength, Elongation, Reduction 
Pounds per Per Cent. in of Area, 
Temp., Square Inch 2 In. Per Cent. 
Test Mark =e eoes Remarks 
1 Slow Rapid Slow Rapid Slow Rapid 
Loading | Loading | Loading | Loading | Loading | Loading 
| = maar 
Al-7-L-A —185 37,000 *23 .50 44 
Al-7-L-B 36,000 20.00 44 
AL-7-C-A — 50 | 24,000 15.50” 70 
Al-7-C-C | | 25,000 15.00 72 
Al-7-R-A 25 21,000 7.30 73 
Al-7-R-B 23,000 14.00 76 
Al-7-R-C 22,000 8.10 a 
AL7-R-D « 22,000 | 7.10 62 a 
Al-7-R-E 22,500 11.80 
Al-7-R-F 23,500 13.30 70 b 
Al-7-100-B 100 22,500 13.4 | 676 
Al-7-100-C 22,000 17.25 76 
Al-7-100-D 22,500 16.5 
Al-7-100-E 21,000 14.00 
Al-7-100-F 22,000 14.00 6 
Al-7-100-G 21,500 7.30 72 E a 
Al-7-100-H | 21,000 7.30 72 a 
Al-7-200-A 200 11,700 13.30 
Al-7-200-B 17,500 10.20 
Al-7-200-C | 11,700 23 .00 
Al-7-300-A 300 9,500 16.50 90 
Al-7-300-B 12,000 22.00 94 
Al-7-400-A 400 5,300 23 .50 95 
Al-7-400-B 6,500 22.00 97 
Al-7-500-A 500 5,000 15.50 93 
Al-7-500-B 4,500 29 .00 97 
Al-7-600-A 600 3,000 22.00 - 96 
Al-7-600-B 2,500 25 .00 98 
AL-7-240-A 240 9,000 25.00 
Al-7-240-B 11,000 14.00 


peed cre ee SO 
«Load applied at 0.5 in. per min. 
> Load applied at 2.0 in. per min. 
— 185° C., where both elongation and reduction are zero but where they 
attain the highest tensile strength. Hence we may conclude that the 
elastic limit has become nearly equal in magnitude to the resistance to 
rupture of the amorphous phase. 
At room temperature Mo-1, the wire reduced 93 per cent., develops 
necking to a higher degree than Mo-3, which was reduced only 70 per cent. 
Above 600° C., both approach the same value, which tends to remain 


constant at about 90 per cent. 
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Mo-6 resembles closely a heavily worked wire; see Fig. 29. At 
— 50° C. its reduction in area at fracture is 55 per cent., while its elonga- 
tion is about 10 per cent. Both of these properties are the result of a 
large number of crystalline units bound together by a fine network of 
amorphous material. The crystalline phase can be deformed by suffi- 
cient load, which is transmitted through the amorphous cement. At 
lower temperatures, the elastic limit or resistance to deformation of the 
crystalline phase has so increased that before any deformation begins 
rupture occurs along the grain boundaries. The path of rupture, while 
shorter than in the case of Mo-l, is much more intricate than in the two 
samples of coarser grain. A comparison of their respective tensile strengths 
at —185° C. will emphasize this fact. 
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Mo-5, the wire having the intermediate grain size, first shows a reduc- 
tion at about 200° C., but the necking increases up to 800°, where it tends 
to assume a constant value, though one considerably lower than the 
smaller grain size; see Fig. 29. The fracture is decidedly intercrystalline 
below 100° C. but, at 300°, passes through the grains which have been 
distorted by the load. The change in the position of the fracture in the . 
wire of large grain size (Mo-7) is marked by a sudden rise in the curve 
representing the per cent. reduction of area. At 200° C., the wire breaks 
at the grain boundary; at 300° GC. it breaks through the grain. Above 
300°, as far as the tests were carried, the fracture remained transcrystalline. 
The reduction of area above 300° took the shape of a wedge having 
100 per cent. reduction in one plane and no reduction in the plane at right 
angles to the first; Fig. 12 shows two views of this fracture, Fig. 17 shows 
the form of fracture more clearly. Many of the grains in the region of 
the fracture showed this directional reduction in one plane while the 
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diameter at the grain boundary remained unreduced. This surface 
effect was easily noticeable with the naked eye and a longitudinal section 
of such a wire is shown in Fig. 19. 

In an aggregate of grains under tension each grain tends to reduce in 
cross-section 100 per cent. in one plane and none at all in the plane at 
right angles to the first. Because of difference in orientation, the reduc- 
tion tendencies of adjoining grains will tend to counteract each other. 
Consequently, the greater the number of grains in a cross-section the 
greater will be the total reduction at the point of fracture, but the reduc- 
tion in such an aggregate will always-be less than in a cross-section com- 
posed of asingle grain. The effect of orientation opposing the reduction 
in adjoining grains is illustrated in Fig. 19. Here the greatest reduction 
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occurred in the middle of the grains while the grain boundary has suffered 
no reduction. Here also is an illustration of the shift in path of rupture 
caused by a slight change in temperature. 

This same intercrystalline brittleness is apparent in equiaxed tungsten 
up to 200° C. In tungsten, as small a grain as that in Mo-6 would have 
no elongation at room temperature. Jeffries attributed this brittle- 
ness to internal stress due to a difference in the coefficients of expansion 
of the crystalline and amorphous phases. The same explanation will 
cover the behavior of molybdenum, though the stress is developed at 
lower temperatures in the latter case. 

The tensile-strength curves of molybdenum have been extended 
downward, by dotted lines, below liquid-air temperatures, in Fig. 25. 
This fall in strength might be expected to occur at some temperature 
slightly lower than — 185° on the basis of the fall in tensile strength of 
tungsten between 25° C. and —185° C.° 


6 Jeffries: Op. cit. 
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MEcHANICAL PROPERTIES OF ALUMINUM-COPPER ALLOY 


The aluminum-copper samples furnish an alloy of the solid-solution 
type. Because the solubility of CuAl: varies with the temperature, the 
properties of this alloy at all temperatures might be expected to differ 
somewhat from those of the pure metals. Pure aluminum melts at 658° 
C. and the 3 per cent. of copper lowers the melting point to about 648° C. 


Tensile Strength of Aluminum Wires 


The tensile-strength curves in Figs. 31 and 32 show a drop from liquid- 
air temperatures to near the melting point in the worked and annealed 
samples. A slight flattening of the curve seems to occur through about 
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100° near room temperature. A suggestion of this same feature will be 
found in the tensile-strength curves for worked copper occurring at 
about 150° to 250° C.7. Whether or not such action is to be considered a 
general rule in all metals near their equicohesive temperature is yet to be 
determined; with iron and nickel the effects of allotropy may mask this 
discontinuity in the curves. 

The degree of deformation has made little difference in the tensile 
strengths at room temperature, though at —185° the sample reduced 93 
per cent. (Al-1) begins to show an increase in strength over Al-3, which 
was reduced 61 per cent. Al-4, which was reduced 61 per cent. at 175° 
C., is almost identical with Al-3, which was reduced the same amount at 
room temperature; even at liquid-air temperature the tensile strength of 
the two may be considered equal, perhaps the usual differences might 
develop as the temperature fell stil] lower. The constant difference in 


‘Jeffries: Op. cit. 
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tensile strength and elongation between the two annealed wires (Al-2 
and Al-7) may be ascribed to a probable contrast in grain size. In the 
case of each sample, the tensile strength drops very rapidly between 100° 
and 200° C. 


Elongation of Aluminum Wires 


The elongation curves, Fig. 33, of the annealed wires show an enormous 
fall from —185° C. to room temperature, whén they begin to rise. The 
rate of loading above 100° C. has a decided bearing on the elongation 
values, and even at room temperature these fail to check consistently. 

The elongation drops rapidly at 630° C. The specimens that deter- 
mined this point on the curve were loaded merely by the weight of the 
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lower jaw and its fitting and suspended in the furnace at a temperature 
of about 550° C. The temperature was slowly raised until fracture 
occurred with no elongation and no reduction of area. The only concrete 
evidence of intercrystalline fracture is given in Fig. 16 which shows the 
two ends of the fracture. From the evidence submitted by Rosenhain 
and Ewen,? it is safe to assume that this fracture is intercrystalline. 

In contrast to the annealed wires, those that have been reduced by 
working fall in elongation from — 185° GC. to 100° C. and then rise stead- 
ily up to 500° C. This rise in elongation takes place in both the 
annealed and cold-worked samples of the alloy. It begins first in the an- 
nealed wire and, at 100° higher, in the eold-worked. In this respect the 


8 Walter Rosenhain and Donald Ewen: Intercrystalline Cohesion in Metals 
Jnl. Inst. Metals (1912) 8, 149. 
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alloy behaves in a similar manner to nickel and iron. In all three cases 
the rise in elongation is most pronounced in the annealed samples. A 
decided drop in elongation at 630° is also noticed in the case of Al-1, 
though the loading was made in the usual continuous manner and un- 
doubtedly some deformation took place before the wire had attained the 
temperature indicated. : ; 


Reduction of Area of Aluminum Wires 


Following the general type of such curves the reduction of area rises 
continuously from —185° to near the melting point; see Fig. 34. The 
discontinuity in the tensile-strength curves near room temperature is also 
evident here. In the case of Al-2, the rapid rise in reduction between 
200° and 300° C. indicates definite annealing temperature in this range. 
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Huntington,® in his report on tensile tests of pure aluminum between 
room temperatures and 650° C., described a sudden drop to zero in both 
elongation and reduction curves at the melting point. The same action 
occurred in this case. On the other hand the elongations of his specimens 
of rolled aluminum begin to increase at room temperature, without the 
drop to 100° that is shown in Fig. 33. 

The features displayed by the material used in these tests may well be 
ascribed to the action of the copper content of the alloy. Moreover, we 
are working with a metal close to its equicohesive temperature, which 
cannot be far from 200° C, 


°A. K. Huntington: Effect of Temperature on Tensile Tests of Co z 
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Errect oF VARIATION IN Rate oF Loapinc Upon ELONGATION AND 
TENSILE STRENGTH 


It is generally conceded that tensile strength and elongation may 
be considerably influenced by the rate at which the load is applied to 
the test piece. The scheme followed throughout this series of tests and 
the form of record submitted were adopted with a view to determining 
the extent of this factor. ’ ts 

In Fig. 37 are plotted, for Ni-2, the elongation values at each 
temperature for the two rates of loading employed. The increase in 
elongation accompanying rapid loading is less noticeable at the lower 
temperatures but grows as the temperature rises and reaches a maximum 
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at 900° C., about 200° above the lowest temperature of recrystallization. 
The temperature range where the element of time assumes such impor- 
tance that the slowly loaded wire stretches considerably more than that 
loaded eight times as rapidly should benoted. This range might be safely 
assigned a value of 150° C. and within it lies the actual temperature of 
recrystallization. 

The maximum reduction of area in worked nickel occurs at the same 
temperature as the increased elongation by slow loading. Identical 
features mark the curves thus plotted for the worked alloy, Fig. 35. The 
difference in favor of rapid loading at room temperature disappears below 
200°; between 200° and 400°, greater elongation occurs with slow loading 
but at 500° the rapidly loaded specimen stretches 28 per cent., which is 
more than twice as much as that loaded slowly. 

Fig. 36 shows the difference in tensile strength due to different load- 
ing rates in Al-1. Rapid loading results in higher values for tensile 
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strength at all temperatures below 500° C.; the greatest difference is 
apparent between 200° and 400°, corresponding to the range noted in the 
elongation curves. Tables 13 to 17 show that this effect of loading rate 
upon tensile strength is more noticeable in the worked samples than in 
the annealed. 

In Fig. 38, an attempt is made to illustrate the behavior of the test 
specimens.. The curve marked Al-1-200-A represents the gradual in- 
crease in registered stress up to the maximum in about 20 sec. of loading. 
With a constant rate of loading, the stress slowly falls for 40 sec. until 
fracture occurs at about 60 per cent. of the maximum load. By increas- 
ing the rate of loading eight times, the registered stress reaches a maxi- 
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mum in about 5 sec. and gradually falls off through 10 see., fracture oc- 
curring at a stress 10 per cent. below the maximum. 

At 600° C., this flowing of the metal under stress gives rise to a time- 
Stress curve Al-2-600-A. The rise is more gradual, consuming 60 sec., 
while the fall requires 80 sec. The piece fractures at 17 per cent. of the 
maximum load of the test piece. 

The results are an elongation of 17 per cent. or more in some cases and 
a 95 per cent. reduction of area. The reduction extends over a consider- 
able length and is represented in Fig.15. Bengough” says “The unstable 
vitreous amorphous material of Beilby’s plays a far more fundamental 
part in determining the mechanical properties of metals and alloys than 
has hitherto been suspected” and again “In some cases the mechanical 
properties of metals at high temperatures could be best explained by the 


%G. D. Bengough: Discussion on Intererystalline Cohesion in Metals. Jnl. 
Inst. Metals (1912) 8, 180. 
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authors’ (Rosenhain and Ewen) view that the cement persisted up to high 
temperatures in the neighborhood of the melting point. For instance a 
certain brass pulled out to a fine point, just like glass would do. In 
other cases, especially with cast metals, this did not happen at all; the 

> elongation was low and numerous cracks developed at varying distances 
from the point of fracture.”’ ; 

The behavior of zine in tensile tests between room temperature and 
200° C. has been described by Mathewson, Trewin, and Finkeldey,'! who 
reproduce (from Martens) the stress-deformation curve for zinc tested _ 
at room temperature. They state that ‘permanent set increases after 
each stage of loading even in the case of very small loads.”’ There is a 


~ 
Oo 


Al-1 93% Red,-Cold 
°o Slow Loading 
X Rapid Loading 


40 Al-2 Annealed 400 C 15 Min, 
90| XAl-7 Annealed 300°C 30 Min. 
GAl-1 96% Red. Cold 


Per Cent Reduction of Area 


Elongation, Par Cent in 2 In. 
on s 


0 0 
=100 0 100 200 300 400 500 600 700 800 900 1000 -100 0 100 200 300 400 500 600 700 800 900 1000 
Temperature, Degrees C Temperature, Degrees C 
Fic. 34.—REDUCTION OF AREA-TEM- Fig. 35.—VARIATION IN-ELONGATION 
PERATURE CURVES FOR ALUMINUM- WITH CHANGE IN RATE OF LOADING, 
COPPER ALLOY. ALUMINUM-COPPER ALLOY. 


rapid decrease in load as the time of test progresses, the load at the end 
of 10 min. having fallen to 70 per cent. of the maximum stress registered. 

Thus zinc in tension at room temperatures exhibits features noticeable 
in the aluminum-copper alloy at about 200° C. The curves show that 
the tensile strength of zinc declines rapidly at room temperature; the 
flattening of this curve sets in at about 100° C. It might be predicted 
that the tensile-strength curve would continue to rise steeply as far as 
—100° C. before changing its rate of increase. The elongation of zinc 
seems to increase, in general, as the temperature rises above 25° C. (the 
lowest temperature studied). Above 150° C., the elongation drops, 
as does that of aluminum under steadily applied load above 500° C. 
Aluminum and zine furnish excellent examples from which to judge of 
the properties of metals in the vicinity of their equicohesive temperatures 
or the range just below and including their “annealing” temperatures. 


110, H. Mathewson, C. S. Trewin, and W. H. Finkeldey: Some Properties and 
Applications of Rolled Zine Strip and Drawn Zine Rod. This volume, 305. 
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GENERAL CONSIDERATIONS 


According to Bengough”? the elongation curve for copper falls abruptly 
from a high value at 900° C. to zero at 1050°. A fracture the same nature 
as the intercrystalline fracture of aluminum at 630° C. seems to have 
occurred. The curve, though, shows an inflection between 800° and 
900° C., which the author is not able to explain; this no doubt is due to 
a variable rate of loading. In regions of rapid grain growth, much above 
the annealing temperature, the rate of loading will so seriously disturb 
the uniformity of elongation figures as to practically prohibit the drawing 
of a single curve in this region. Jeffries! has shown a range in elongation 
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due to difference in loading rates and grain size that meets the conditions 
existing in higher temperature ranges. 

Some curves plotted by Huntington" for a copper-nickel alloy, showing 
tensile strength, elongation, and reduction between room temperature 
and 500° C., exhibit discontinuities at about 430° C. The values for 
each of these properties increase at this temperature, though the curves 
are drawn to omit the actual values. This range happens to be near the 
critical temperature for the transformation in nickel and the seeming 
irregularities in the curves mentioned may well be attributed to the 15 
per cent. of the nickel in the alloy. 

Bengough applies the term “temperature of recuperation” to the 
temperature above which the decrease in tensile strength becomes less 


2G. D. Bengough: A Study of the Properties of Alloys at High Temperatures. 
Jnl. Inst. Metals (1912) 7. 
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rapid with rising temperature; that is, the tensile-strength curve flattens 
decidedly. It is stated that above this temperature worked and an- 
nealed metal have the same tensile strength, while below it the worked 
metal is the stronger. At temperatures above that of “recuperation” 
the metal resembles a viscous liquid of very low strength and great duc- 
tility. It is described, also, as “the lowest temperature at which it is 
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possible to harden a metal by working.” The diagram given by Ben- 
gough seems to place the “temperature of recuperation” considerably 
above the actual annealing temperature, so that his last definition is not 
strictly in accord with his curves. 

The gradual decrease in tensile strength above the annealing tempera- 
ture is explained by the tensile-strength curves of the coarse-grained 
specimens of molybdenum, Fig. 25. In these samples, the tensile strength 
does not decrease appreciably over a range of 800° C. 

When a metal is deformed continuously above its annealing tempera- 
ture, the amorphous metal generated at once recrystallizes. During this 
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cycle the metal under load will elongate through flow of the amorphous 
as well as deformation of the crystalline material. At a temperature well 
above that of annealing, rapid loading augments this combined flow and 
deformation and results in high elongation. 


CONCLUSIONS . 


Evidence has been produced to establish the types of curves that 
represent variation in tensile strength, elongation, and reduction of area 
with variation in temperatures for all metals. These basic curves are 
subject to variations produced by any allotropic change that may take 
place in the metal under consideration. 

Excluding allotropic changes and other specific characteristics, all 
metals possess the same fundamental properties and those exhibited by 
any one metal are functions of the temperature at which the observa- 
tions are made. 

The maximum reduction of area by fracture in tension occurs in a 
piece of metal in which single grains occupy the entire cross-section. In 
the case of two aggregates, the one of smaller grain size suffers the greater 
reduction. 

The ultimate result of decreasing temperature is a complete loss of 
ductility and probably eventually a reduction in tensile strength. 
Brittleness is first observed in metals having equiaxed structures. The 
smaller the grain size of a sample the lower is the temperature to which 
ductility is preserved. 

Deformation of a metal below its annealing temperature makes its 
maximum ductility at any temperature below that of working less than 
that of the same metal in the unworked condition. But the worked 
sample will retain its power of elongation to a lower temperature. 


DISCUSSION 


ZayY Jurrries, Cleveland, Ohio.—The results of six metals, especially 
when the variety of the metals tested is considered, gives much more 
conclusive evidence regarding generalities than the results on three. 
The metals now given these general tests are tungsten, iron, copper, 
molybdenum, nickel, and aluminum. The crystal structures involved 
represent the two main types, with tungsten, molybdenum, and iron 
as body centered cubic; and copper, nickel, and aluminum ag face 
centered cubic. 

Lead, copper, aluminum, platinum, gold, silver, and nickel crystallize 
in the face-centered cubic lattice. It is characteristic of these metals 
that they hold their ductilities to very low temperatures. All of these 
metals are ductile in liquid air when annealed. The body-centered 
metals become brittle at a higher temperature on cooling than the face- 
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centered. ‘Tungsten and molybdenum are entirely brittle in liquid air; 
iron, as ordinarily produced, in the annealed condition is brittle in liquid 
air. One specimen of nearly pure iron had about 11 per cent. elongation, 
in liquid air; it had been annealed at such a temperature as to be very 
fine grained. Mr. E. C. Bain and I have found that manganese steel 
is face-centered cubic but iron at room temperature is body-centered. 
Hadfield has observed that manganese steel is very ductile in liquid air, 
which bears out the general conclusion thit the face-centered metals 
retain their ductilities at lower temperatures than the body-centered. 

Another generality that can be drawn from these tests is that whether 
the metal is face-centered or body-centered, working at a certain tem- 
perature below the recrystallization point and testing at a still lower 
temperature increases ductility. That action is not a function of the 
erystal structure but a function of plastic deformation. 

Although we have not studied specifically the effect of change of 
temperature on hexagonal metals, like zinc and magnesium, these metals 
harden at a faster rate during deformation than the cubic metals. 

Another generality that seems to hold pretty well is that the rate of 
change of physical properties of metals with changing temperature. is 
somewhat a function of the weight of the atom. The rate of change of 
aluminum and magnesium is quite large; these metals have light atoms. 
The rate of change in metals with heavy atoms, such as gold, platinum, 
and lead, is small. That generality should hold owing to the mechanism 
of the atomic motion as related to temperature itself. 


W. H. Bassett, Waterbury, Conn.—Will you explain a little further 
the face-centered and body-centered cubic crystallization? 


Zay JEFFRIES.—In the body-centered lattice, the elementary cube - 
consists of an atom at each corner and an atom in the center of the cube. 
In the face-centered lattice, the elementary cubic unit consists of an 
atom at each corner and an atom in the center of each face of the cube, 
and these structures repeat throughout the mass of any one crystal. 
Both structures are in the isometric or the cubic system, in mineralogy 
the face-centered corresponds most nearly to the octohedral structure. 


F. E. Carter.—The composition of the nickel is given as 99.8; is 
that nickel plus cobalt? 


W. P. SyKEs.—Yes; no attempt was made to analyze the cobalt, but 
it was about 0.5 per cent. 


7 
oe 


816 TREATMENT TESTS ON ORES OF CONSOLIDATED COPPERMINES CO. 


Treatment Tests on Ores of Consolidated Coppermines Co. 


By Rosert Linton, * New York, N. Y. 


(New York Meeting, February, 1921) 


In 1898, Joseph L. Giroux and J. A. Snedaker organized the Pilot 
Knob Copper Co. and began developing the Pilot Knob mine at Kim- 
berly, Nev., for high-grade copper ores, carrying good gold and silver 
values, that the formation had disclosed. At that time the nearest rail- 
road was over 150 mi. distant. The high-grade ores did not prove to be 
extensive at this point—at least to the depth (240 ft.) to which the work 
was carried—but development of neighboring claims indicated extensive 
deposits of sulfide porphyry ore of concentrating grade lying at shallow 
depth, and deeper deposits of direct-smelting oxidized ores occurring in 
limestone near the limestone-porphyry contact. The properties passed 
through the hands of several organizations, with only meager develop- 
ment, until acquired in 1913 by Consolidated Coppermines Co., whose 
holdings now comprise 3480 acres of mining claims in the Robinson dis- 
trict. Since that time development has been prosecuted more actively; 
and for the purpose of determining the most efficient and economical 
method of treating the ores, considerable testing work has been done 
during the past three years, both in the laboratory and in actual mill 
operations. 

At first, the shipments were of ore high enough in grade to be profit- 
able even with the long wagon hauls to the railroad and prevailing 
freight and smelting charges. In 1905, a blast furnace and a concentra- 
tor were erected at Kimberly. On account of insufficient ore supply, the 
blast furnace was never blown in and later was dismantled. The con- 
centrator as originally equipped was operated for only about two months, 
both because the ore supply at that time was not sufficient and because 
gravity concentration did not yield satisfactory extraction, The loca- 
tion and arrangement of the mill further entailed high operating costs. 

In 1908, the Nevada Consolidated Copper Co. began to mill success- 
fully, on a large scale, its sulfide porphyry ores, which are Similar in 
character to the adjacent Coppermines ores. After that time, all of 
the ores and concentrates produced by Coppermines Company were 
smelted and a considerable part of the Coppermines low-grade ores con- 
centrated at the Steptoe works of the Nevada Consolidated Co. 


*Vice President and Managing Director, Consolidated Coppermines Co. 
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No records of production prior to 1906 are available, but the amount 
was very small. From 1906 to 1911 inclusive, returns from sales of ore 
amounted to $35,590.35. In 1912, shipments of ore to the Steptoe Reduc- 
tion Works was commenced and production of copper since then has 

_ been as follows: 


Pounps Pounps 
CopPrnR CorrER 
Oe Re RNs ci saasiw's, 3,768,521 L916. spre c teste eset ees 973,248 
AEC Sie reload aan C050 Mec mme UOT Me ccc. esse oy se ct 9,801,252 
OIA aeieettats civte a3. she aa 1,742,979 LOU Sieteeetciesier<idnerey sietene leon sions 15,768,481 
1K) Mais. 8 el fee ed O0a, 500 QUO RE chy ic cs isiet cies 'a 3,897,934 


Ore Bins 


OX 43 Tromrzel 


Two Gxse, 
Trommel/s 


Hancock Sig 


Three 
Wilfley 
Tables 


6 Foot 
Chilean 
L111 


34 Wilfley Tables 
4 wilfley S/imers 
6 Frue Vanners 


Water Returned| Settling SI es Water Returned fo 
to Rolls Tanks Settling Tanks| “Vanner Distributor 


Fic. 1.—FiLow sHEET OF OLD CONCENTRATOR, 


RESULTS OBTAINED WITH FIRST CoNCENTRATOR 


The old concentrator, which was put into operation in November, 
1908, and operated about two months, produced concentrates that were 
sold for $26,570.09. No details of the mill run are on record. The mill 
followed the lines for water concentration in general use at that time; the 


flow sheet was about as shown in Fig. 1: 
you. LxIv.—52. 
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Results of Water Concentration 


From 1912 to 1919, considerable tonnages of porphyry ore from the 
Coppermines properties were concentrated at the Steptoe works, in which 
operation water concentration was used exclusively. A summary of the 
results is given in Table 1. 


TaBLE 1.—Summary of Results of Water Concentration 


1912 1913 1914 © 1915 1916 1917 1918 1919 
Grade of ore, per cent.. 1.975 1.73 1.49 1.59 Tt eelesp wlep4s hea se 
Grade of concentrates.. 1200 210520) LOGO 10220 as ben Oe 4 mL aoe, 
Ratio of concentration. L1, 7:110..76:1 10222: 107207010: 1270 10. 02etea tase 
Copper recovery, per 
CON btaemyrrimen ten ae 71.1 65.7 59.30 61.60 60.00 59.86 64.00 62.49 


Deraiis oF Resutts For YEAR 1919 


Dry tons ore concentrated... .. 80013 Grade Ofore pees ce ae aoe 1.385 
Dry tons concentrates produced 6735 Grade of concentrates........ 10.278 
Ratio of concéntration......... 11.88 into 1 Grade of tailings............. 0.567 
Degree of concentration........ 7.42 into 1 Per cent. recovery........... 62.49 
ANALYSES 

Orr CONCENTRATES Ore CONCENTRATES 
Cu, per.cent....... 1.376 10.14 CaO, per cent...... ei, 122 
SiOz, per cent..... 63.6 26.6 ob, Dericent..5 ee PATE 23.2 
Al,O3, per cent.... 11.8 , 6.8 AU OZ eee eee ee 0.011 0.083 
Fe, per cent. ...... nO) 23.9 AGhOZ. it. Sa ome 0.045 0.222 


These results probably represent the best that could be done with 
water concentration. 


CLASSIFICATION AND COMPOSITION OF ORES 


Three classes of copper ores have been developed on the Kimberly 
properties: 

1. Disseminated sulfides in porphyry occurring in large continuous 
masses, which can be mined at low cost either by underground methods or 
by steam shovel from open pits. The copper is in the form of chaleocite 
with some associated pyrite. 

2. Heavy sulfide ore, in which the copper occurs chiefly as chalcopy- 
rite, with considerably higher pyrite contents. The ore lies in porphyry 
on or near the limestone porphyry contact. In the Old Glory mine, 


developed ore averages 3.21 per cent. copper. In the Taylor mine, little 


development work has been done, but there is promise of a considerable 
tonnage of ore that will average around 3 per cent. copper and $2 of 
gold and silver. Churn drilling and underground development. in the 
vicinity of the Old Glory mine indicate quite an additional tonnage of 
high-sulfur ore of lower copper contents. 


roe 
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3. Oxidized ores in limestones, occurring as replacements along or 
near the limestone-porphyry contact. These ores have been developed 
only in the Alpha mine, where they occupy a leached and altered zone 
that has been developed for a maximum length of about 1000 ft. (804 m.) 
and a maximum width of about 500 ft., in which the oxidized ores have 
been followed by underground workings and diamond drilling from the 
800-ft. level to 1550 ft. below the collar of the shaft. The copper minerals 
are chiefly cuprite, chalcocite, and melaconite, with some admixture of 
azurite, malachite, and native copper. The orebodies are irregular in 
size and shape and lie along much larger limonitic masses, which carry 
small or fractional percentages of copper. There have been mined and 
shipped from the Alpha mine about 90,000 tons of ore that average 
7.42 per cent. copper. In addition quite a tonnage of oxidized porphyry 
ores overlies the sulfides; besides, there are in the Alpha mine oxidized 
ores lower than smelting grade. No plan for treating these lower grade 
oxidized ores has as yet been worked out. Analyses of the ores mined 
and treated are given in Tables 2 and 3. 


TaBLE 2.—Composition of Disseminated Porphyry Ore 


| | 1918 | 
1914 1915 | 1916 | 1917 - | = 
| | | | Ore | Moris | Ora | Brooks 
| | | | | 
Cu, per cent.....| 1.554) 1.594) 1.593) 1.135, 1.545) 1.217) 1.376 1.441 
SiO., per cent.... | 66.0 | 64.0 | 64.0 | 64.5 | 67.2 | 86.9 63.6 |85.0 
Al,O;, per cent... | 12.9 | 13.4 | 13.6 | 13.5 | 12.3 Lev sh Lose ae 
Peiccr cutee SLOP PL 7 (64.8) 3.0 | 8.5 15:0) 18.8 
CaO, per cent....| 1.2 | 1.6 A es Ue De O% 254 
S, per cent.....*. Veoetr 1 62.0 2.7 Bete? OE 2a0 OT kone 
LNGE eae eae | 0.016 0.017, 0.013, 0.012) 0.018) 0.018; 0.01 | 0.02 
UN ee | 0.032) 0.046 0.039 0.041 0.057, 0.062, 0.05 | 0.08 
| | | | 


| 1 | | 


TABLE 3.—Composition of Direct Smelting Oxidized Ore, Alpha Mine 
pli i a ee 


Teves wil, wiabis.s ils Lot0s0 
Corre OOMICe tetra omega eine «tee: 8.88 SS 7.8 
Si@aper celta: 12s ya a ee ee a sO) 36.00 | 34.90 
’ | d 

ALLO penicent.nene tena ne = mee Se feeb o 23.60 21.70 
Fe, per GENK ooo w log Oe tat SORE OM THO HF i 1r30 10.40 12.40 

4 | 
aU per, GeNG.n 1s: sole pi Nets yr Os | 1.40 1.40 0.80 
Ger cenn te ance cee yn ANE? ee 0.50 0.41 0.30 
vee “OTVTUIS 3 oe lec epi aeee | 0.005 0.005 0.0004 
Ag, ICOM: fe dibs nsttase ties ans nas 0.11 0.18 0.008 

POUNCE... 2155665622 +> 
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Neither the Old Glory nor the Taylor ores have, as yet, been mined in 
quantity, but sampling indicates the composition shown in Table 4. | 


TABLE 4.—Composition of Old Glory and Taylor Ores 


| 

Old Glory | Fire Class sang "Class 
A DeMCANLL tush eal abttug gh reet a ae o / 3.2 5.0 | 3.0 
Ee Der CONE. jie ie Aenee ah te? eee 58.0 55.0 | 638.0 
PGroDel CONOR tear Semticcn rts oc sed ae es 18.0 13.0 7.0 
S@UCrCONGnnat atete tele TO eee 9.6 eel 230) 6.0 
ia day dass ea aati esa Wal el 1 As 0.06 
RROD bestissatek Ae Riad» I HME eS tine | 15 0.60 


REMODELED Mitt ANp Resuurts OBTAINED 


In the summer of 1916, the General Engineering Co., of Salt Lake 
City, Utah, was engaged to make tests on the porphyry sulfide ores to 
determine their adaptability to flotation. These tests, which were made 
with the Callow pneumatic flotation machine, satisfied the General 
Engineering Co. that the ore was entirely amenable to flotation < 50. it 
recommended that the mill be remodeled in accordance with the results 
obtained. A summary of the tests is as follows: 

1. 974 gm. of the ore was ground in a ball mill to pass 48-mesh, 2 lb. 
per ton of oil being added. The oil mixture used was: General Engineer- 
ing Co., No. 89, 50 per cent.; No. 78, 25 per cent.; No. 2, 25 per cent. 
The pulp was then treated in a Callow cell and the flotation tailings 
retreated on a small Wilfley table, with the following results: 


Torat Coppnr OxipizEp CopprRr 
Heads by assay, per cent............................ 1.41 0.107 
Heads calculated from products, per cent.............. 1.48 0.114 
Flotation concentrates, per cent...................... 16.10 0.18 
Flotation tailings, per cent........................... 0.348 0.109 
Table concentrates, per cent......................... 3.79 0.26 
Table tailings, per-cent.: ......0...0.00- 0. 0.294 0.107 
Combined concentrates, per cent..................... 14.05 0.193 
Final tailings, per cent... 2.0.0.0... 06000000500...,.. 0.294 0.107 
Ratio of concentration........5..................... 11.6 into 1 
Mecpyaty, total, per cent. Ac. ic. 7aaeretb eee an ee 81.86 
Recovery, oxides, per cent...,....+ees.ss0..2. 00 14.51 


2. 978 gm. of the ore was ground in a ball-mill to pass 48-mesh, with 
sodium sulfide added at the rate of 4 lb. per ton, and the same proportion 
and mixture of oils used in the first test. As before, the pulp was treated 


in a Callow cell and the flotation tailings retreated on a Wilfley table; 
the results were as follows: 
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ToraL Coprpnr Oxipizpp CoppuRr 
Heads by assay, per cent... ..... 2.0.2. c sess eee eee 1.41 0.107 
Heads calculated from products, per cent.............. 1.48 0.116 
Flotation concentrates, per cent............5...-2-0- 12.57 0.18 
Flotation tailings, per cent........ 0.0.66. e eee eee 0.246 0.109 
Table concentrates, per cent..............---20---0-- 4.65 0.29 - 
TBaplertalhngs «Per CGM b. s «<<<... cimic «sais wealeftistele ree siehee + 0.20 0.107 
Combined concentrates, per cent........-..---++-+55 11.90 0.19 
Final tailings, per cent... ..........---2 eee scenes ge 020 0.107 
Ratio OL CONCENtEALION ss... dua. ak ee ae 9.14 into 1 
Recovery, total, per cent.......--...-. +++ 2224+ - +s 87.95 
Recovery, oxides, per cent.......----- ++ s6eee neers? 17.85 


In December, 1916, additional tests were run on a second lot of ore, 
which assayed 2.74 per cent. total copper, 0.3 15 per cent. oxidized copper. 
The ore was crushed to 48 mesh with a mixture of equal parts of coal- 
tar creosote and light Pensacola pine oil. The screen analysis was as 
follows: 


Per CENT. Perr Cent. 
Through 35 mesh 100.00 Retained on 150 16.46 
Retained on 48 5.88 Retained on 200 AG) 
Retained on 65 13.72 Through 200 41.71 
Retained on 100 10.97 


Five tests were run, treating the pulp in a Callow cell and retreating 
the tailings on a Wilfley table, with the following results: 


| | 
Copper assay flotation concentrates | 
Per CEN. 6 ese ess ne dere ens le ti. 94: || 20.41 | 18.30 | 19.57 | 21.15 
Copper assay table concentrates, | | 
POF CCUlis, ©. 2 wey Sater eles ce | 99.83 | -21.78 20.93 | 26.40 | 20.36 
Copper assay combined concen- | | | | 
trates, per cent........-------- 14.362) 20.71" |p 18288 1.24.08 he 20297 
Copper assay tailings, per cent..... 0:79 | 0.66 | 0.63 0.58 0.60 
Recovery copper, per cent.....--- | 74.89 | 78.14 | 79.31 | 80.81 |. 79.90 
| | | 


The oil varied from 5 Ib. per ton in the first test to 214 lb. in the last. 
The five tests are figured from five sets of concentrate and tailing samples 
taken at intervals of approximately 1 hr. during mill run. The final 
tests showed the following results. Heads, 2.70 per cent. (0.315 oxides) ; 
tailings, 0.73 per cent.; ratio of concentration, 9.67 into 1; recovery, 
total, per cent., 75.83. The analysis of concentrates was: copper, 19.8 
per cent.; iron, 18.58 per cent.; insoluble, 35.11 per cent. 

In line with these tests, the concentrator was remodeled to use 
pneumatic oil flotation, followed by retreatment of flotation tails on 
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Wilfley tables. Its capacity was 500 tons per day at first, but later it was 
increased to 1000 tons per day; the flow sheet is shown in Fig. 2. 
Two runs were made: the first from February to December, 1917; the 
second from March, 1918 to January, 1919. There were treated as 
follows: 


2 ee SS ae 


Grad Copper pro- 

Year Tons a Dae Conk: duced - 
ye ere on er, 144,204 1.69 3,320,727 
hy ol Waa ee eer or 246,417 © 1:23 4,528,774 
Se 2 eS ae es 17,552 1.44 471,605 
TES RE ee ee 408,173 1.44 8,321,106 


From the time when the mill was started in Fe 
1918, various combinations of coal tar, coal-tar creosote, 
4 Barrett light flotation oil were employed, with lime 
The details of the operations are shown 


pine oil, and No. 
to maintain the circuit alkaline. 
in Table 5. 


bruary, 1917, to August, 
No. 80 Pensacola 


Tape 5.—Details of Mill Operations, February, 1917 to August, 1918 
=| 6143 | ee 
2 Pounds Oils Used per Ton ae ks ae a 5 Sh 
| Ore & ln SO mp D> ro] 
° kK |; og ® he ° ial 
o § 1285/88; | Fos A= 
oa K a) © | S°a.| “Se | 8a 5 é 
og a Ce-4 g ae) Xr 1 B® | 9 © o o 
Sg A Ae S ee Raa) $80 | wo | O4 A 
OS iy sbi 4 eee Sis ES rere 4 au 
Res to Glas S 6 | s& |fak| 8Se | Ba we | 
| w = =} 
aad oe) | OO Z Z 1 hae | he iP an cS, 
| | i‘ , | ie i ] 
1917 | | | | | 
May ascents 12.4:1| 1.39 | 0.09 | 0.027 | 0.12 | 2.39 | 76.8 | 13.80 60.7.| 5.20 | 2.76 
JUNE.... 2 10.0:1 | 136 u tO. kO WO. 27, 0.055 | 3.40 30.0 | 12.32 70.1 | 4.64 | 3.18 
VOLY sears el 10.2:1) 1.49 | 0.28 0.21 0.032 | 2.36 | 72.5 | 13.52 | 71.0 | 4.25 | 3.22 
Rasuet.... 5. 10.0:1| 1.62 | 0.24 | 0.21 | 9.59 | 72.4 | 15.50 | 78.7 | 4.92 | 3.29 
September... - 10.4:1 1.65 | 0.28 | 0.26 3.36 | 76.1 | 18.42 | 83.9 | 4.33 | 3.07 
October.....- 11.4:1 Vesa 2 Ox21 0618 Wire ll fea | oR ay 82.2 4.50 | 3.00 
November....| 13.4:1 1.25 | 0.16 | 0.16 3.16 | 72.2 | 15.20 75.6 | 3.60 | 3.10 
December....| 12.1:1 1.26 | 0.15 | 0.08 | | 3.58 | 70.5 15.10 | 77.4 | 3.30 | 3.00 
| | | | 
1918 | ; | 
March......- 15.021 1.18 | 0.13 | 0.10 3.26 | 74.6 | 15.20 | 73.5 8.29 | 2.9 
Aprils «ccc 13.2: 1 1330) Onto 0215 | 3.52 | 62.4 | 11.30 | 65.8 | 3.8 3.0 
May......--- 7 dice 0.95 | 0.18 | 0.05 | 2.58 | 56.3 | 13.10 | 72.8 | 4.7 3.0 
JUNE 3. 26s se WiSags by) 1.09 | 0.35 | 0.03 1.38 | 64.1 17.00 | 84.8 5.7 | 3.3 
Dll yeeserotetsce te | 21.6: 1 1.10 | 0.27 1.85 | 55.0 | 17.30 | 75.3 7.4 | 3.0 
August.....-- 20.4:1 1.17 | 0.28 1.63 | 54.7 | 20.18 | 75.0 6.1 3.15 


It will thus be seen that the results of ope 
indicated by the preliminary tests of the Gen 


the difference of the grade of the ore is ta 
J. M. Callow, 


In the summer of 1918, Mr. 
Engineering Co., suggested to th 


ration were fully up to that 
eral Engineering Co., when 
ken into consideration. 

‘President of the General 
e writer the use of the patented “X-Y 
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Reagents,” which reagents — X-cake (alpha + beta naphthylamine) and 
xylidin (nitrol)—were being successfully used as a substitute for flotation 
oils. Accordingly the use of this treatment was begun on Sept. 1, 1918. 
There was a marked increase in the recovery of sulfides, both of copper 
and of iron, and a corresponding decrease in the silica and alumina con- 
tents. The moisture of the concentrates coming off the filters was re- 
duced almost one half. The use of the reagents was continued until the 
mill was closed down. Table 6 shows the details of operations during 
this period. 


TABLE 6.—Details of Mill Operations, September, 1918 to J anuary, 1919 
—. lh... Sa eee 


: Reagents Used, pore Prop. | | 
eee Pour S per | of ioe Mill Per cent. 
S on Lime Flota 5 Y | Recov-| on 48 | 


| ery mesh 
| Cone. | | 


Pulp 
Density 


Septrcen 21.2:1 0.225 0.115 1.58 77.9 | 18.0 79.3 5:5> vale 3687 
Octamrere PAU abe ah 0.129 0.08 1.87 77.6 20.65 83.3 5.33 | 3.42 
INoVieriatess 19.6: 1 0.121 0.082 2.52 78.8 | 20.06 81.5 5.4 3.40 
Deere ari: (eiicoe dl 0.13 0.076 2.99 We Seats: 18.85 78.0 7.28 | 3.40 
JAM aso 6 IRS real 0.155 0.99 2.82 | 79.8 21.0 86.2 6.85 | 3.55 


For comparison, the results in 1918 with oils and with X-Y reagents 
are as follows: 


CoaL-TaR REAGENTS 


Copper, | Gold, Silver, | SiOs, | AlsOs, Iron, | CaO, | Sulfur, 
| er B. = et ery Per® |) Per er} er 
Cent. | | Cent. | Cent. | Cent. | Cent. | Cent. 
= es ee a ee eee a URS APs 
| | | | | 
Analysis mill -headaenecs seen |} 1.186 | 0.018 | 0.059 | 87.1 1 TE 3 3.9 220 2.1 
Analysis mill tails............ OL277 0.009 | 0.039 | 91.5 ae ZILA Ne 0.5 
Analysis concentrates......... 13.623 | 0.140! 0.329 OLAS Fihan 20:9.) Aes 22.9 
Recoveries. at. het ae, 78092 | 52.95 38.11 | 2.14 | 32.81 | 40.84 4.24 | 75.65 
| | | | 


Ratio of concentration, 14.68 into 1; per cent. of H;0 in concen- 
trate, 17.15; cost of flotation reagents per ton milled, 7.46 cents. 


X-CAKE AND XYLIDIN 


Q 
) 
SS 
Ko) 
® 
a 


| 

| Gold, Silver, | SiQs, | Al203, | Iron, | 

| er Z. Z | er | er er wf 
| Cent. Cent. | Cent. | Cent. Cont: Cent 

| 

| 


Analysis mill heads........... 1.336 


0.019 | 0.07 85.9 | 2.5 San 2.5 2.5 
Analysis mill tails...... 0.206 0.006 | 0.04 90.1 28 2.1 2.6 0.5 
Analysis concentrates... .. 18.33 0.210 | 0.436 13.5 4.5 27.6 0.3 OS will 
PRE COVEIIES repeated ss o1e.c cane | 82.31 | 69.30 40.34 | 0.97 | 12.02 | 46 61 | 0.64 | 80.7 


Ratio of concentration, 19.00 into 1; per cent. of H.0 in concen- 
trate, 9.39; cost flotation reagents per ton ore milled, 15.6 cents. 
Notwithstanding the considerably higher cost per tonof X-Y reagents, 


6 es Be 


¢ 
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an actual per ton saving was made by their adoption for the reason that 
a higher ratio of concentration was obtained and consequently a higher 
grade of concentrate. This reacted in favor of lower costs, as follows: 
First, a smaller tonnage of concentrate was handled in the mill (filtered, 
etc.). Second, a smaller tonnage of concentrate was treated by the 
smelter, cutting freight and treatment charges per ton almost in two. 
Third, the higher grade of concentrate was made largely by the elimina- 
tion of colloidal matter, giving a more granular‘product. This, combined 
with the smaller tonnage to be handled, made it possible to filter the con- 
centrate in one shift with one or two filters, whereas with the old concen- 
trate, produced with coal-tar reagents, three shifts with three filters 
- were necessary to handle the concentrate produced. Fourth, owing to 
the more granular nature of the concentrate, as compared with that pro- 
duced with coal-tar reagents, a thicker, dryer cake was produced by the 
filters, thus saving freight on moisture. 


Trusts oF ORE IN MINERALS SEPARATION MACHINE 
In the spring of 1918, Mr. Frederick Laist, of Anaconda, Mont., 
was called into consultation on the metallurgy of the Coppermines ores. 
Under his direction, a series of tests was run in an outside testing plant, 
using a Minerals Separation type of apparatus. The complete analysis 
of the ore, which was a 10-ton lot shipped from the Morris-Brooks mine, 
is given in Table 7. 


Taste 7.—Analysis of Ore from Morris-Brooks Mine 


Cu, total, per cent.. 1.29 
Cu, oxide, per cent.. 0.03 


Ag, oz. per ton...... 0.10 
Au, per cent......-- Trace 
PbApercent....---- Trace 


VANE ApoE Trace 
FeO, per cent... 6.6 
S, per cent..... 


2.7 
CaO, per cent.. 1.7 
MgO, percent. 1.3 


Insoluble, per cent.. 84.4 
Al,O;, per cent..... 9.8 
As2O3, per cent..... 
Sb.Os, per cent..... Trace 
Mn, per cent....... nil 


Tests of this ore were run in July and August, 1918, and again in 


April and May, 1919. 


been lying exposed to the weat 
oxide had risen from 0.03 to 0.18 per cent. 


Oxidation had been going on in the ore, which had 
her, so that the proportion of copper as 
Probably for this reason the 


recoveries in 1919 were not quite as high as in 1918, when the tests were 


made on fresh ore. 


from 762 to 1497 lb. of ore. 
cell Minerals Separation machine used as a roug 
cleaned in a single-cell machine. 
twelve-cell machine was arranged so t 
cleaners; the 1919 tests were run in thi 
further object of determining wheth 
could be reduced, which had been i 
found that by using a combination 0 
crude pine oil, and 5 per ¢ 
obtained down to 55° F. 


ent. steam- 


Four tests were run in 1918 and eight in 1919, using 
In 1918, the pulp was floated in a twelve- 
her and the concentrates 
During the winter of 1918-19, the 
hat three cells could be used as 
s modified machine, with the 
er or not the working temperature 
ndicated in the first tests. 
f 65 per cent. coal tar, 30 per cent. 
distilled pine oil, good results were 
Slightly better results were obtained at 75° F. 


It was 
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but the increased recovery would not justify the cost of heating. The 
classifier overflow and tailings samples were taken automatically once 
every minute over the four- to five-hour testing period. The total con- 
centrate was cleaned and sampled. The results are given in Tables 8 
and 9. 


TABLE 8.—‘‘Roughing” Test Results Obtained on 12-cell Minerals Separation 
Machine in July and August, 1918 
a a ee 


GaN ami bor ratesiamais.c doe dic se Mer | 19 20 | 21 | 22 
| | 
Feed, total, pounds............ fk 220 | 1401 | 1497 eee B33 
Cumper Cents ens soc. ce ea | 1.20 | 1,23 ae 1.26 
Concentrates, pounds.......... 186.4 184.5 212.7 186.9 
Cas pereentm Fateh. ed 7.28 8.43 8.16 8.31 
Insoluble, per cent........... 49.1 | 46.4 49.2 (450 
SiQze per centi.:...-5.5.-.). ae pe es 35.8 35.2 
HeQ. perrechtic. .24e.) eee 22.5 24.0 | 22.3 23.0 
ALO peracen teteaas eerie | 6.8 ea 7.9 fee 
Ca @s percents ae eee | 2.5 2.2 1.6 2.4 
S SDer Cen th emer Ve eee eee Loss Pe ihe 17.0 15.5 
INS Os TeX? COM oaon da cones ne) Ort 0.1 0.1 0.2 
Ratio of concentration......... 6.82:1 aG0e Fobeiea (AOS 
Tailings, Cu, per cent.......... 0.11 0.11 0.13 AZ 
Recovery, Cu, by assays, per) © / 
CON n ctants 332.5 sna hee ee ) 92.2 92.2 91.3 91.8 
Density of circuit, per cent. 
Solids taser aes Qtr eee 22 il Weta | 19 17 
Temperature of circuit, degrees 
ee Sela Aras LE eee nce 72 eG 1 7S 73 
Reagents, lb. per ton of feed, | 
NBO ELC upirk Sate ese el 2.0 2.0 2.0 2.0 
To elevator oil No. 1......... 4 U505 wall lez | 0.85 0.90 
To middlings, oil No. 2......., 0.42 0.42 | 0.40 0.42 


| | | | 
—— EEE eee se eae 

The cleaning tests indicated that the following results could be ex- 
pected: Feed, 1.29 per cent. copper; concentrates, 13.08 per cent. copper; 
concentrates, 25.00 per cent. insoluble; tailings, 0.16 per cent. copper; 
recovery, 88.8 per cent. 

Oil No. 1 contained 65 per cent. coal tar, 30 per cent. Pensacola 
crude pine oil, and 5 per cent. steam-distilled pine oil. Oil No. 2 con- 
tained 50 per cent. coal tar, 45 per cent. Pensacola crude pine oil, 5 per 
cent. steam-distilled pine oil. 

The conclusions were that a concentrate could probably be made 
carrying 20 to 25 per cent. insoluble, a tailing carrying 0.15 per cent. 
copper, and a recovery of 88 per cent. Some tests with the Callow pneu- 
matic cell were made at the same testing plant, but the results were much 
less satisfactory, requiring about twice the quantity of reagents and yield- 


ing tailings carrying about twice the copper, as the Minerals Separation 
machine. 
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TapLe 9.—Tests Obtained on Modified 12-Cell M. S. Machine, 1919 


Par taINOT0 DORM as cia) ors as ow a8 nln or nieae 14 15 18 19 23 24 25 | 28 
Feed, total, pounds.......... 25... se essere ees 762 | 923 | 1123] 1311) 920 | 1264 987 | 937 

MASAMERN, PEF CONE... cere rss se cecesecsmseaene Ben See 2.8. 4.8) 2538: PN, BISOH Mh hats) 

Copper, Der Cent. .05 5... ee ce eee ese 1.20|,1.37| 1.24) 1.30) 1.27) 1.31 1.20) 1.25 

Oxide copper, per cent.... 2.5... 6. eee eee eee 0.14) 0.27| 0.16) 0.15) 0.17| 0.18] 0.19 0.19 
Rough concentrates: ¥ 

Copper, per cent... .. 2... 2. e eee eee eres 7.75\ 7.70) 9.59)10.06,11.59) 10. 12} 9.44) 8.42 

Insoluble, per cent..........-- 2 EM ee etorenerenea 57.3 156.2 |52.7 1538.2 |37.8 | 41.7 40.8 |48.2 
Clean concentrates, pound..........-.++++s+e99> |42.4 \66. 1 170.6 |68.0 |53.6 | 66.8 |58.8 |61.1 

Copper, per cent......--- Rint s «aah Seabee rosenetlcess. \17.50\14.72|17.36 20.19|16.73| 17.67|15.70|13.73 

Insoluble; per cent.........- +. esse ee eee teeeee 31.7 (35.6 |34.4 |29.6 |15.2 | 12.8 15.0 |25.3 

GEO. Per CONG... 2 in Sons wes eww else eee \24.7 24.5 |23.0 |24.8 |35.4 | 37.5 36.0 |32.3 

Saltur/ per centiae' St ie ads ERE ames: ZL |20.6 |19.6 22.3 |32.9 | 33.8 |32.3 |28.2 
Tailings: 

Copper, per cent... ........22se eee er retest: | 9.21) 0.20) 0.19) 0.26) 0.25 0.28) 0.26] 0.27 

Oxide copper, per cent......-.-- +s see rere 0.10) 0.09] 0.09) 0.10) 0.09 0.08} 0.10) 0.10 
Ratio of concentration.......---.++++esee terres 18.0 |14.0 |15.9 |19.3 |17.2 | 18.9 16.8 |15.3 
Recovery copper, per cent. | 

By assays, sulfide copper...------+--+++++007° \90.2 |90.7 191.2 |86.8 \85.3 | 83.3 |85.0 85.0 

By <SS8aV 8 be tnesoe eriscia sin: (ie iver ree 83.5 |86.6 |85.7 |81.1 81.6 | 79.9 |79.6 |80.0 
Density of circuit, per cent. BOLMGSs wc ote cies oe oe 28.3 |\24.4 |16.7 |21.0 |23.3 28.0 
Temperature of mill, degrees PLEASES yr ROL Oe cieece, 50 57 |50 58 .|88 65 82 63 
Temperature of clean concentrates....--.------> 69 86 48 51 86 100 82 64 
Temperature of CHEQUIG. Face bec cee Snes oleisreins so 0% 60 \73 \51 54 74 | 72 64 60 
Reagents, pounds per ton: | 

IN AOL hostile ore cteyararal-< Jae mundo asim sl chekg oe oie | 2.00) 2.00) 2.00 2.00 | 

Mla ClOVALOLs ase % oenssists tas Snare emilee arwet Sins | | 2.00, 2.00) 2.00) 2.00 
To clean concentrates.....---++-sssrrrctte | | 0.50) 0.50 3 

Oa No Lfounillc.. foorine ees «Suet | 1.14] 0.93) 1.05) 0.95) 

Gil No. i to elevators... ----<--+- ser -"=*"*] | | | 0.65) 0.49) 0.45) 0.74 

Oil No. 1 to middlings.....-------+++s+ errr" 0.12) 0.33) 0.39) 0.22) 0.42) 0.45 

Oil No. 2 to middlings......-----+++-++7500°° | | 0.20 0.30) | 

| | 
CoNCLUSIONS 


The results of the various test runs made on the Coppermines porphyry 
ores, both in the testing plants with small capacity apparatus and in the 
Kimberly mill on a scale of 500 to 1000 tons per day have demonstrated: 

1. That a recovery of 85 per cent. can be made from ore averaging 
‘1.4 per cent. copper, with a ratio of concentration of at least 15 into 1, 
and with concentrates that carry less than 10 per cent. moisture. 

2. That the concentrates produced will, in combination with suitable 
proportions of Alpha oxidized ore and heavy sulfide ore or concentrates, 
provide a very advantageous mixture for reverberatory smelting, re- 
quiring the addition of little, if any, barren flux. 

3. That the most advantageous smelting mixture can be obtained 
by treating daily 2000 tons of disseminated porphyry ore, 150 tons of 
heavy sulfide ore, and 150 tons of Alpha oxidized ore, with multiples of 
these tonnages in the same proportion for larger scale operations. 

4, That, in the treatment of the Kimberly ores, by pneumatic flota- 
tion at least, the use of X-Y reagents is more satisfactory 1n operation 
and yields much better results than can be obtained from flotation oils. 
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DISCUSSION 


J. M. Cattow, Salt Lake City, Utah (written discussion).—In 
addition to the marked superiority of the X-Y reagents over oils in the 
recovery of copper and the grade of the concentrates that Mr. Linton has 
pointed out, the tables on page 824 show a greater recovery of the gold 
and (to a lesser extent) silver. Raising the recoveries from 78.22 to 
82.31 per cent. and the concentrates from 13.62 to 18.33 per cent. copper, 
reducing the combined silica and alumina from 34.15 to 18 per cent. and 
the moisture in the concentrates from 14.68 to 9.39 per cent. are all 
positive accomplishments shown by the tables, but a result that the 
tabulations cannot show is the much greater ease and the smaller skill 
required to produce a better and more uniform result than can be obtained 
with oils. 

X-cake is crude alpha-naphthylamine and Y (liquid) is crude xylidin. 
The letters are used for simplicity. X-cake is the flotation agent and 
xylidin is used as a solvent. The standard X-Y mixture, made up of 
60 per cent. crude alpha-naphthylamine and 40 per cent. crude xylidin, 
is shipped in drums or tank cars. It is added to the flotation feed in 
the same manner as the usual flotation oils, except that it may be added 
at the flotation cells instead of in the grinding mills. 

The remarkable difference in the filtering rate and the percentage 
‘of moisture in the filtered concentrate is explained by the property of the 
X-Y reagents to float less of the slimy and colloidal gangue. Con- 
centrates made by these reagents will settle much faster and give a much 
thicker filter feed, varying from 65 to 70 per cent. solids. It is, 
therefore, possible to introduce the table concentrates with the flotation 
product without experiencing any difficulty in the operation of the 
filters on account of this coarser material settling in the bottom of the 
filter tanks. With this mixture of products at Coppermines, even where 
producing a filter cake from 2 to 3 in. thick, the moisture content still 
remained below 10 per cent. 

In regard to the tests made by Mr. Laist in a Minerals Separation 
machine with oils, from which the conclusion is drawn that a concentrate 
could probably be made carrying 20 to 25 per cent. insoluble, a tailing 
carrying 0.15 per cent. copper, and a recovery of 88 per cent., two 
important factors must have been assumed: First, that the ore would not 
become oxidized after breaking in the mine and, second, that the clean 
ore from the orebody proper would not become mixed with the capping 
from the oxidized zone; as a matter of fact both of these occurred 
during the whole of the mill-operating period mentioned. 

It must also have been assumed that the continued use of approxi- 
mately 0.4 Ib. of pine oil in a closed alkaline circuit (where the tailings 
discharge is maintained at thicker than 50 per cent. solids) would not 
bring about complications. In practical operations with Coppermines’ 
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mine water, it was found that a much smaller quantity of pine oil did 
interfere, and that the results improved as the quantity of pine oil was 
reduced to & minimum. The amount of pine oil used was gradually 
reduced to 0.03 lb. per ton and finally discontinued entirely. It is to be 
presumed that these tests were conducted with ordinary city water. 
The mine water and that used in the Salt Lake City laboratory were so 
different that oils that gave good results in Salt Lake City failed com- 
pletely when used at the plant. Test-plant results can be duplicated in 
practice only when all the test-plant conditions are duplicated in practice, 
and vice versa. , ae 

If the results given in Tables 8 and 9 are taken in conjunction 
with the fourth conclusion at the end of the paper, the impression is 
gained that violent agitation gives better results than the pneumatic 
machines. To this and to the remarks regarding the experiments with 
pneumatic machines at the testing plant, the writer takes exception. 

The 1918 results with oils and pneumatic flotation in the mill com- 
pare very favorably with the testing-plant results, without making 
any allowance for the difference in conditions, especially as to crushing 
and heat and the interference to flotation due to capping in the mill ore. 
These comparisons are made additionally plain by Table 10. 


TABLE 10 
PrerR CENT. Per Cunt. Pr CENT. OF 
ON OF CopPEreR CopPrER IN 
48 MESH RECOVERED CONCENTRATES 
_ Average of eight testing-plant tests, Table 9. 3.4 82.2 16.7 


Mill results, Sept., 1918 to Jan., 1919, X-Y 
PERPEIGS SH wmae a vr tdeyein ci rrr st 6.07 82.31 20.7 
Mill results, 1918, with oils....-.-..-----+ eels 78.22 13.62 
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Steel Chimneys and their Linings in Copper Smelting Plants 


By A. G. McGrecor, Warren, Ariz. 


(New York Meeting, February, 1921) 


In THE Southwest a number of large steel chimneys discharge the 
gases from the copper smelting furnaces. Some of these chimneys show 
no deterioration after twenty years, others show serious deterioration 
after four years service. 

A steel stack 20 ft. 714 in. (6.3 m.) in diameter by 279 ft. (85 m.) 
high, Fig. 1, used for roaster gases only at the Calumet & Arizona Mining 
Co.’s plant at Douglas, Ariz., was lined to the top of the bell, 40 ft. 
(12 m.) from the base, with common brick placed on end, lime and cement 
mortar being used. Above the bell, the stack was lined with 4 by 4 by 
8 in. (10 by 10 by 20 cm.) building tile, placed on end, making a lining 
4 in. thick. The tiles were supported on angle-iron rings, riveted to the 
inside of the chimney shell about 15 ft. apart. 

The chimney was put into use in the latter part of 1913. Four years 
later, considerable of the tile lining had fallen out of place and mixed with 
the flue dust at the bottom of the chimney. About a year later, several 
flattened and distorted sheets were noticed about 70 ft. below the top. 
An investigation showed that the thickness of these distorted sheets, 
which was originally 14 in., had been reduced one half. One year later, 
or six years after the chimney went into use, several holes, a square foot 
and smaller in area, appeared near the flat spots mentioned. Soon after- 
wards, when the chimney was shut down for repairs, it was found that 
most of the tile lining for 125 ft. from the top had fallen out and that the 
steel shell was badly corroded; but where the lining remained in place the 
shell was undamaged. Many of the tile which had fallen out of place 
had become soft or flaky and crumbling, others were as hard as when 
placed. An analysis of the hard and soft tile is shown on p. 2. These 
tile were of a fireclay mixture, and were used instead of common brick 
on account of lower cost. ‘ 

The steel forming the upper 125 ft. (38 m.) was replaced, and a 
414-in. (11-cm.) lining of firebrick was laid from the bell to the top of the 
chimney. The brick were placed on end, wedges and keys being used. 
After each 8-in. course was set, keyed, and wedged tight, thin mortar 
Water, sodium silicate, and finely ground silica—was worked into the 
joints. The brick are supported on angle-iron rings, every 15 ft., in the 
same way as the tile. 
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ANALysIs oF Tine Linina IN Roaster CHIMNEY 


Harp TILE, Sorr AND 

Per CENT. CRUMBLING 
TILE, 

SECS. «gd a cee ea 66.1 Peace 
Alumina, Al,O3 4 2 Se SRO Wator fred oo OR Oe OO. c Ono CR At 22.9 18.1 
E Worric oxide, FesOs..... 2.0... cece eee eter ere e neces 3.5 3.6 
Calcrit OXIGO MOBO’ oo ann oo ws sens weet ees sole me le 1) 
Ferrous sulfate, FeSO4.... 22... eee eee ee cee Eee Taw 1.6 
Galeium sulfate, CaSO... 2.2... 2cceee eee cece settee 1.3 203 
Aluminum sulfate, Alo(SO4)3..-.....---e eee cere sete 0.7 1.3 
Copper sulfate, CuSOg..... 2.6.22 sere eee Re ao We ae tr. 0.1 
INES GL SAE OA ee Boe GO OGG 9 comer muito oar OIE 1.4 Dial 


While many common brick and tile can be boiled in sulfuric acid, 
without any signs of deterioration, they will often slowly disintegrate 
when exposed to gases from smelting-plant furnaces. In the case of three 
reverberatory furnace flues and two roaster dust chambers and flues where 
ordinary red building tile were used instead of brick, the reverberatory 
flues carrying the gases between the waste-heat boilers and the smoke 
stack, one flue had to be reconstructed within two years, one has been in 
operation five years, and the third seven years, without any apparent 
deterioration in the structure of the tile. The tile in both roaster dust 
chambers and flues have given trouble and a number of sections have been 
replaced or repaired. The rapid deterioration of the first flue was 
probably due to the cooler gases because fewer furnaces discharge into 
it than into the others. 

When tile are exposed to the deleterious action of the gases, their 
thin walls gradually disintegrate and finally fail. Brick are more satis- 
factory for the walls of flues and dust chambers than tile. Brick exposed 
to low-temperature gases disintegrate in the same way, but the rate of 
disintegration is gradually reduced so that many years pass before the 
brick are injured sufficiently to cause them to fail. 


TILE-LINED STACK FOR BLAST AND REVERBERATORY FURNACES 


At the same plant, a steel chimney, 25 ft. 949 in. (7.8 m.) in diameter 
by 305 ft. (92.9 m.) high, Fig. 2; lined with hollow building tile, has been 
in use since June, 1913. The lining is still in place and no deterioration of 
any part of the structure is apparent. This stack is used for discharging 
the gases from blast furnaces and reverberatory furnaces, which are 
hotter than the gases in the roaster stack. 


BRICK-LINED BLAST-FURNACE STACK 


At Cananea, a steel chimney 19 ft. 9 in. (6 m.) in diameter by 170 ft 
(51.8 m.) high was put into service in 1903 in connection with the blast 
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furnaces; it is lined with common brick. The lining of the lower 85 ft. 
(25.9 m.) is 6 in. (15 cm.) thick, being made of blocks 214 by 6 by 12 in.; 
the lining of the upper 85 ft. is 414 in. thick, being made of blocks 2146 by 
416 by 12 in. All blocks are made radial to suit the circle in which they 
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are laid. This chimney has been cold a number of times for periods of 
from several days’ to a year’s duration, but there is no apparent 
deterioration. 


BRICK-LINED STACK FOR Various FurRNAcES 


At the United Verde: Copper Co.’s smelting plant at Clarkdale, Ariz., 
a steel chimney 30 ft. 914 in. (9.3 m.) in diameter and 400 ft. (121.9 m.) 


‘- 
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high, Fig. 3, was put into service in June, 1915. The gases from the 


blast, roaster, and reverberatory furnaces and the converters pass 


through it. The 414-in. brick) lining is supported on angle iron rings 
15 ft. apart. Recently 14-in. test holes, drilled in the steel shell at 
intervals all the way to the top, showed no signs of corrosion. 
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Fig. 4.—UNLINED STEEL STACK 
USED FOR CONVERTER GASES, BUILT 
AS BLAST-FURNACE CHIMNEY. 


Fia. 3.—BRICK-LINED STEEL lsTACK 
FOR VARIOUS FURNACES. 


UNLINED STACKS FOR CONVERTER GASES 


umet & Arizona plant at Douglas, there is a steel chimney, 


At the Cal 
60.9 m.) high, Fig. 4. It has been 


15 ft. (4.5 m.) diameter by 200 ft. ( 
unlined since it was erected at the original plant of the company, in 1906, 


as a chimney for the blast furnaces. In the latter part of 1913, this plant 
was shut down, so the chimney was dismantled and re-erected at the new 
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plant where it has served as the converter department chimney. It 
is still in apparently as good condition as when new. ‘ 

At the International Smelting Co.’s plant, at, Miami, a steel stack, 
15 ft. diameter by 200 ft. high, Fig. 5, is used for discharging the gases 
from the converter department. It is unlined and has been in use since 
May, 1915, except during a six weeks’ strike in the rainy season. At 


present it shows no signs of deterioration. 
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Fig. 5.—UNLINED sTEEL sTACK Fic. 6.—PARTLY LINED STEEL STACK 
USED FOR CONVERTER GASES, FOR REVERBERATORY FURNACE. 


UNLINED Stacks FoR Buast FURNACES AND CONVERTERS 


At Morenci, Ariz., the Detroit Copper Co. put into operation, in 
September, 1899, an unlined steel stack, 13 ft. (3.9 m.) diameter by 165 ft. 
(50 m.) high, to discharge the gases from copper blast furnaces and con- 
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verters. It has been cold during several periods on account of strikes. 
At the present time, the stack is in good condition, with the exception of 
the upper 12 ft., where it has commenced to deteriorate quite badly since 
the plant was shut down eight months ago. 

At the Copper Queen smelting works in Douglas, an unlined steel 
chimney, 25 ft. (7.6 m.) in diameter by 260 ft. (79 m.) high, was put into 
service in June, 1904, to discharge the gases from the blast furnaces and 
converters. A recent investigation shéwed that the interior was coated 
with flue dust, about 244 in. (6.35 cm.) thick, but that the steel is of its 
original thickness. The chimney has not been cold since 1906. The 
minimum temperature of the gases in this chimney 18, o20 446 

At the Old Dominion smelting plant in Globe, an unlined steel stack 
14 ft. (4 m.) in diameter by 200 ft. (60.9 m.) high, has been in use since 
August, 1904,*to carry the gases from the blast furnaces and converters. 
The plant has been shut down several times, once for six weeks during the 
rainy season, but the stack shows no deterioration. 


UNLINED STACKS FOR REVERBERATORY FURNACES 


At the International Smelting Co.’s plant at Miami, Ariz., a steel 
chimney 22 ft. (6.7 m.) in diameter by 300 ft. (91 mi.) high, Fig. 6, 
discharges the gases from the reverberatory furnaces. When the chim- 
ney was built, it was thought that a lining would not be required but as 
the reverberatory furnaces have waste heat boilers installed between them 
and the flue leading to the chimney and as there was a possibility that 
the boilers might be bypassed at some time and the hot gases from the 
reverberatory furnaces allowed to go directly to the stack without much 
cooling, it was decided to line the lower 100 ft. In the bell, common red 
prick was used; above the bell common red building tile 4 in. thick was 
used. The chimney was put into use in May, 1915. In 1917 the plant 
was shut down, on account of a strike, for six weeks during the rainy 
season. About a year later, it was noticed that certain sheets had become 
distorted and an investigation showed that the steel sheets above the 
lining were seriously weakened from corrosion, A temporary repair 
was made by reinforcing the chimney for 75 ft. with an outer steel shell. 
As corrosion is continuing, a new radial brick-tile chimney is being 
built to replace the steel chimney. 

A steel chimney at the reverberatory furnace plant of the Cananea 
Consolidated Copper Co. 12 ft. (3.6 m.) in diameter by 171 ft. (52 m.) 
high, had a 9)4-1n. (24-cm.) firebrick lining in the lower half and a Ne 
in. (12-em.) firebrick lining in the upper half. This chimney was put into 
service in 1902, and after a year’s service as a blast-furnace smokestack, it 
was unused until 1908, when it was put into service as a reverberatory 
furnace stack. In 1910, the reverberatory furnaces needed more draft so 
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the brick lining of the chimney was removed, as it was thought that 
reverberatory furnace gases would not injure the steel. In 1917, it was 
necessary to renew the upper 75 ft. of the stack, but the lower part of the 
stack had deteriorated but little. The stack was not relined. 


CONCLUSION 


Based only on the examples cited, the following conclusions may be 
drawn: Unlined steel chimneys have not given satisfactory service when 
used for roaster or reverberatory furnaces. Unlined steel chimneys have 
given satisfactory service for long periods when used for blast furnace 
and converter gases. 

Building tile have proved unsatisfactory for chimney linings or for 
the construction of walls for fues and dust chambers where exposed to 
_ roaster furnace gases or cool reverberatory furnace gases. 
These conclusions apply to the ordinary conditions in copper smelting 

plants, where waste-heat boilers are used in connection with reverberatory 
furnaces, and where no particular effort is made to maintain the gases at 
_a high temperature in the flues, dust chambers, and stacks. 


DISCUSSION 


C. R. Kuzutt, Clarkdale, Ariz. (written discussion).—In considering 
the possible deterioration of a steel stack, one may be guided by the 
presence in the ore of such impurities as zinc, which may be fumed off in 
certain furnace operations in sufficient quantities to neutralize the acid 
fumes. 

The steel stack of the United Verde Copper Co. at Clarkdale, Ariz., 
mentioned by Mr. McGregor, handles the gases from all departments. 
As there is sufficient zinc fumed off in the blast furnace and converter 
operations to neutralize the gases, there has been no corrosion. However 
the roaster gases are quite acid and, as no zinc is fumed off in the roasting 
operation, such gases if handled by a separate steel stack would likely 
corrode it. ‘The rate of corrosion would be retarded in such a case by the 
installation of a Cottrell treater. 

The conclusion that unlined steel chimneys have given satisfactory 
service for long periods when used for blast-furnace and converter gases is 
correct, but one can imagine cases in which this would not be so. For 
instance, corrosion could be expected in a stack handling untreated gases 
from the conversion of matte that did not contain fuming constituents 
such as zine and lead. : 


K. E. Toum, New York,.N. Y.—The kind of smoke passing through 
and the outside atmospheric conditions are controlling factors in the 
life of a steel stack, although that fact is not brought out in the paper. 
In his conclusions, the author merely notes the fact that unlined steel 
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chimneys have not been satisfactory in roaster or reverberatory service. 
The paper shows that the deterioration is not so marked in one part of 
the stack as in another part; if the reason for this were determined, that 
information would be very valuable. Again, why should corrosion be 
severe during shutdowns? 

. Another curious fact is that roaster gas is not corrosive, whereas 
nearly all the published analyses show that roaster gases are usually 
high in sulfuric trioxid; che same is true ‘of converter gases. 

All who have handled converter gases from the hood to the main dust 
chamber in a steel balloon flue, or.a flue with steel hopperbottom, know 
that there is always a great deal of corrosion around the hopper openings 
and other points where there is a little leak passing air or gas. Why 
converter gases should be so extremely corrosive close to the converter 
and yet not corrosive when they get into the stack is something which 
might well be elucidated. Corrodability of blast-furnace gas is unques- 
tionably also greatly dependent on the content in basic fume, as Mr, 
Kuzell points out. 

On the whole, the question of the life of steel flues and stacks depends 
primarily on the analysis of the gas to be handled, and only incidentally 
on the department from which it originates, or the geographical location 
of the smelter. 


Forrest Ruruerrorp, New York, N. Y.—The main stack of the 
Copper Queen Smelter at Douglas, Ariz., is steel, unlined, and although 
in use since April, 1904, is apparently still in good condition. It was 
originally 25 ft. in diameter and 200 ft. in height, but afterwards 60 
ft. were added to the height with a shutdown of the plant of approxi- 
mately 6 hr. only. It takes the gases from the blast furnaces and con- 
verters, which are not extremely corrosive, but the long life of the stack 
is due to the fact that it has been in continuous operation and at a tem- 
perature above that at which sulfuric acid condenses. 

The stack for the reverberatory furnaces and roasters is built of 
hollow radial tile and lined throughout with acid-resisting tile laid in acid- 
proof cement.’ At the time this stack was built, a dust chamber was put 
up, the walls and roof of which were of ordinary hollow building tile 
set in lime-cement mortar. It was soon found that these tiles were 
crushing and in fact that the chamber would have to be rebuilt. On 
investigation, it was found that the sulfuric acid in the roaster gases was 
combining with the lime in the mortar and with what little lime there 
was in the tiles, causing the joints to swell and thereby crush the tile. 
Practically no softening of the tile due to corrosion was evident. 

I understand the Calumet and Arizona smelter roaster stack was 
lined with tile and lime-cement mortar and that some of the tile contained 
quite an amount of free lime, no doubt the experience was the same as 
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with the Queen dust chamber. The tile crushed and exposed the steel 
to the effects of the corrosive gases. 

It would seem to be dangerous to use a steel stack for roaster gases, 
unless perfectly lined with acid-resisting materials, whereas for gases 
from blast furnaces, converters, and reverberatory furnaces, if the stack 
is kept hot, it does not matter much whether a steel stack is lined or not. 


Hiram W. Hrxon, New York, N. Y.—This question of the corroding 
of the steel stack is dependent on the relative humidity of the atmosphere 
and the temperature of the gases in the stack. If the gases are always 
so hot that there is no condensation, there is no corrosion. 

The reason converter gases attack one part of the stack and not 
another is that eddies are set up by the gases issuing from the mouth of 
the converter and the air taken in at the hood. There will be eddies 
and condensation at several points in the stack until the gases mingle, 
so that the temperature of the gases as a whole is above the condensation 
point of the moisture. 

In Mexico, there was no corrosion in the bottom portion of an unlined 
steel stack and in the iron flue leading to it, where the temperature was 
sufficiently high, but there was corrosion near the top, particularly at 
the reinforcing band at the top, which fell off because the rivets were 
corroded. As the band was on the outside of the stack, it was in a lower 
temperature, besides there is a large rain-fall and the relative humidity 
was high. In other words, the condensation point was near the top of 
the stack, while in the flue the temperature was much higher and in the 
bottom of the stack. 

It has been my experience that in very cold weather, in Canada, for 
instance, there would be condensation near the top of the stack, and con- 
sequently corrosion, especially when there was fog or rain. In Arizona, 
where the climate is dry, the stack would not be attacked. So that the 
life of the stack depends on the relative humidity of the gases in the 
stack and the air outside; if there is condensation the stack is attacked, 
if there is no condensation, the stack is not attacked. 


E. H. Rosin, New York, N. Y.—The composition of the iron and 
steel probably has something to do with the corrosion in stacks. At 
the International nickel smelter at Copper Cliff, four Wedge furnaces 
have been installed about 7 years; the steel balloon dust chamber con- 
nected with a stack about 150 ft. high, was corroded through in many 
places in 5 years. Almost every section is now badly corroded, but 
the steel stack, when I saw it two years ago, was still in good condition. 
The temperature of the gases in the balloon flue would be somewhat 
higher than the temperature of the gases in the stack, and the gases would 
be of exactly the same composition, because no other gases were entering 


that stack. Apparently, therefore, the material of the dust chamber 
was less resistant. 
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A. G. McGrecor (author's reply to discussion).—It is quite possible 
that Mr. Kuzell is right in his contention that the presence of zine and 
lead fumes in the furnace and converter gases neutralizes their corroding 
effects on steel chimneys and flues. At the Calumet & Arizona plant 
the relative lead and zinc content of the roaster gases is considerably 
less than it is in the converter and blast-furnace gases. 

In answer to Mr. Thum, I believe corrosion in flues, etc., during shut- 
downs will not amount to much if they are protected from the weather. 
Dry flue dust is not corrosive, but when moistened with water, it is an 
active corrodent. 

In a flue unprotected from the weather, there is no heat present 
during a shutdown to prevent the rain from readily moistening flue dust 
lodged on the outside of the flue or in the joints. Rain also leaks through 
the top of a flue to the dust inside. In this way steel flues are damaged 
inside and outside during shutdowns. 

In the case mentioned by Mr. Robie, it is quite likely that the flue is 
exposed to the weather, and is rained upon occasionally. Ordinarily, 
during dry weather, in flues of this kind, the steel sheets comprising the 
walls and tops of the flues are maintained at a sufficiently high tempera- 
ture by the gases inside, so that the gases in contact with the sheets are 
not condensed and no harm to the sheets results. But when it rains, 
the sheets exposed are cooled and the gases adjacent to them apparently 
condense and cause corrosion. ‘The corrosion occurs almost altogether 
on the inside, and the sheets in the top, which are more effectively cooled 
by rain, are generally much more rapidly corroded than the sheets 
forming the sides of such flues. 

It is the writer’s belief that if the temperature of smelting-furnace 
gases is maintained above the condensing temperature of sulfuric acid, 
the vertical walls of flues and stacks conducting them will last inde- 
finitely, and it is probable that if the lead and zinc content of the gases is 
relatively high, a lower temperature may be permitted without injury 


to the steel. 
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John Stewart MacArthur 


A BIoGRAPHICAL SKETCH BY ALFRED JAMES 


JoHN Stewart MacArruor, born in 1856, was the son of Robert 
MacArthur of Glasgow, and came of Scots stock distinguished for char- 
acter and religious conviction. His election as elder of the Free Kirk 
gave him greater pride than the receipt of the gold medal of the Institu- 
tion of Mining and Metallurgy. The former honor was for character— 
it marked him as a son worthy to follow in his father’s footsteps; the 
latter was awarded for his life work of eminent service to the gold indus- 
try. Cheery optimism, resolution, tenacity of purpose, and industry 
ever characterized his actions. 

Apprenticed to the Tharsis Sulphur & Copper Co., his work on the 
chemical staff brought him to the notice of the Cassel Gold Extracting 
Co., at that time struggling with an unworkable electrolytic process. 
He was engaged by that company, in 1886, as technical manager and 
before long brought out the perchloride process, which was speedily 
followed (in 1887) by the epoch-making cyanide process. This process 
revolutionized gold mining and directly led the way to the elevation of 
the mining engineer to the most broadly trained product of the engineer- 
ing profession. 

A noteworthy feature of the cyanide process was its completeness 
when introduced. Over thirty years have elapsed and the use of the 
process has been worldwide, but no suggested improvement has stood the 
test of time. The extension of the process to the beneficiation of silver 
ores—containing far more metal per ton and thus requiring the employ- 
ment of stronger solutions—has brought us the Merrill and Crowe 
improvements in precipitation and the Nipissing desulfurization process 
for certain silver-bearing minerals. Roasting apparatus, fine crushing, 
filtration, and settling equipment have all aided the extension of the 
process in and from its original field. As Hennen Jennings put it, the 
cyanide process today is essentially that of 1890. 

This self-containedness of the cyanide process arose from no mere 
chance; it was directly due to MacArthur. It was he who personally 
investigated every known method of precipitation and then every form of 
zine from sheet, punchings, filings, millings, rods and shaving down to 
fume; it was he who investigated the effect of protective alkalies, of so- 


called accelerators, and of the addition of lead salts; he was determined to 
leave nothing to chance. 
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South Africa honored MacArthur by making him an honorary mem- 
ber of the world-famous CM.§, the well-known textbook on Rand 
metallurgy was dedicated to him; and Doctor Green’s Presidential | 
Address to the S. A. Association for the Advancement of Science con- 
tains the following tribute to his work: “Thus the development of the 
whole mining industry of the Witwatersrand . . . was conditioned by 
a laboratory observation.”’ é 

But MacArthur was too keen a scientist to rest content with the 
successful development of the cyanide process. He traveled much, 
and interested himself in the mining and metallurgy of base metals. 
His friendship with Sir William Crookes and his flair for investigation 
caused him in 1910 to devote himself to the investigation of radium. 
At Runcorn, he set up experimental works which justified all his hopes. 
The difficulties of evolving a process, designing equipment, training 
staff for an absolutely new industry, all disappeared before the ten- 
acity of his resolution. These works were transferred to Balloch, in 
1915, and practically the whole of the output was used for war pur- 
poses, Sir ‘William Ramsay, at the nomination of the Government, co- 
dperating with him for the purpose. 

His death at his home at Pollokshields on March 16, 1920, was the 
result of complications following a chill. His only son, Mr. J. S. Mac- 
Arthur, now a classical exhibitioner at Balliol College, Oxford, will 
realize in years to come that his father has left behind a heritage of 
friendships which will not fail him but will welcome his presence and 
his every achievement. | 
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Acidity of solution, electrolytic zinc: effect qn current efficiency, 743, 744. 
effect on power, 751. 
Addition agents, electrolytic zine, 731, 761. 
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ALEXANDER, JEROME: Colloidal State in Metals and Alloys, 524; Discussion, 551. 
ALLIS, F. G.: Discussion on Charpy Impact Test as Applied to Aluminum Alloys, 482. 
Allocolloids, 525. 
Allotropism, lead, 447. 
Alloys, see under names and constituent metals. 
Alloys, colloidal state, see Colloidal state, metals. 
Alpha brass, grain growth, 159. 
Aluminum: bending curves, slow, 475. 
commercial: constitution, 4. 
cooling curves, 7. 
photomicrographs, 5. 
silicon content, effect, 7. 
compounds with metals, 3. 
copper content, effect, 283. 
effect in rolled zinc, 319. 
melting: borax cover, 670. 
impurities introduced, 664, 665. 
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heat treatment, 270. 
iron content, effect, 277, 281. 
magnesium content, effect, 277, 278, 281. 
mechanical properties, 272. 
microstructure, heat-treatment effect, 284. 
oxidation, 271... 
photomicrographs, 285. 
porosity, 271. 
quenching, 271. 
tensile tests, 272. 
Aluminum alloys: bending test, slow, 469, 472, 476, 479. 
binary system characteristics, 3. 
Charpy impact test: 466. 
comparisons with other tests, 474, 477. 
duralumin, heat treatment, 43. 
etching, 25. 
hardening, 270. 
light, composition, 31, 32. ; 
microscopic identification of constituents, 21, 25. 
rolled: corrosion, relative, 38, 39. 
corrosion tests, 36. 
hardening effect of alloying elements, 35. 
preparation, 30. 
tensile strength increase by heat treatment, 35. 
Aluminum cathode sheets, electrolytic zinc, 701, 727. 
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Aluminum Co. of America: duralumin investigations, 42. 
investigations of rolled aluminum alloys, 30. 
Aluminum-copper alloys: equilibrium, 9, 14, 62. 
equilibrium diagram, 62. 
hardness, 474. 
mechanical properties, 474. 
photomicrographs, 10, 12, } 
Aluminum-iron-copper alloys, liquidus surfaces, 74. 
Aluminum-iron-silicon system, liquidus surfaces, 8. 
Aluminum-magnesium alloys: equilibrium, 15, 18. 
photomicrographs, 16. 4 
Aluminum-magnesium-copper alloys: equilibrium diagram, 62. 
heat treatment, 43. 
properties, 33, 44. 
Aluminum-magnesium-manganese alloys, mechanical properties, 32. 
Aluminum-magnesium-nickel alloys, mechanical properties, 34. 
Aluminum Manufactures, Inc., Charpy impact tests, 466. 
Aluminum sulfate, copper leaching, 573. ; 
Aluminum wire: elongation, 807, 810, 811, 812. 
fracture, photographs, 786. 
mechanical properties, at various temperatures, 799. 
reduction of area, 808, 811. 
tensile strength, 806, 809, 810, 812. 
Aluminum-zine alloys, 320. - 
Amalgamation, silver-tin ores, Bolivian, 677. 
Amalgams .dental, see Dental amalgams. 
American gene Association, joint meetings with Institute of Metals Division, 
vii]. 
Ammonia, deoxidation of copper, 672. 
Amorphous theory, metals: application to lead, 459. 
colloidal state of particles, 524, 529. 
crystallization, 529, 530. 
structure, 325. 
zine properties, 328. 
Ampere efficiency, electrolytic zine, 743, 744. 
Anaconda Copper Mining Co.: electrolytic zine, 699. 
reverberatory furnace for converter slag, 585. 
Analysis: antimony ore, 566. 
cement copper briquettes, 82. 
chimney lining, Calumet & Arizona smelter, 831. 
coke, byproduct, 647. 
coke-oven gas, 648. 
constantan, 241, 258. 
converter slag, smelting charge and products, 593, 594. 
copper, electrolytic, 435. 
copper ores, Consolidated Coppermines Co., 818 
dental amalgams, 489. 
duralumin, 43. 
dust, Cottrell treaters, cement plant, 777, 778. 
electrolyte, copper leaching, 578. 
flue-dust, Tooele smelter, 770. 
foundry refuse, reclamation products, 654. 
manganin, 262, 
nichrome, 559. 
nickel, commercial forms, 391, 392, 394. 
nickel silver, 510. 
nickel wire, 132. 
producer gas from coke, 649. 
thermal, see Thermal analysis. 
tin filling, fusible boiler-plugs, 230, 231, 232. 
wash water, copper leaching, 576. 
zinc ores, electrolytic tests, 87. 
Annealing: brass: grain growth, 159. 
macrographs, 160, 
photomicrographs, 168. 
constantan, 242. 
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Annealing: copper, 436. 
gun metal, effect, 294. 
| manganin, 262. 
: nickel, 414, 417. 
rolled zine, effect, 314, 341, 347, 352, 356. 
zine strip, effect, 341, 347, 352, 356. 
Anodes, electrolytic zine process, 701, 728. 
; Antimonial lead, International Lead Refining Co., 566. 
Antimony ore: analysis, 566. 
' smelting, International Lead Refining Co., 566. 
Antimony-tin alloys, freezing-point curve, 233, ope 
ANTISELL, FRANK L.: Relationship of Physical and Chemical Properties of Copper, 432. 
Discussion on Intercrystalline Brittleness of Lead and Copper, 462. 
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recoveries, 6138. 
spitting of silver, 610. 
volatilization, 601, 602, 603, 610, 614. 
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Blast furnace, antimonial lead smelting, International Lead Refining Co:, 567. 
Blast-furnace gases, steel chimneys, 831, 834. 
Blast-furnace slag: copper content, form, 597. 
magnetite content, 599. 
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testing: Bureau of Standards, 227. 
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tin filling: freezing points, 232, 236. 
purity, 231, 237. ; 
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Boiling points, chlorides, 83.. a 
Bolivia, silver-tin ores, roasting and chloridizing, 676. 
Bonnet pulverizer, pulverized coal, 623. 
“Borax cover in. melting metals, 670, 675. . 
Brass: annealing, crystalline growth, 159. 
ductility, static and dynamic, 366. 
grain growth after. annealing, 159. 
large grain formation, 186. ; 
macrographs, structure after annealing, 160. 
molten: gases contained, 666. 
hydrogen evolution, 667. 
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Brass: phases, 535. ; 
photomicrographs, structure after annealing, 168. 
Brass foundry: fluxes, 662. . 
reclamation of metal from refuse, 650. Le 
Breyer, F. G.: Discussions: on Electrolytic Zinc Plant of Anaconda Copper Mining 
Co. at Great Falls, Mont., 755, 756. 
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Briquets: cement copper, see Cement copper briquets. 
zine ore, electric distillation, 188, 191, 192, 196, 199. 
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lead, 44 
lead, experimental production, 447. 
Bronze: Admiralty, 378. 
annealing, effect, 294. 
composition diagram, 424. 
Government, 378. 
heat treatment, tests, 293. 
lead-zinc, see Lead-zinc bronze. 
nickel content, effect, 430. 
quenching, effect, 293. 
_ Zine, see Zinc bronze. 
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gas: analysis, 648. 
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pitch: properties, 648. 
viscosity, 641. 
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Cathode: copper, see Copper cathode. 
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Cathode sheets, electrolytic zinc, 701, 727, 
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Cement copper briquets: analysis, 82. 
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oxidation in drying, 81. 
sampling, 81 
water content, 81. 
Central Mining Co., electrolytic zinc, 756. 
Charpy impact test, aluminum alloys: apparatus, 466. 
material, 469. 4 
results, 471. 
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Chimneys: blast-furnace gases, 831, 834. 
brick lining, 831, 832. 
converter gases, 833, 834. 
lining: analysis, Calumet & Arizona plant, 831. 
deterioration, 831. 
reverberatory gases, 831, 835. 
steel: Copper Queen smelter, 837. 
deterioration, 830, 836, 837, 838. 
International Smelting Co., 834. 
roaster gases, Calumet & Arizona Mining Co., 830. 
unlined, 833. 
tile lining, 831. 
Chloride fluxes, chemical action, 668. 
Chlorides: in cement copper briquets, 82. 
melting and boiling points, 83. 
volatility, 83. 
Chloridizing: dust losses, 681. 
hand-rabbled furnace, 678. 
McDougall furnace, 680. 
mechanical furnace, Machacamarca, 680. 
Merton furnace, 684. 
silver-tin ores, Bolivian, see Silver-tin ores. 
straight-line furnace, 683. 
volatilization losses, 681. 
Chlorine, effect in electrolytic zine solution, 730. 
Chrome-nickel steel, see NV. ickel-chromium steel. 
Chromium alloys: resistivity, 561. 
temperature coefficients, 564. 
Chromium-nickel alloys, see Nickel-chromium alloys. 
Chronograph, use in thermal analysis, 26, 27. 
Cramer, G. H.: Discussions: on intercrystalline Brittleness of Lead and Copper, 460. 
on Laboratory Testing of Sands, Cores, and Core Binders, 638. 
on a New Process for Making Fifteen Per Cent. Phosphor-copper, 487. 
on Reclamation of Metal from Brass-foundry Refuse, 660. 
Classification, fluxes, 662. 
Coal, pulverized, see Pulverized coal. *) 
Coal-pulverizing Plant at Nevada Consolidated Copper Smelter (PomEROY), 618; Discus- 
sion: (TILLSON), 628; (PomERoy), 628. 
Coal tar, see Coke-oven tar. 
Cobalt, effect in electrolytic zine process, AUD VBI oes 
Cohesion-temperature curves, amorphous and crystalline phases, 326. 
Coke: byproduct, see Byproduct coke. 
use in gas producers, 645. : 
Coke and Byproducts as Fuels for Metals Melting (SpERR), 640. 
Coke oven, byproduct, see Byproduct coke oven. 
Coke-oven gas: analysis, 648. 
use as metallurgical fuel, 644. 
Coke-oven tar and pitch: properties, 648. 
use as metallurgical fuel, 643. 
viscosity, 641. 
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. Cold-bend values, zine, rolled, 354. 
Colloidal state: allocolloids, 525. 
definition, 524. 
dimensions, 524, . 
energy accumulation from surface.tension, 547. 
isocolloids, 525. 
metals: amorphous phase, 524, 529. 
brass, 534. 
iron and steel, 535. 
liquid state, 544. 
surface tension effect, 547. 
tin-lead alloys, 532. 
phases, 524. 
size of particles, 524. 
solubility increase, 548. 
vapor tension increase, 548. 

Colloidal State in Metals and Alloys (ALEXANDER), 524; Discussion: (Merica), 544; 
(THum), 544; (Jerrries), 546; (BripeMan), 546; (Le CHATELIER), 547; 
(BENEDICKS), 549; (ALEXANDER), 551. 

Columbus meeting, 1920, viii. 

Composition diagram, zine bronze, 424. 

Composition test, foundry sand, 631. 

Comstock, G. F.: Discussion on Influence of Heat Treatment on Gun Metal, 302. 

Comstock, G. F. and Witson, A. B.: Discussion on Constitution and Metallography 
of Aluminum and Its Light Alloys with Copper and with M agnesium, 21. 

Concentration: foundry refuse, reclamation of metal, 652, 659, 660, 661. 

Steptoe Reduction Works, 817. 
Conductivity: electrical, copper, 435. 
thermal, nickel, 399. 
Consolidated Coppermines Co.: flotation, 820. 
flow sheets, 817, 822. 
history, 816. 
Minerals Separation machine tests, 825. 
ore, Classification and composition, 818. 
ore testing, 816. 
remodeled mill, results, 820. 
Constantan: annealing, 242. 
composition, 241, 258. 
electrical properties, 239. 
e.m.f. measurements, 254. 
impurities, effects, 245. 
manufacture, 239. 
melting, 251. 
photomicrographs, 248. 
specifications, 239. 
wire tests, 257. 
Constituent forms of iron carbide dispersion, 539. 
Constitution: aluminum, commercial, 4. 
aluminum alloys with copper and magnesium, 3, 
duralumin, 41. 
PEIN AN a pene ae ee : ts ee lloys with Copper and with 
A, and FREE : a RST 
(Comstock and Witson), 21; (Merica), 25. man), 33 Discussion: 

Control, copper leaching process, points involved, 569. 

Converter gases, steel chimneys, 833, 834. 

Converter slag: disposal methods, 598. 

reverberatory smelting: analyses, 593. 
equipment, Anaconda, 587. 
experimental data, 586. 
furnace, 587. 
magnetite content, 596, 597, 598. 
operation, 590. 
results, 591. 

Cooling curves: aluminum, commercial, 7. 

dental amalgams, 49 
duralumin, 63. 
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Sophy annealing, 436. 
: rittleness, intercrystalline, 439. 
casting, 434, 437 


cement, see Cement copper. E i 
chemical and physical properties, relationship, 432. . 
conductivity, electrical, 435. . 2 
effect in aluminum alloys, 277, 281, 282. ee ¥ 
effect in commercial aluminum, 283. ¥ ; 
a 


effect in electrolytic zinc solution, 729. 
effect in rolled zinc, 321, 322. - 
electrolytic, analysis, 435. 
embrittled, photomicrographs, 440, 464. 
hydrogen content, effect, 461, 462. , 
leaching, see Leaching process, copper. 
melting: deoxidation, 671, 672. oe 
sodium chloride action, 80. 
molten: gases contained, 666. 
hydrogen evolved, 667. 
oxygen content, influence, 433, 435.. 
phosphor-copper, 483. 
phosphorization, 484. 
physical properties, 432. 
pitch, 432. 
pouring method, 437. zc 
precipitation in electrolytic zine process, 718. 
reaction with sodium chloride, 80. 
rejecting, reasons, 434. 
‘yeverberatory slag, form, 597. 
set, 432. 
specifications, 432. 
sulfur content, effect, 433. 
unhealthy, 433. 
Copper-aluminum alloys: equilibrium, 9, 14. 
equilibrium diagram, 62. 
hardening, 270. 
photomicrographs, 10, 12. 
Copper-aluminum-magnesium alloys, mechanical properties, 33. 
Copper cathode: embrittlement in fused-salt electrolyte, 439. 
fused-salt cell, photomicrographs, 441. 
Copper-nickel alloys, thermo-electromotive force against iron, 243. 
Copper ores, analysis, Consolidated Coppermines Co., 818, 819. 
Copper Queen smelter, chimneys, 837. 
Copper-tin alloys: equilibrium diagram, A421. 
freezing-point curve, 233. 
Copper-tin-zine composition diagram, 424. 
Core, foundry, ideal properties, 631. 
Corrosion: aluminum alloys, relative, 38, 39. 
lead sheathing, 443. 
steel chimneys, 836, 838. 
Corrosion tests, aluminum alloys, rolled, 36. i 
Corss, W. M.: Discussions: on Five Foundry Tests of Zinc Bronzes, 385, 386. 
on Influence of Heat Treatment on Gun Metal, 302. 
on Physical Properties of Certain Lead-zinc Bronzes, 430. 
Costs: electrolytic zinc, 708. 
reclamation of metal from foundry refuse, 655. ; 
Cottrell process: cement plant: analysis of dust, 777, 778. 
potash recovery, dite é 
chloridizing-roasting dust collection, 681. 
Cottrell treater: flue-type, Tooele: description, 764. 
electrical equipment, 769. 
operation, 769. 
potash precipitation, TT. 
precipitation characteristics of dust and fume, 772. 
Riverside Portland Cement Co., 775. 
sections, 766, 768, 774, TS, WAG: 
Covers in melting, fluid, 670. 
vou. LXIv.—54. 
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Cowan, W. A.: Discussion on Tin Fusible Boiler-plug Manufacture and Testing, 236. 
Crushing, silver-tin ores, Bolivian, 693. 
Crystal growth: brass, after annealing, 159. 
dental amalgams, 489. 
factors affecting process, 528. - 
metals, mechanism, 528. 
Crystallinity of molecules, 529. 
Cupel furnace, fume data, 603. 
Cupellation, see Assaying. 
Cyanide process: introduction, 840. 
silver-tin ores, Bolivian, 677. 


Davison, Puinie: Discussion on Physical Tests on Sheet Nickel Silver, 523. 
Davipson, Purp and Price, W. B.: Physical Tests on Sheet Nickel Silver, 510. 
Discussion on Physical Properties of Nickel, 414. 
Decoloring power, nickel, 408. 
ecomposition pressures, sulfates, 107, 108. 
Demuer, P. E.: New Process for Making Fifteen Per Cent. Phosphor-copper, 483; 
Discussion, 486, 487. 
Density, duralumin, 55. “ 
Dental amalgams: composition, 489 
cooling curves, 499. 
crystal growth during transition, 489. 
packing pressure, effect, 502, 505. 
Roberts-Austen method of analysis, modified, 497. 
thermal analysis, 488. 5 
thermal expansion, 492. 
transition phenomena, 488, 489 
uniformity, 501, 508. 
zinc as a constituent, 488, 504. 
Deoxidation, by alloying metals, 672. 
Deoxidizers: ammonia, 672. 
copper melting, 671. 
foundry fluxing, 670: 
Deterioration of Nickel Spark-plug Terminals in Service (Rawpon and Krynirzxy), 
129; Discussion: (StLsBEE), 156; (Merica), 157. 
Dewey, Freperic P.: Volatilization in Assaying, 601; Discussion, 617. 
Dilatometric method, thermal analysis, 488. 
Distillation, zinc, electric, see Zinc, distillation, electric. 
Drx, E. H., Jr.: Charpy I mpact Test as Applied to Aluminum Alloys, 466; Discussion, 
481, 482. 
Driver, F. L.: Discussion on M. anufacture and Electrical Properties of M anganin, 269. 
Dryers, Ruggles-Coles, 621. 
Ductility: dynamic, zine, 359. 
rolled zine: at various temperatures, 312, 334. » 
effect of annealing, 356. 
static and dynamic, zine and brass, 366. 
zinc, static and dynamic tests, 363. 
Dust and fume, precipitation characteristics, 772. 
Dust losses, chloridizing, silver-tin ores, 681. 
Duralumin: aging, 43. 
aging in quenching bath, 51. 
aging temperature effect, 49, 50, 56, 57. 
aging time effect, 51, 52, 56, 57. 
composition, 43. 
cooling curves, 63. 
copper content, effect, 46. 
density, 55. 
dilatation, 55. 
eutectic structure, 72. 
expansion, 58, 59. 
hardening, 41, 270. 
analogy with steel, 71. 
during aging, mechanism, 61. 
hardness, 44. 
heat treatment, 43. 
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-Duralumin: magnesium content, effect, 46, 72. 


microstructure, 65. 

photomicrographs, 67. 

preheating effect, 53, 54. ; 
quenching temperature effect, 46, 47, 51, 52, 53. 
resistivity, electrical, 59, 60. 

structure, 65. 

tensile properties, 44. 


Effect of Temperature, Deformation, Grain Size and Rate of Loading on Mechanical 
Properties of Metals (SyKss), 780; Discussion: (Jurrrims), 814, 815; 
P (Bassett), 815; (CARTER), 815; (SyxsEs), 815. 
Electric furnace, zinc roasting, experimental, 85. 
Electric-resistance Furnace of Large Capacity for Zinc Ores (FuLTON), 188; Discussion: 
oe: (RicHarps), 224, 225, 226; (Tucker), 224; (FutTon), 224, 225, 226. 
Electric zinc distillation, see Zinc, distillation, electric. 
Electrical properties: constantan, 239. 
manganin, 261. 
Electrochemical problems, copper leaching, 568. 
Electrode cooler, Jackson, 207. 
Electrolytic copper, analysis, 435. 
properties, 432 
Electrolytic deposition, copper, leaching process, 578. 
Electrolytic nickel, 391. 
Electrolytic zinc: acidity of solution: effect on ampere efficiency, 743, 744. 
effect on power, 751. 
addition agents, 731. 
aluminum cathode sheets, 701, 727. 
ampere efficiency, effect of acid in solution, 743, 744. 
Anaconda, experimental plant, 702. 
anodes, 701, 728. 
Bully Hill ores, 85, 87. 
cadmium precipitation, 717. 
casting, 732, 733. 
cathodes: starting, 701, 727. 
time of deposition, 701. 
Central Mining Co., 756 
copper precipitation, 718. 
costs, high- vs. low-density plant, 759. 
current density, high vs. low, 757, 758. 
electrical units, Great Falls plant, 123. 
electrolyzing: addition agents, Tfeiile 
anodes, 701, 728. 
cathodes, 727. 
cathodes, aluminum, deterioration, 727. 
glue, 728, 756, 757, 761. 
Great Falls plant, 721. 
impurities, 729. 
insulation, 729. 
manganese dioxide deposition, 729. 
operation, 724. 
solids in suspension, 731. 
tank attendance, 726. 
temperature, 731. 
English practice, 753. 
experimental plant, Anaconda, 702. 
extraction, 755. hg 
flow sheet, Anaconda Copper Mining Co., 715, 720. 
foreign practice, 753. 
glue in electrolyte, 728, 756, 757, 761. 
Great Falls plant: bag house, 735, 737, 738. 
electrical units, 723. 
electrolyzing division, 721. 
flow sheet, 715, 720. 
leaching division, 711. 
melting division, 732. 
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Blectrolytie zine: Great Falls: plant: operating data, 739. 
: n : ; 


power distribution, 752. 
purification system, 719. : 
residue treatment, 735. 
roasting division, 703. 
slime from purification of solution, treatment, 721. 
view of, 701, 702. 
zine-dust plant, 734. 
impurities, behavior in Shetty 110. 
impurities in electrolyte; cobalt, 700, 731, 755. 
effect, 699, 700, 729, 754. 
manganese, 701, 729, 730. 
precipitation, 717, 718. 
leaching: acid leach, 715, 716, 717. 
copper and cadmium purification, 717. 
diagrams of chemistry of process, 717. 
neutral leach, 711, 714, 717. 
operation, 711. 
plant diagrams, Great Falls, (lal Als, 
repulping, 715, 716, 717. 
solution of impurities, 716, 717. 
zine-dust precipitation, 717. 
manganese function, 701, 730. 
Martinez plant, 755. 
melting of cathodes: casting, 733. 
charging, 733. 
equipment, 732, 734. 
reverberatory furnaces, 732. 
sampling, 733. 
mist in cell rooms, 756, 761. 
operating data, Great Falls plant, 739. — 
ores tested, analysis, 87. 
power cost, acidity effect, 751. 
power efficiency, 748. 
power distribution, Great Falls plant, 752. 
precipitation of impurities in solution, 717, 718. 
purification of solution: copper and cadmium precipitation, 717, 718. 
importance, 718. 
operation of tanks, 719. 
slime treatment, 721. 
zine-dust precipitation, 717. 
recovery, 713, 755. 
recovery diagram, 713. 
residue treatment, Great Falls plant, 735. 
resistance of electrolyte: effect of acidity, 746, 747. 
effect of temperature, 745, 746, 747. 
roasting: experimental results, 85, 88, 89. 
ferrite formation, 108, 706. 
furnaces: Anaconda plant, 703, 707. 
Great Falls plant, 703. “ 
heat balance, 112, 125. 
insoluble zine compound formation, 108, 706. 
Judge Mining & Smelting Co., 97, 112. 
McDougall furnace results, 708. 
reverberatory, 94. 
sulfate, 105, 705, 709. 
theory, 709. 
Wedge furnaces, 96, 97, 708, 740, 741, 742. 
scrap-iron precipitation of copper, 718. 
solubility of zine in sulfuric acid, 699. 
sulfate roasting, 105, 705, 709. 
Tainton-Pring process, 755. 
time of cathode deposits, 701. 
vs. electrothermal process, 123. 
voltage: acidity effect, 750. 
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Electrolytic zine: voltage: spacing of electrodes eff : 
zine-dust manufacture, 734. aS actin gt y 
pe pes iis Aen chee 
ectrolytic Zinc (HANSEN), 85; Discussion: (ScHoxz), 119, 123; (HaNsEN), 120, 121 
122, 124, 127; (HamizTon), 120; (RALSTON), 121, eWay pene eae) 122) 
_ 124; (Lyon), 122; (RicHarps), 123; (Funron), 128, 124; (Guxss), 125. 
Electrolytic Zine Plant of Anaconda Copper Mining Co. at Great Falls, Mont. (Latst, 
Frick, Erron and Capes), 699; Discussion: (BuLiLock), 753; (Smrrx), 
754, 755, 756, 757; (BREYER), 755, 756; (Reap), 756; (Hermrop), 7565, 
(OsTGREN), 756; (Seauine), 757; (Hrxon), 757; (Maturwson), 757; 
; (JORGENSEN), 757; (Evron and Cap.es), 758. 
Elongation: aluminum wire, 807, 810, 811, 812. 
molybdenum wire, 800, 807, 808. 
_ nickel wire, 794, 805. : 
Exton, J. O. and Caries, R. B.: Discussion on Electrolytic Zinc Plant of Anaconap 
Copper Mining Co. at Great Falls, “Mont., 758. 
Enron, J. O., Last, Freperick, Frick, F. F. and Capes, R. B.: Electrolytic Zinc 
‘ Plant of Anaconda Copper Mining Co. at Great Falls, Mont., 699. 
Embrittlement: copper, salt bath, 439, 463. 
experimental, lead, 447. 
Equi-cohesive temperature: metals, 326. 
zinc, 328 
Equilibrium diagram: aluminum-copper alloys, 14, 62. 
aluminum-magnesium alloys, 18, 62. 
copper-tin alloys, 421. 
nickel-chromium alloys, 559. 
Etching, aluminum alloys, 25. 
Eutectic formation, tin-lead alloys, 532. 
Expansion: coefficient, nickel, 405, 406. 
- dental amalgams, 492. 


Feathering, cupellation, 612. 
Fineness test, foundry sand, 632.: 
FiInkevvey, W. H., TREWI, C. S. and Marurwson, C. H.: Some Properties and 
Applications of Rolled Zinc Strip and Drawn Zine Rod, 305. 
Finn, A. N., Menrtca, P. D. and WatrenserG, R. G.: Mechanical Properties and 
Resistance to Corrosion of Rolled Light Alloys of Aluminum with Copper, 
Nickel and Manganese, 29. 
First Year of Leaching by the New Cornelia Copper Co. (TOBELMANN AND PorrER): 
Discussion: (MacKay), 568; (AusTIN), 583. 
Five Foundry Tests of Zinc Bronzes (Karr), 378; Discussion: (CorsE), 385, 386; 
(Karr), 385; (BassETT), 385; (McKinney), 386. 
Flotation: Consolidated Coppermines Co., 820. 
tésts, Minerals Separation machine, 826. 
X-cake and xylidin, 824, 828. 
Flow sheet: coal-pulverizing plant, Nevada Consolidated Copper Co., 620. 
concentrator, Consolidated Coppermines Co., 817. 
Consolidated Coppermines Co., new mill, 822. | 
electrolytic zinc process, Anaconda Copper Mining Co., 715, 720. 
reclamation of metal from foundry refuse, 651, 652. 
Flue-dust, analysis, Tooele smelter, 770. 
Flue-type Cottrell treater, Tooele, 764. 
Fluxes: chemical action, 668. 
chlorides, 668. 
classification, 662. 
materials, 662. 
physical action, 673. | Eras ‘ 
Fluxing, foundry: ammonia deoxidation, 672. 
chemistry, 663. ; 
chloride fluxes, chemical action, 668. 
deoxidizers, 670. 
fluid covers, 670. 
physical action, 673. 
physical changes caused, 664. 
surface films, 673. 
viscosity effect, 664. 
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Forp, ALLEN P.: Discussion on Tin Fusible Boiler-plug Manufacture and Testing, 237. 

Foundry fluxing, see Fluxing, foundry. 

Foundry refuse, reclamation of metal, 650. 

Foundry sands, see Sands, fonndry. 

Foundry slag, treatment for reclamation of metal, 650. 

Foundry tests, zinc bronzes, 378. 

Fracture: intercrystalline, 443. 

nature, 443. F 

Frank, W. K.: Discussion on a New Process for Making Fifteen Per Cent. Phosphor- 
copper, 487. 

FREEMAN, J. ir ALTENBERG, R. G. and Merica, P. D.: Constitution and Metallo- 
graphy of Aluminum and Its Light Alloys with Copper and with Magnesium, 
3 


Freezing-point curve: antimony-tin alloys, 233, 231. 
copper-tin alloys, 233. 
lead-tin alloys,234. 
zinc-lead alloys, 234. 
Frick, F. F., Last, FREDERICK, ELTON, J. O. and Capuzs, R. B.: Electrolytic Zinc 
Plant of Anaconda Copper Mining Co. at Great Falls, Mont., 699. 
Fuel, metallurgical, coke-oven products, 640. 
Fuuton, C. H.: Electric-resistance Furnace of Large Capacity for Zinc Ores, 188; 
Discussion, 224, 225, 226. 
Discussion on Electrolytic Zinc, 123, 124. 
Fume: assay muffle, 604. 
cupel furnaces, 603. 
drying of cement copper briquets, 83. 
Furnace, electric, zinc distillation, 189, 190, 202, 205, 208, 209, 216, 217. 
Fusible boiler-plugs, see Boiler-plugs, fusible. 


Galvanic action due to size of electrodes, 462, 463. 
Gas: coke-oven: analysis, 648. 
use as metallurgical fuel, 644. 
producer, from coke, 645. 
Gases in molten copper and brass, 666. 
Gipson, W. ae Discussion on Heat Treatment of Aluminum-alloy Castings, 290, 291, 
292. 
Gipson, W. A. and Jerrriges, Zay: Heat Treatment of Aluminum-alloy Castings, 270. 
Glue, electrolytic zinc, 728, 756, 757, 761. 
Gold, volatilization in assaying, 601, 605. 
Government bronze, 378. 
Grain Growth in Alpha Brass (Smrru), 159; Discussion: (Smriru), 187. 
Granular lead, 457. 
Gray, Arruur W.: Transition Phenomena in Amalgams, 488; Discussion, 505. 
Great Falls, Mont., electrolytic zinc, 699. ; 
Gruss, A, A.: Discussion on Laboratory Testing of Sands, Cores, and Core Binders, 
637, 638, 639. 
Gruss, A. a te Wotr, F. L.: Laboratory Testing of Sands, Cores and Core Binders, 
Gurss, Grorce A.: Discussion on Electrolytic Zinc, 125. 
Gun metal: annealing, effect, 294. 
heat treatment, tests, 293. 
quenched, photomicrographs, 298, 303. 
quenching, effect, 293. 
Gurevicu, L. J. and Hromatxo, J. 8.: Tin Fusible Boiler-plug Manufacture and 
Testing, 227. ; 


Hatt, F. A.: Discussion on Intercrystalline Britileness of Lead and Copper, 460. 
Hamiuton, EK. H.: Discussion on Electrolytic Zinc, 120. i 
Hansen, C. A.: Electrolytic Zinc, 85; Discussion, 120, 121, 122, 124, 127. 
Hardening: aluminum alloys, 270 

duralumin, 41, 71, 270. 
Hardness: aluminum-copper alloys, 474. 

nickel, 412, 415. 

rolled zine, 352. 
Hart, Lron O.: Nickel-chromium alloys, 554. 
Heat balance, Wedge roaster, zinc ores, 112, 125. 
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Heat treatment: aluminum-alloy castings, 270. 
aluminum alloys, increase of tensile strength, 35. 
bronze, 293. 
duralumin, 43. 
gun metal, tests, 293. 
zine bronze, effect, 380. 

Heat Treatment and Constitution of Duralumin (Mrrica, Warenserc and Scott), 41; 

Discussion: (JEFFRIES), 77; (Merica), 79. 
Heat Treatment of Aluminum-alloy Castings (JEFFRIES and Gipson), 270; Discussion: 
(Buragss), 289; (Murtica), 289, 290, 291; (Gipson), 290, 291, 292; (KARR), 
290; (Rawpon), 291; (McCuLLocs), 291. * 
Herron, A. A.: Discussions: on Electrolytic Zine Plant of Anaconda Copper Mining 
Co. at Great Falls, Mont., 756. 
on Tooele Flue-type Cottrell Treater, 779. , 
Hutu, C.W., THomas, T. B. and Vietz, W. B.: Investigation of Brass Foundry Fluxes, 662. 
Hrxon, H. W.: Discussions: on Electrolytic Zinc Plant of Anaconda Copper Mining 
Co. at Great Falls, Mont., 757. 
on Steel Chimneys and their Linings in Copper Smelting Plants, 838. 
Horwood process, objections for Butte ores, 699. 
Hromatxo, J. S. and_GuREVICH, L. J.: Tin Fusible Boiler-plug Manufacture and 
Testing, 227. 

Hutst, Grorce P.: Treating Antimony Ores, 566. 

Hydrogen: effect in copper, 461, 462. 
evolution from molten copper and brass, 667. 

Hydrogen-sulfide precipitation, copper leaching, 584. 

Hydrometallurgy, copper, see Leaching process, copper. 
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Impact tests, Charpy, see Charpy impact tests. 
Impurities: constantan, effect, 245. 
effects on properties of molten and cast metal, 663. 
effects, rolled zinc, 318. 
electrolytic zinc, behavior, 111. 
introduction in melting aluminum, 664, 665. 
introduction in melting metal, 663. 
manganin, effect, 265. 
nickel, effect, 408. 
tin boiler-plug filling, 232, 237. 

Influence of Heat Treatment on Gun Metal (SMART), 293; Discussion: (Woop), 300; 
(McKinney), 301, 302; (Corse), 302; (Comstock), 302. 

Institute of Metals Division: Columbus meeting, 1920, viil. 

Philadelphia meeting, 1919, vil. 

Intercrystalline brittleness: copper, 439. 

high temperatures, 152. 
lead, 443. 
Intercrystalline Britileness of Lead (RAwDON), 443; Discussion: (RicHaRrps), 458, 460, 
462, 463; (JEFFRIES), 459; (CLAMER), 460; (Hatt), 460; (YENsEN), 461; 
(ANTISELL), 462; (PILLING), 463; (Rawpon), 465. 
Intercrystalline fracture, 443. ' 
International Lead Refining Co., antimony ore smelting, 566. 
International Nickel Co.: constantan investigations, 239. 
nickel, commercial forms, 391. 

International Smelting Co., Tooele: Cottrell treater, 764. 
flue-dust analysis, 770 
steel chimney, 834. ; 

Inverse-rate method, thermal analysis, 26. aaah 
Investigation of Brass Foundry Fluxes (Hii, THOMAS and Vinrz), 662; Discussion: 
(THomas), 674; (Roast), 675; (Scuutz), 675; (BERRY), 675. 

Tron: copper leaching: effect in electrolyte, 581. 

precipitation, 574. 
solution, 573. 
effect in aluminum alloys, 277, 281. 
Swedish, magnetic properties, 01. 
Tron-carbon alloys: allotropic changes, 535. 
colloidal theory, 536. 
constituent forms, 537, 539, 


Isocolloids, 525. 
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Jackson electrode cooler, 207. ’ : 
Jamus, Atrrep: John Stewart MacArthur, Biographical Sketch, 840. 
Jerrries, ZAy: Discussions: on Colloidal State in Metals and Alloys, 546. : 
on Effect of Temperature, Deformation, Grain Size and Rate of Loading on Mechani- 
cal Properties of Metals, 814, 815. 
on Heat Treatment and Constitution of Duralumin, 77. 
on Intercrystalline Brittleness of Lead and Copper, 459. 
Jmrrrins, ZAy and Grisson, W. A.: Heat Treatment of Aluminum-alloy Castings, 270. 
John Stewart MacArthur, Biographical Sketch (Jams), 840. 
Jongs, J. L.: Discussions: on Physical Properties of Nickel, 417, 418. 
on Reclamation of Metal from Brass-foundry Refuse, 659. ne 
JORGENSEN, HE. L.: Discussion on Electrolytic Zinc Plant of Anaconda Copper Mining 
Co. at Great Falls, Mont., 757. : 
Judge Mining & Smelting Co., Wedge furnace roasting, 97, 112. 


Karr, C. P.: Five Foundry Tests of Zinc Bronzes, 378; Discussion, 385. 
Discussions: an Heat Treatment of Aluminum-alloy Castings, 290. 
on Physical Properties of Certain Lead-zine Bronzes, 430, 431. 
Karr, C, P. and Statey, Homer F.: Physical Properties of Certain Lead-zinc Bronzes, 
420 
Keiier, Epwarp: Water and Chlorides in Cement Copper Briguettes, 80. 
Kromore, 564. 
Krynirzxy, A. I. and Rawvon, Henry S.: Deterioration of Nickel Spark-plug Termi- 
nals in Service, 129. 
Kuze, C. R.: Discussion on Steel Chimneys and their Linings in Copper Smelting 
Plants, 836. ; 


Laboratory Testing of Sands, Cores, and Core Binders (Wor and Gruss), 630; Discus- 
ston: (GRUBB), 637, 638, 639; (ScHUTZ), 638; (LANE), 638; (SLEETH), 638; 
(CLAMER), 638. 
Laist, Freperick and Macuirs, H. J.: Reverberatory Furnace for Treating Converter 
Slag at Anaconda, 585. 
Laist, Freperick, Frick, F. F., Euron, J. O. and Caprizs, R. B.: Electrolytic Zinc 
Plant of Anaconda Copper Mining Co. at Great Falls, Mont., 699. 
Lang, A. C.: Discussion on Laboratory Testing of Sands, Cores, and Core Binders, 638. 
Lanepon, 8S. C. and Rawpon, Henry S8.: A Peculiar Type of Intercrystalline Brittleness 
of Copper, 439. 
Latent heat, nickel, 399. 
Leaching, zinc ore, see Electrolytic zinc, leaching. 
Leaching process, copper: accumulation of aluminum and iron in solution, 573. 
acid strength of solvent, 572. 
analysis of ore, 569. 
chemical control: acid strength, 572. 
requirements, 569. 
crushing fineness, 570. 
electrolyte analyses, 578. 
electrolytic deposition, 578. 
hydrogen-sulfide precipitation, 584. 
iron in electrolyte, effect, 581. 
leaching methods, 575. 
New Cornelia Copper Co.: modifications suggested, 580. 
ore characteristics, 570. 
power saving, possible, 580. 
solution of copper and impurities, 571. 
ore preparation, 569. 
precipitation of aluminum and iron oxides in solution, 574. 
precipitation of copper, 584. 
selective solution, 571. 
sulfate formation, selective, 571. 
Utah Copper Co., 584. 
wash-water analysis, 576. 
washing, 576. 
Lead: allotropism, 447, 
antimonial, International Lead Refining Co., 566. 
brittle, properties, 445. 
brittleness, intercrystalline, 443. 
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Lead: corroded, photomicrographs, 445. 
effect in nickel-silver sheets, 511, 523. 
effect of nitric-acid solution of lead acetate, 448, 449, 454. 
embrittled, photomicrographs, 444, 450. 
embrittlement, experimental, 447. ; 
granular condition, 457. 
volatilization, 610. | 
Lead cathode: attack in alkaline solution, 458. 
nitric-acid electrolyte, 453, 455. 
Lead sheathing, corroded, 443. 
Lead-tin alloys: colloidal state, 532. 
freezing-point curve, 234. 
Lead-zine alloys, freezing-point curve, 234. 
Lead-zine bronzes: photomicrographs, 422. 
physical properties, 420, 427. 
test bars, preparation, 425. 
Le Cuarteier, H.: Discussion on Colloidal State in Metals and Alloys, 547. 
Lining, steel chimneys, 831. 
Linton, Roserr: Treatment Tests on Ores of Consolidated Coppermines Co., 816. 
Lynite Laboratories, Charpy impact tests, aluminum alloys, 466. 
Lyon, Dorsry A.: Discussion on Electrolytic Zinc, 122. 


McCuttocu, Leon: Discussion on Heat Treatment of Aluminum-alloy Castings, 291. 
McDougall furnace: chloridizing roasting, silver-tin ores, 680. 

roasting, zine concentrates, Anaconda, 708. 
McGregor, A. G.: Steel Chimneys and their Linings in Copper Smelting Plants, 830; 

Discussion, 839. 

McKinney, P. E.: Discussions: on Five Foundry Tests of Zinc Bronzes, 386. 

on Influence of Heat Treatment on Gun Metal, 301, 302. 

on Physical Properties of Certain Lead-zinc Bronzes, 430. 
MacArthur, John Stewart, biographical sketch, 840. 
Mackay, Henry 8.: Chemical and Electrochemical Problems Involved in New Cornelia 

Copper Co.’s Leaching Process, 568. : 

MacPuerran, R. 8.: Discussion on Physical Properties of Nickel, 418. 
Macrographs, brass, structure after annealing, 160 
Magnesium: effect in aluminum alloys, 277, 278, 281. 
effect in duralumin, 72. 
effect on solubility of CuAl: in aluminum, 15. 
Magnesium-aluminum alloys: equilibrium, 15, 18. 
equilibrium diagram, 62. 
photomicrographs, 16. 
Magnesium-aluminum-nickel alloys, mechanical properties, 34. 
Magnesium-copper-aluminum alloys, mechanical properties, 33. 
Magnesium-manganese-aluminum alloys, mechanical properties, 32. 
Magnetic properties: iron, Swedish, 401. 
nickel, 400. 
Magnetite, reverberatory slags, 596, 597, 598, 599. meet ¢ 
Macuire, H. J. and Last, FREDERICK: Reverberatory Furnace for Treating Converter 
Slag at Anaconda, 585. ; 
Maier, C. G.: Discussion on Reverberatory Furnace for Treating Converter Slag at 
Anaconda, 597, 600. 
Manganese: effect in electrolytic zine process, 701, 729, 730. 
effect in nickel, 410. Uae 
effect on e.m.f. of copper-nickel alloy against iron, 245. — 
Manganese-magnesium-aluminum alloys, mechanical properties, 32. 
Manganin: annealing, 262. 

composition, 262. 

impurities, effect, 265. 

manufacture, 261. 

melting, 263. 

properties, 261. 

resistance measuring material, 266. 

temperature coefficients, 266. 
Manufacture: boiler-plugs, fusible, 227, 235. 

constantan, 239. 

manganin, 261. 
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Manufacture and Electrical Properties of Constantan (Basu), 239. ; 
M ae and Electrical Drcamnts of Manganin (Basu), 261; Discussion: (WEN- 
NER), 266; (SmrrH), 268; (BASH), 268, 269; (Driver), 269; (Basserr), 269. 
Marten’s tests, rolled zinc, 312. 
Speckle pherame eee 
artinez, Calif., electrolytic zinc ‘ ; 

Marunwson, Ges: ae ‘on Some Properties and Applications of Rolled Zinc 
Strip and Drawn Zinc Rod, 377. ‘ ; 
Martuewson, C. H., Trewin, C. 8. and Finxexpey, W. H.: Some Properties and 
Applications of Rolled Zine Strip and Drawn Zinc Rod, 305. 
MatuEwson, EH. P.: Discussions: on Electrolytic Zinc, 122, 124. 

on Electrolytic Zinc Plant of Anaconda Copper Ve ining Co. at Great Falls, Mont., 

757. 

on Reverberatory Furnace for Treating Converter Slag at Anaconda, 596, 598, 599. 


' Mechanical properties: aluminum-copper alloys, 474. 


aluminum-magnesium-copper alloys, 33. 
aluminum-magnesium-manganese alloys, 32. 
aluminum-magnesium-nickel alloys, 34. 
aluminum wire, 806. 
metals: effect of temperature, etc., tests, 781. 
rate of loading effect, 809. 
molybdenum wire, 792, 797. 
nickel wire, 131, 789. , 
Mechanical Properties and Resistance to Corrosion of Rolled Light Alloys of Aluminum 
and Magnesium with Copper, Nickel, and Manganese (MErica, WALTEN- 
BERG, and FINN), 29; Discussion: (BURGEss), 40. 
Mechanical tests: gun metal, heat treated, 297. 
nickel silver sheets, 510. 
Melting: constantan, 251. 
manganin, 263. 
metal: borax cover, 670, 675. 
fluid covers, 670. 
‘ impurities introduced, 663. 
surface films, 673. 
zine cathodes, 732. 


- Melting points: chlorides, 83. 


nickel-chromium alloys, 563. 
Merica, Paut D.: Simplification of Inverse-rate Method for Thermal Analysis, 26. 
Discussions: on Charpy Impact Test as Applied to Aluminum Alloys, 481. 
on Colloidal State in Metals and Alloys, 544. ‘ 
on Constitution and Metallography of Aluminum and Its Light Alloys with 
Copper and with Magnesium, 25. 
on Deterioration of Nickel Spark-plug Terminals in Service, 157. 
on Heat Treatment and Constitution of Duralumin, 79. 
on Heat Treatment of Aluminum-alloy Castings, 289, 290, 291. 

Merica, P. D., Warrensera, R. G. and Finn, A. N.: Mechanical Properties and 
Resistance to Corrosion of Rolled Light Alloys of Aluminum with Copper, 
Nickel and Manganese, 29. 

Merica, P. D., Watrenpera, R. G. and Freeman, J. R.: Constitution and Metal- 
lography of Aluminum and Its Light Alloys with Copper and with 
Magnesium, 3. 

Merica, P. D., Waurensera, R. G. and Scorr, H.: Heat Treatment and Constitution 
of Duralumin, 41. 

Merton furnace: chloridizing roasting of silver-tin ores, 684. 

modified, 686. 

Metal, molten, viscosity, 664. 

Metal reclamation, foundry refuse, 650. 

Metallography, limitations, 544. 

Metallurgy, nickel, 388. 

Meyer’s tests, rolled zine, 313, 315. 

Microstructure: duralumin, 65. 

nickel, 415. 

nickel silver sheets, 515. 

_ nickel wire, 132. 

Milling, copper ore, Consolidated Coppermines Co., 816. 

Minerals Separation machine, flotation tests, 825. 
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Mist, cell rooms, electrolytic zinc, 756, 761. 
Molecular forces, metals, effect of change on physical properties, 525. 
Molybdenum, photomicrographs, temperature tests, 784, 785, 786. 
Molybdenum wire: elongation, 800, 807, 808. 
mechanical properties, at various temperatures, 792. 
reduction of area, 802, 808, 809. ; 
tensile strength, 797, 806, 807. 
Mond process, 390. 
Moore’s tests, rolled zinc, 316. 
MousseEtte, O. J.: Discussion on Reclamation of Metal from Brass-foundry Refuse, 661. 


Nevada Consolidated Copper Co., pulverized-coal plant, 618. 
New Cornelia Copper Co., leaching, copper, see Leaching process, copper. 
New Process for Making Fifteen Per Cent. hosphor-copper (DEMMLER), 483; Discus- 
, sion: (DEMMLER), 486, 487; (FRANK), 487; (CLAMER), 487. 
Nichrome: analysis, 559. 
properties, 558, 561. 
Nichrome II, properties, 562. 
Nickel: analysis, 391, 392, 394. 
annealing, 414, 417. 
atomic weight, 393. 
carbon content, effect, 408. 
chemical method of production, 388. 
commercial, 388. 
conductivity, thermal, 399. 
decoloring power, 408. 
effect in bronze, 430. 
electrolytic, 391. 
expansion, coefficient, 405, 406. 
forms: commercial, 388. 
International Nickel Co., 391. 
grade D, 392. 
hardness, 412, 415. 
impurities, effect, 408. 
latent heats, 399. 
magnetic properties, 400. 
malleable, 392, 413. 
melting point, 397. 
metallurgy, 388. 
microstructure, 415. 
Mond process, 390. 
occlusion of gases, 405, 407. 
Orford process, 390. 
photomicrographs, 416, 783, 784. 
physical properties, 387. 
pickling, 414. 
production processes, 388. 
resistivity, electrical, 403. 
rolled, properties, 414. . 
sheet: photomicrographs, Wide 
tensile properties, 417. 
shot, 391. 
shrinkage, 413. 
specific gravity, 3938, 396. 
specific heat, 397. 
tensile properties, 411, 415, 417. 
transformation point, 397. 
variability, 387. 
welding properties, 412. 
wet method of production, 388. 
working, 413. ; : 
Nickol-chromium alloys: freezing-point diagram, 559. 
iron free, 562 
ee at pe 
melting points, : 
therme-clectromotive force, 560, 563. 


Nickel-chromium Alloys (Hart), 554. 
Nickel-chromium-iron alloys: resistances and temperature, 556. 
resistivity, 554. - 
temperature coefficient, 555. 
thermo-electromotive force, 557. 
Nickel-chromium steel: resistivity, 554. 
temperature coefficient, 555. 
types, 554. . , 5 die 
Nickel-copper alloys, thermo-electromotive force against iron, 243. 
N ickel-magnesium-aluminum alloys, mechanical properties, 34. 
Nickel silver, analysis, 510. 
Nickel silver sheets: annealed, tests, 513, 519. 
cold-rolled, tests, 512. 
lead content, effect, 511, 523. : 
microstructure, 515. 
photomicrographs, 514, 517. 
tests: analysis, 510. 
annealed strips, 511. 
methods, 511. 
rolled specimens, 511, 516. 
Nickel spark-plug terminals: composition, 129, 143. 
deterioration: brittleness at high temperature, 152. 
contributing factors, 143. 
explanation, 154. 
intense local heating, 149. 
macroscopic properties, 129. 
microstructural features, 132. 
oxidation, 148. 
photomicrographs, 133. 
reducing atmosphere, 147, 148. 
stress and heat combined effect, 150, 151. 
transverse cracks, 135, 138. 
Nickel wire: see also Nickel spark-plug terminals. 
elongation, 794, 805. 
mechanical properties, at various temperatures, 788, 804. 
reduction of area, 792. 
tensile strength, 789, 804. 


Occlusion of gases, nickel, 405, 407. 
Ohio Brass Co.: foundry sand testing, 630. 
reclaiming plant, foundry refuse, 650. 
Orford process, 390. 
OstereEN, G. L.: Discussion on Electrical Zinc Plant of Anaconda Copper Mining Co. 
at Great Falls, Mont., 756. 
Oxidation: nickel spark-plug terminals, 143. 
silver, 609. 
Oxygen, effect in copper, 433, 435. 


Peculiar Type of Intercrystalline Brittleness of Co pper (RAWDOoN and Lanapon), 439; 
Discussion: (Ricuarps), 458, 460, 462, 463; (Jurrries), 459; (CLAMmR), 
460; (HALL), 460; (YmeNsEN), 461; (ANTISELL), 462; (PrLLIna), 463; 
(Rawpon), 465. : : 
Permeability test, foundry sand, 632. 
Peters, CHauncry and Souprer, Witmer: Discussion on Transition Phenomena in 
Amalgams, 501. 
Philadelphia meeting, 1919, vii, 
Phosphor-copper: grades, 483. 
new process, 483. 
processes of making, 483. 
Phosphorization of copper, 484. 
Phosphor-tin, manufacture, 487, 
Photomicrograph: aluminum, commercial, 5, 
aluminum-alloy castings, 285. 
aluminum-copper alloys, 10, 12. 
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Photomicrograph: boiler-plugs, tin, casing and filli 
brass, annealed, 168. ee Sages? sas 
constantan, 248. 
copper, embrittled, 440, 464. 
_ duralumin, 67, 
gun metal, quenched, 298, 303. 
lead: corroded, 445. 
embrittled, 444, 450. 
lead cathode, nitric-acid electrolyte, 455. 
magnesium-aluminum alloys, 16. 
molybdenum, temperature tests, 784, 785, 786. , 
nickel: rolled, 416. ss 
_ _ temperature tests, 783, 784. 
nickel sheet, 157. 
nickel silver sheets: annealed, 517. ~ j : 
_. cold-rolled, 514. i 
nickel wire used for spark-plug terminals, 133. 
zine, rolled, 338. 
zine bronze, 422. 
Physical properties: see also Mechanical properties and Tensile properties. 
coke, byproduct, 647. 
copper, 432. 
lead-zine bronzes, 420, 427. 
metals: effect of changes in molecular forces, 525. 
__ effect of rapid chilling, 526. 
nichrome, 558, 561. 
nickel, 387. 
zine bronze, 379. 
Physical Properties of Certain Lead-zinc Bronzes (SraLEey and Karr), 420; Discussion: 
‘ (Corse), 430; (Karr), 430, 431; (McKinney), 430; (Woop), 431. 
Physical Properties of Nickel (BRowNE and Tyompson), 387; Discussion: (Prick and 
Davipson), 414; (Jones), 417, 418; (THompson), 417, 418, 419; (Mac- 
PHERRAN), 418; (Bassert), 418; (Pricy), 419. 
Physical Tests on Sheet Nickel Silver (PRIcE and Davipson), 510; Discussion: (WEB- 
STER), 523; (Davipson), 523. 
Piuuina, N. B.: Discussion on I ntercrystalline Brittleness of Lead and Copper, 463. 
Pitch, coke-oven: properties, 648. 
viscosity, 641. 
Pitch, copper refining, 432. . 
Pomeroy,’ R. E. H.: Coal-pulverizing Plant at Nevada Consolidated Copper Smelter, 
618; Discussion, 628. 
Portu, W. H.: ‘Discussion on Some Applications of Rolled Zinc Strip and Drawn Zine 
Rod, 376, 377. 
Potash recovery, Cottrell precipitation, cement plant, 777. 
Potter, James A. and Tobelmann, Henry A., 568 et seq. 
Power: cost, electrolytic zine, effect of acidity of solution, 751. 
distribution, electrolytic zinc, Great Falls plant, 752. 
efficiency, electrolytic zinc, 748. 
Precipitation characteristics, dust and fume, 772. 
Precipitation of impurities, electrolytic zinc process, 717, 718. 
Price, W. B,: Discussion on Physical Properties of Nickel, 419. 
Price, W. B. and Davipson, PHILIP: Physical Tests on Sheet Nickel Silver, 510. 
Discussion on Physical Properties of Nickel, 414. 
Producer gas: coke as source, 645. 
from coke, properties, 649. 
Pulverized coal: advantages, 618. 
Bonnet pulverizer, 623. . 
distributing fans, 625. 
dryers, Ruggles-Coles, 621. 
flow sheet, Nevada Consolidated Copper Co., 620. 
Nevada Consolidated Copper Co., 618. 
Pyne, F. R.: Discussion on Relationship of Physical and Chemical Propertres of Copper, 
438. 


Quenching: gun metal, effect, 293. 
water, aluminum-alloy castings, agile 
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Ratston, O. C.: Discussion on Electrolytic Zinc, 121, 124. 

Rate of loading, effect on mechanical properties of metals, 809. ; 

Rawoon, Henry S.: Jntercrystalline Brittleness of Lead, 443; Discussion, 465. 

Discussions: on Heat Treatment of Aluminum-alloy Castings, 291. 
on Intercrystalline Brittleness of Lead and Copper, 465. ; ; 

Rawpon, Henry S. and Krynitzxy, A. I.: Deterioration of Nickel Spark-plug 
Terminals in Service, 129. ; ; 

Rawvon, Henry S. and Lanapon, 8. C.: A Peculiar Type of Intercrystalline Brittle- 
ness of Copper, 439. an 

Reap, T. T.: Discussion on Electrolytic Zine Plant of Anaconda Copper Mining Co. 

at Great Falls, Mont., 756. 

Reclaiming plant, foundry refuse, Ohio Brass Co., 650. 
Reclamation of metal from foundry refuse: analyses, 654. 

concentration, 652, 659, 660, 661. 

costs, 655. 

flow sheets, 651, 652. 

preliminary treatment, 650. 

representative run, 656. 

slag treatment, 650. 

sweepings treatment, 651. 

Reclamation of Metal from Brass-foundry Refuse (WoL¥ and ALpERSoNn), 650; Discus- 
sion: (JonEs), 659; (ALpERSON), 660, 661; (CLaAmER), 660; (THuM), 660; 
(MousseEtte),661. 

Reduction of area: aluminum wire, 808, 811. 

molybdenum wire, 802, 808, 809. 

Refuse, foundry, reclamation of metal, 650. 

Relationship of Physical and Chemical Properties of Copper (ANTISELL), 432; Discus- 
sion: (BASSETT), 436; (CAESAR), 436; (WEBSTER), 437, 438; (WALKER), 
437, 438; (Pyne), 438. 

Remelting, effect, zinc bronze, 382. 

Residue treatment, electrolytic zinc, 735. 

Resistance, electrolyte, zinc: acidity effect, 746, 747. 

temperature effect, 745, 746, 747. 

Resistance materials, standard, 266. 

Resistance-temperature coefficient, manganin, 266. 

Resistance to corrosion, aluminum alloys, rolled, 36. 

Resistivity, electrical: chromium alloys, 561. 

duralumin, 59, 60. 
nickel-chromium-iron alloys, 554. 
nickel, 403. 

zinc-ore briquets, 200, 201. 

Reverberatory furnace, straight-line, chloridizing roasting, 683. 

Reverberatory Furnace for Treating Converter Slag at Anaconda (Latst and MAGuIRE), 
585; Discussion: (MaTrHEwson), 596, 598, 599; (SmrTH), 596, 599; (Marpr) 
597, 600; (THum), 597, 598; (Rosie), 598. 

Reverberatory furnace gases, steel chimneys, 831, 835. 

Reverberatory slag: copper content, form, 597. 

magnetite content, 596, 597, 598, 599. 

Reverberatory smelting: Anaconda, 585. 

converter slag: analyses, 593. 
equipment, 587. 
experimental data, 586. 
furnace, 587. 
operation, 590. 
results, 591. 

Ricuarps, J. W.: Discussions: on Electric-resistance Furnace of Large Capacity for 

Zinc Ores, 224, 225, 226. 
on Electrolytic Zinc, 123. 
on Intercrystalline Brittleness of Lead and Copper, 458, 460, 462, 463. 
_ on Volatilization in Assaying, 616. 

Riverside Portland Cement Co., Cottrell treater, 775. 

Roast, H. J.: Discussion on Investigation of Brass Foundry Fluzes, 675. 

Roaster gases, steel chimneys, 831. 

Roasting, zinc ore: electrically heated furnace, 89. 

for electrolytic process, see Electrolytic zinc, roasting. 
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_ Roasting an ean of Bolivian Silver-tin Ores (SOHNLEIN), 676; Discussion: 
Roberts-Austen method, modified, thermal a i 
nm l ; nalysis, dental amalgams, 497. 
Rosie, . Anaconda, 598 on Reverberatory Furnace for Treating Converter Slag at 
on Stee imneys and their Linings in C } lant 
_ Rolled zine, see Zinc, rolled. Tr heron nde 
Ruggles-Coles dryers, pulverized coal, 621. 
BUSS pice cael i Tooele Flue-type Cottrell Treater, 777. 
R oREST: Discussion on Steel Chi ir Lint in C 
a Hing Planta, 837. ee imneys nee their Linings in Copper 


Sands, foundry, testing: composition, 631. 
eness, 632 
gas content, 635. 
Ohio Brass Co., 630. 
permeability, 632. 
strength, 636. 
ScHo.t, G. D.: Discussion on Electrolytic Zinc, 119, 123. 
Scuutz, F. A.: Discussions: on I nvestigation of Brass Foundry Fluxes, 675. 
on Laboratory Testing of Sands, Cores, and Core Binders, 638 
Scort, H., Mertca, P. D. and WALTENBERG, R. G.: Heat Treatment and Constitution 
of Duralumin, 41. 
Securing, W.: Discussion on Electrolytic Zine Plant of Anaconda Copper Mining Co. 
at Great Falls, Mont., 757. 
Set, copper refining, 432. 
Sheet nickel, tensile properties, 417. 
Sheets, nickel silver, see Nickel silver sheets. 
Silicon, effect in commercial aluminum, Ve 
StrsBEE, Francis B.: Discussion on Deterioration of Nickel Spark-plug Terminals in 
x Service, 156. 
Silver: oxidation, 609. 
spitting, 610. 
volatilization in assaying, 601, 607. 
Silver-tin ores, Bolivian: amalgamation, 677. 
chloridizing: Cottrell precipitation of dust, 681. 
dust losses, 681. 
dust treatment, 682. 
early methods, 678. 
efficiency of modified Merton furnace, 688. 
hand-rabbled furnace, 678. 
intermittent system, advantages, 688, 691. 
Machacamarca mechanical furnace, 680. 
Mc Dougall furnace, 680. : 
mechanical furnace, first, 680. 
Merton furnace, 684. 
Sdéhnlein furnace, 686, 696. 
straight-line furnace, 683. 
volatilization losses, 681. 
composition, 676. 
crushing for chloridizing, 693. 
cyaniding experiments, 677 
early treatment, 676. 
roasting, Huanchaca ore, 679. : 
Simplification of Inverse-rate Method for Thermal Analysis (Merica), 26. 
Slag: converter, see Converter slag. 
foundry, reclamation of metal, 650. : 
Sueers, H. B.: Discussion on Laboratory Testing of Sands, Cores, and Core Binders, 


Smart, C. F.: Influence of Heat Treatment on Gun Metal, 293. 
Smelting: antimony, International Lead Refining Co., 566. 
reverberatory, see Reverberatory smelting. : 
Smiru, F. G.: Grain Growth in Alpha Brass, 159; Discussion, tio 
Discussion on Manufacture and Electrical Properties of Manganin, 268. 
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Smirn, W. C.: Discussions: on Electrolytic Zinc Plant of Anaconda Copper Mining Co., — 


at Great Falls, Mont., 754, 755, 756, 757. 
on Reverberatory Furnace for Treating Converter Slag at Anaconda, 596, 599. 
Sodium chloride, action in melting copper, 80. 
Séhnlein furnace, chloridizing, 686, 696. os i ) 
Sounuwin, M. G. F.: Roasting and Chloridizing of Bolivian Silver-tin Ores, 676. 
Solubility: CuAl; in aluminum at different temperatures, 9, 14. 
FeAl; in aluminum, 9. ; 
metals and compounds in aluminum, 20. 
Mg, Als in aluminum, 15. © ; Ny 
Some Properties and Applications of Rolled Zinc Strip and Drawn Zine Rod (Marnew- 
son, TREWIN, and FinxeLpry), 305; Discussion: (PortH), 376, 377; 
(MarTHmwson), 377; (BREYER), 377. 
Sorbite, 538. ; a : 
Souprer, WILMER and Prerers, Cxauncer: Discussion on Transition Phenomena in 
- Amalgams, 501. 
Spark-plug terminals, nickel, see Nickel spark-plug terminals. 
Specific gravity, nickel, 393, 396. 
Specific heat: metals, 398. 
nickel, 397. 
Specifications: boiler-plugs, fusible, 227, 228. 
constantan, 239. 
copper, 432. : 
Sperr, F. W., Jr.: Coke and Byproducts as Fuels for Metals Melting, 640. 
Spitting, silver, 610. ‘ 
Stacks, see Chimneys. r : 
Statey, Homer F. and Karr, C. P.: Physical Properties of Certain Lead-zine 
Bronzes, 420. 
Steamboat Inspection Service, boiler-plug specifications, 227, 228. 
Steel: colloidal theory, see Iron-carbon alloys. 
constituent forms, 537, 539. 
Steel chimneys, see Chimneys, steel. : 
Steel Chimneys and their Linings in Copper Smelting Plants (McGrecor), 830; Dis- 
cussion: (KuzELL), 836; (THum), 836; (RUTHERFORD), 837; (Hixon), 
838; (Rosie), 838; (McGrecor), 839, 
Steptoe Reduction Works, concentration, 817. 
Stiffness, worked zinc, 367. 
Stop-watch, use in thermal analysis, 27. 
Straight-line furnace, chloridizing roasting, 683. 
Sulfate formation, copper leaching, selective, 571. 
Sulfate roasting, electrolytic zine, 105, 705, 709. 
Supercooled melts, factors controlling behavior, 527. 
Surface tension, energy accumulation in colloidal state, 547. 
Swedish iron, magnetic properties, 401. 
Sweepings, foundry, reclamation of metal, 651. 
Sykes, W. P.: Effect of Temperature, Deformation, Grain Size and Rate of Loading 
on Mechanical Properties of Metals, 780; Discussion, 815. 


Tainton-Pring process, electrolytic zine, 755. 

Tar, coke-oven: properties, 648. 
use as metallurgical fuel, 643. 
viscosity, 641. 

Temperature coefficient: chromium alloys, 564. 
nickel-chromium-iron alloys, 555. 

Temperature coefficients of resistance, manganin, 266, 

Temperature effect, mechanical properties: aluminum wire, 799. 
molybdenum wire, 792. : 
nickel wire, 788, 804. 

Tensile strength: aluminum alloys, increase by heat treatment, 35. 
aluminum wire, 806, 809, 810, 812 
molybdenum wire, 797, 806, 807. 
nickel, 411, 415, 417 
nickel wire, 789, 804. 
zinc, rolled, 309, 315, 324, 346. 

Tensile tests: aluminum-alloy castings, heat treated, 272. 
elevated temperatures, zinc, 332. 


Test bars: bronze, preparation, 425. 
; type, zinc bronze, 384. 
Tests: bending: aluminum, 475. 
;. aluminum alloys, 469, 472, 476, 479. 
Charpy Poe ia Charpy impact test. 


cores and core binders, 630. 
foundry, zine bronzes, 378. 
mechanical, see Mechanical tests. 
mechanical propérties of metals, effect of temperature, etc., 781. 
physical: lead-wire bronzes, 427. 
zine bronze, 379. * 
sands, foundry, 630. 
j zine, rolled, 309, 315, 324, 346. 
Thermal analysis: dental amalgams, 488. 
dilatometric method, 488. ’ 
inverse-rate method: use of chronograph, 26, 27. 
use of stop-watch, 27. 
Roberts-Austen method, modified, 497. 
Thermocouples, iron-constantan, 239. 
Thermo-electromotive force: copper-nickel alloys against iron, 243. 
nickel-chromium alloys, 560, 563. 
nickel-chromium-iron alloys, 557. 
zine alloys, 504. 
Tuomas, T. B.: Discussion on Investigation of Brass Foundry Fluaes, 674. 
THOMAS, CR Hit; C. W. and Vierz, W. B.: Investigation of Brass Foundry Flua, 
2 


Tuompson, J. F.: Discussion on Physical Properties of Nickel, 417, 418, 419. 
Tuompson, J. F. and Browne, Davin H.: Physical Properties of Nickel, 387. 
Tuum, E. E.: Discussions: on Colloidal State in Metals and Alloys, 544. 
on Reclamation of Metal from Brass-foundry Refuse, 660. 
on Reverberatory Furnace for Treating Converter Slag at Anaconda, 597, 598. 
on Steel Chimneys and their Linings in Copper Smelting Plants, 836. 
Tinuson, B. F.: Discussion on Coal-pulverizing plant at Nevada Consolidated Copper 
Smelter, 628. 
Timofeeff’s studies, rolled zinc, 316. 
Tin-antimony alloys, freezing-point curve, 233, 237. 
Tin boiler-plug filling, impurities, 232, 237. 
Tin-copper alloys: equilibrium diagram, 421. 
freezing-point curve, 233. 
Tin Fusible Boiler-plug Manufacture and Testing (GUREVICH and HroMatKo), 227 
Discussion: (Cowan), 236; (ForpD), 237. 
Tin-lead alloys: colloidal state, 532. 
freezing-point curve, 234. 
Tin-silver ores, see Silver-tin ores. 
Tobelmann, Henry A. and Potter, James A., 568 et seq. 
Tooele Flue-type Cottrell Treater (YouNG), 764; Discussion: (WEuLcH), 771; (RULE), 
777; (HermrRop), 779. 
Transformation point, nickel, 397. 
- Transition Phenomena in Amalgams 
501; (Gray), 505. 
Treating Antimony Ores (Hutst), 566. : 
Treatment Tests on Ores of Consolidated Coppermines Co. (Linton), 816; Discussion: 
(CaLLow), 828. : 
Trewin, C. S., MarHewson, C. H. and Finxenpey, W. H.: Some Properties and 
Applications of Rolled Zinc Strip and Drawn Zinc Rod, 305. 


Troostite, 538. 4 
TUCKER, "A. W.: Discussion on Electric-resistance Furnace of Large Capacity for Zinc 


Ores, 224. 


(Gray), 488; Discussion: (SoupER and Prrmrs), 


Uses, zine, rolled, 370. _ 
Utah Copper Co., leaching process, 584. 


Vietz, W. B., Hix, C. W. and Tuomas, T. B.: Investigation of Brass Foundry Fluzes, 
662 


Viscosity : coke-oven tar and pitch. 641. 
molten metals, 664. 
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Volatilization: assaying: complexity, 601. 
cupelling, 601, 602. 
determination of amount, 614. 
dusting loss, 603. 
effect of other metals, 612. 
evidence lacking, 601. 
feathering, 612. 
lead, 610. 
muffle fume data, 604. 
silver and oxygen relations, 609. 
chlorides, 83. 
cupel furnaces, fume data, 603. 
gold, 601, 605. 
lead, 610. 
losses, chloridizing, silver-tin ores, 681. 
relation to melting and boiling points, 604, 617. 
silver, 601, 605. 
Volatilization in Assaying (Drewny), 601; Discussion: (RicHarpDs), 616; (DEwry), 
617. 


Watkmr, A. L.: Discussion on Relationship of Physical and Chemical Properties of 
Copper, 437, 438. : 
WaLTENBERG, R. G., Murica, P. D. and Finn, A. N.: Mechanical Properties and 
Resistance to Corrosion of Rolled Light Alloys of Aluminum with Copper, 
Nickel and Manganese, 29. 
Wa.renberG, R. G., Merica, P. D. and Freeman, J. R.: Constitution and Metal- — 
lography of Aluminum and Its Light Alloys with Copper and with Magnes- 
tum, 3. 
WALTENBERG, R. G., Merica, P. D. and Scort, H.: Heat Treatment and Constitution 
of Duralumin, 41. 
Water and Chlorides in Cement Copper Briquettes (KELLER), 80. 
Wesster, W. R.: Discussions: on Physical Tests on Sheet Nickel Silver, 523. 
on Relationship of Physical and Chemical Properties of Copper, 437, 438. 
Wedge furnace, roasting: heat balance, 112, 125. 
zine ores, 96, 97, 708. 
Wetcu, H. V.: Discussion on Tooele Flue-type Cottrell Treater, 771. 
Welding properties, nickel, 412. 
Wenner, F.: Discussion on Manufacture and Electrical Properties of M anganin, 266. 
Witson, A. B. and Comstock, G. F.: Discussion on Constitution and Metallography 
a of Aluminum and Its Light Alloys with Copper and with Magnesium, 21. 
Wire: aluminum, see Aluminum wire. 
constantan: analysis, 258. 
tests, 257. 
molybdenum, see Molybdenum wire. 
nickel, see Nickel wire. 
Wotr, F, a and AupErson, G, E.: Reclamation of Metal from Brass-foundry Refuse, 
50. 
Worr, F. eed Gruss, A. A.: Laboratory Testing of Sands, Cores, and Core Binders, 
330. \ 
Woop, R. F.: Discussions: on Influence of Heat Treatment on Gun M etal, 300. 
on Physical Properties of Certain Lead-zinc Bronzes, 431. 
Worked zine, see Zinc, rolled. 


X-cake and xylidin, 824, 828. 


Yensen, T. D.: Discussion on Intercrystalline Brittleness of Lead and Copper, 461. 
Youna, A. B.: Tooele Flue-type Cottrell. Treater, 764. 


Zinc: amorphous theory applications, 325. 

dental amalgam constituent, 488, 504. 

distillation, electric: briquets, 188, 191, 192, 196, 199. 
coal in briquets, 198. 
coke content of briquets, 193, 194, 195. 
Kast St. Louis plant, 201. 
electrical records, 213. 
experimental work, 190. 
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Zinc: distillation, electric: furnace, 189, 190, 202, 20 
heat capacity of retort, 215, Te wit Ee ere Ra 
metal balance, 211. 3 
pitch content of briquets, 193, 196. 
power consumption, 222. . 
preheated retorts, 219, 221. 
process, 188, 190. 
size of ore and coke particles, 194. 
vs. electrolytic, 123. 
wiring diagram, 219. 
zine dust production, 223. 
drawing, effect of speed on ductility, 361. 
ductility: dynamic, 359° 
rolled zine, 359. 
electrolytic, see Electrolytic zinc. : 
electrothermal vs. electrolytic processes, 123. 
equi-cohesive temperature, 326, 328. 
extruded, properties, 322. . 
Horwood process, objections for Butte ores, 699. 
roasting: Anaconda electrolytic process, 703. 
electrically heated furnace, 89. 
experimental results, 88, 89. 
heat balance, 112, 125. 
reverberatory furnace, 94. 
Wedge furnaces, 96, 97, 112. 
rod and wire, 375, 376. 
rolled: aluminum content, effect, 319. 
annealing, 314, 341, 347, 352, 356. 
applications, successful, 370. 
bending properties, 354. 
cold-bend values, 354. 
copper content, effect, 321, 322. 
ductility: at various temperatures, 334. 
effect of annealing, 356. 
effect of drawing speed, 361. 
static and dynamic tests, 363. 
grain refining, 339, 344, 345. 
grain structure, 317, 336, 338, 344, 345. 
hard- and soft-rolled, 340. 
hardness, effect of annealing, 347, 352. 
impurities, effects, 318. 
literature, 307. 
Martens’ tests, 308, 312. 
Meyer’s tests, 313, 315. 
Moore’s tests, 316. 
photomicrographs, 338. 
rolling variables, effect, 335. 
stiffness, 367. 
stress-strain data, 309, 315, 324. 
structural types, 336, 338. 
tensile data at elevated temperatures, 332. 
tensile strength, 309, 315, 324, 346. 
tensile tests: effect of elevated temperatures, 312. 
effect of interruption, 310. 
effect of rate of loading, 310. 
Timofeeft’s studies, 316. 
uses, 370. 
roofing material, 372. 
solubility in sulfuric acid, 699. 
worked, see Zinc, rolled. 
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Zine alloys, thermo-electromotive force, 504. 


Zine-aluminum alloys, 320. 
ine bronze: heat-treatment effect, 380. 


photomicrographs, 422. 
physical properties, 379. 
remelting effect, 382. 
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rmation in roasting, 
1 alloys, freezing-point curve, 234, 
utte, treatment possibilities, 699, 
ing, see Electrolytic zinc, leaching. 


c rod, stress-deformation curves, , pure and alloyed, 3 


sulle see Zinc, rolled. 
be) decomposition pressure, 107, 108. 
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